This  is  a  digital  copy  of  a  book  that  was  preserved  for  generations  on  library  shelves  before  it  was  carefully  scanned  by  Google  as  part  of  a  project 
to  make  the  world's  books  discoverable  online. 

It  has  survived  long  enough  for  the  copyright  to  expire  and  the  book  to  enter  the  public  domain.  A  public  domain  book  is  one  that  was  never  subject 
to  copyright  or  whose  legal  copyright  term  has  expired.  Whether  a  book  is  in  the  public  domain  may  vary  country  to  country.  Public  domain  books 
are  our  gateways  to  the  past,  representing  a  wealth  of  history,  culture  and  knowledge  that's  often  difficult  to  discover. 

Marks,  notations  and  other  marginalia  present  in  the  original  volume  will  appear  in  this  file  -  a  reminder  of  this  book's  long  journey  from  the 
publisher  to  a  library  and  finally  to  you. 

Usage  guidelines 

Google  is  proud  to  partner  with  libraries  to  digitize  public  domain  materials  and  make  them  widely  accessible.  Public  domain  books  belong  to  the 
public  and  we  are  merely  their  custodians.  Nevertheless,  this  work  is  expensive,  so  in  order  to  keep  providing  this  resource,  we  have  taken  steps  to 
prevent  abuse  by  commercial  parties,  including  placing  technical  restrictions  on  automated  querying. 

We  also  ask  that  you: 

+  Make  non-commercial  use  of  the  files  We  designed  Google  Book  Search  for  use  by  individuals,  and  we  request  that  you  use  these  files  for 
personal,  non-commercial  purposes. 

+  Refrain  from  automated  querying  Do  not  send  automated  queries  of  any  sort  to  Google's  system:  If  you  are  conducting  research  on  machine 
translation,  optical  character  recognition  or  other  areas  where  access  to  a  large  amount  of  text  is  helpful,  please  contact  us.  We  encourage  the 
use  of  public  domain  materials  for  these  purposes  and  may  be  able  to  help. 

+  Maintain  attribution  The  Google  "watermark"  you  see  on  each  file  is  essential  for  informing  people  about  this  project  and  helping  them  find 
additional  materials  through  Google  Book  Search.  Please  do  not  remove  it. 

+  Keep  it  legal  Whatever  your  use,  remember  that  you  are  responsible  for  ensuring  that  what  you  are  doing  is  legal.  Do  not  assume  that  just 
because  we  believe  a  book  is  in  the  public  domain  for  users  in  the  United  States,  that  the  work  is  also  in  the  public  domain  for  users  in  other 
countries.  Whether  a  book  is  still  in  copyright  varies  from  country  to  country,  and  we  can't  offer  guidance  on  whether  any  specific  use  of 
any  specific  book  is  allowed.  Please  do  not  assume  that  a  book's  appearance  in  Google  Book  Search  means  it  can  be  used  in  any  manner 
anywhere  in  the  world.  Copyright  infringement  liability  can  be  quite  severe. 

About  Google  Book  Search 

Google's  mission  is  to  organize  the  world's  information  and  to  make  it  universally  accessible  and  useful.  Google  Book  Search  helps  readers 
discover  the  world's  books  while  helping  authors  and  publishers  reach  new  audiences.  You  can  search  through  the  full  text  of  this  book  on  the  web 


at|http  :  //books  .  google  .  com/ 


I  C  I?  .  ^  0 


^arbarti  Collcgr  l-tbrarg 


FROM  THE  LISaARV  OF 

CHARLES  SANDERS  PEIRCE 

{Class  of  tS£9} 
OF  MILFORD,  PENNSYLVANIA 


GIFT  OF 

Mrs.  CHARLES  S.  PEIRCE 
June  sS,  T915 


SCIENCE  ciiV^^B  LIBRARY 


Digitized  by  VjOOQIC 


Digitized  by  VjOOQIC 


Digitized  by  VjOOQIC 


A  SYSTEMATIC  HANDBOOK 

OF 

VOLUMETRIC   ANALYSIS. 


Digitized  by  VjOOQIC 


Digitized  by  VjOOQIC 


SYSTEMATIC     HANDBOOK 


VOLUMETRIC   ANALYSIS; 


OB, 


THE   QUANTITATIVE   ESTIMATION 

OF  CHEMICAL   SUBSTANCES   BY  MEASURE,  APPLIED  TO 

LIQUIDS,  SOLIDS,  AND   GASES. 


ADAPTED  TO  THE  BEQIHSEMENTS  OF  PUBE  CHEMICAL  RE8BABCH, 

PATHOLOGICAL    CHEMISTRY,    PHARMACY,    METALLURGY,    MANUFACTURING 

CHEMISTRY,  PHOTOGRAPHY,  ETC.,  AND  FOR  THE  VALUATION 

OF   SUBSTANCES  USED  IN  COMMERCE,  AGRICULTURE,  AND  THE  ARTS. 


FRANCIS  SUTTON,   F.LC,   F-CS., 

PUBUC  AVALT8T  FOR  THI  OOUHTT  OF  HOBFOLK ; 

LATS  MSM BBB  OF  COUHCIL  OF  THB  SOCIBTT  OF  PUBLIC  AK4LYST8  ; 

JJkTm   MSM  BBB  OF  COUHCIL  OF  THB  PilABM  ACSUTICAL  SOCIBTT  OF  GRBAT  BBITAIB  ; 

CORKK8POHDIHO  XBMBER  OF  THB  IMPERIAL  PHABXACBUTICAL  aOC.  OF  ST.  PBTBRSBUROH 

COKRB8P0BDIH0  XBXBBB  OF  THB  AUSTRIAH  APOTHBKBR  VERBIH,  VIBHMA ; 

COH8DLTIVO  CHBXI8T  TO  THB  HORFOLK  CHAXBBR  OF  AORICULTURB; 

BTC,  BTC. 


SIXTH   EDITION,   ENLARGED  AND  IMPROVED. 


LONDON: 
J.    A    A.   CHURCHILL,    NEW    BURLINGTON    STREET. 

1890. 


[All  rights  reserved.] 


Digitized  by  VjOO^IC 


6«f  1  Of 

»RS.CHmEss.PEmce 


Digitized  by  VjOOQIC 


PREFACE. 


The  fifth  edition  of  this  book,  and  the  largest  yet  issued, 
having  been  absorbed  in  a  shorter  space  of  time  than  any 
former  edition,  is  an  evidence  of  the  increasing  demand 
for  volumetric  methods  of  analysis,  and  due,  most  likely, 
to  the  necessity  for  shorter  technical  methods  in  connexion 
with  manufacturing  processes  of  various  kinds. 

The  present  book  is  enlarged  by  about  fifty  pages  of  new 
matter,  with  twelve  new  illustrations,  -  comprising  fuller 
descriptions  of  the  indicators  used  in  saturation  analyses 
and  additions  to  methods  of  titration  in  almost  every 
section.  There  is  also  added  a  table  of  co-efficients  and 
logarithms  for  use  in  volumetric  analyses,  taken  partly 
from  some  of  the  earlier  editions  of  Mohr's  Titrirmethode, 
from  Dr.  W.  H.  Ince's  tables  published  in  the  Analyst, 
and  from  Mr.  A.  E.  Johnson's  valuable  Analyst's 
Lahoratoi-y  Companion,  issued  by  Messrs.  J.  &  A.  Churchill. 

Professor  McLeod  has  kindly  furnished  me  with  revised 
and  corrected  tables  of  logarithms  required  in  the  analysis 
of  gases  supplementary  to  his  original  article,  and  which 
are  now  inserted  at  the  end  of  the  book,  as  was  the  case  in 
the  second  edition.    I  shall  be  happy  to  supply  separate 
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VI  PREFACE. 

copies  of  these  tables  for  laboratory  use,  and  also  those 
required  for  Frankland's  and  Armstrong's  method  of 
water  analysis,  to  any  one  who  desires  them,  on  receipt  of 
address. 

I  am  indebted  to  Mr.  J.  Lunt,  B.Sc,  for  a  condensed 
report  on  Schiitzenberger's  method  of  estimating  oxygen 
in  waters,  etc.,  worked  out  by  Sir  Henry  Roscoe  and 
himself,  as  shown  in  §  68.  Professor  P.  P.  Bedson  has 
also  kindly  sent  me  photographs  of  his  modified  gas 
pipettes  (see  fig.  94);  and  last,  but  not  least,  I  am 
indebted  to  my  friend  Mr.  W.  Thorp,  B.Sc,  for  his  kind 
supervision  of  the  proof  sheets,  and  for  valuable  suggestions 
throughout  the  entire  book. 

FEANCIS  SUTTON. 

Norwich, 

Oetobei^  1890. 
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ITames  of  Elementary  Substanoee  ooonrrinir  in  VcdvaMtrio 
Kethods,  with  their  SsrmbolB  and  Atomic  Weirhts. 


EzBot  Atomic 

Name. 

e^boi. 

Weight 
M  found  b7 
the  latest 
reeearehee. 

AtcnaioWd^it 

adopted  in 

tUaAUtioa. 

Aliuniniuin 

Al 

27-3 

27-3 

Antimony 

Sb 

119-6 

120-0 

Arsenic 

As 

74-9 

75-0 

Barium 

Ba 

136-8 

136-8 

Bismuth 

Bi 

208-0 

208-0 

Bromine 

Br 

79-75 

80-0 

Cadmium 

Cd 

111-6 

111-6 

Calcium 

Ca 

39-9 

40-0 

Carbon 

C 

11-97 

12-0 

Cerium 

Ce 

141-2 

141-2 

Chlorine 

CI 

35-37 

36-37 

Chromium 

Cr 

52-4 

52-4 

Cobalt 

Co 

58-6 

59-0 

Copper 

Cu 

63-18 

630 

Gold 

Au 

196-2 

196-5 

Hydrogen 

H 

1-0 

1-0 

Iodine 

I 

126-5 

126-5 

Iron    . 

Fe 

55-88 

56-0 

Lead 

Pb 

206-4 

206-4 

Magnesium 

Mg. 

23-94 

24-0 

Manganese 

Mn 

55-0 

55-0 

Mercury 

Hg 

199-8 

200-0 

Molybdenum 

Mo 

95-8 

96-8 

Nickel 

Ni 

58-6 

59-0 

Nitrogen   . 

N 

14-01 

14-0 

Oxygen 

0 

15-96 

16-0 

Phosphorus 

P 

30-96 

31-0 

Platinum 

R 

194-3 

194-3 

Potassium 

K 

39-04 

39-0 

Silver 

Ag 

107-66 

107-66 

Sodium     . 

Na 

22-99 

23-0 

Strontium 

Sr 

87-2 

87-2 

Sulphur    . 

S 

31.98 

32-0 

Tin     . 

Sn 

117-8 

118-0 

Tungsten  . 

W 

184-0 

184-0 

Uranium 

Ur 

239-8 

240-0 

Vanadium 

Va 

51-2 

51-2. 

Zinc    . 

Zn 

64-9 

660 
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Abbx«viatlons  and  ISxplaaatloiiB. 

The  formulad  are  constructed  on  the  basis  H  =  l.  0  =  16. 
H20  =  18. 

The  normal  temperature  for  the  preparation  and  use  of  standard 
solutions  is  IG"*  C,  or  about  60*  Fahr. 

cc.  denotes  cubic  centimeter. 

gm.      „       gram  =  15*43235  grains  English. 

gm.      „       grain. 

dm.      „       decem  =  10  fluid  grains  at  16'  C. 

1  liter  =  1000  cc  at  16"  C. 

1  cc.  =  1  gm.  distilled  water  at  16"*  C. 

1  dm.  =  10  gm.  „  „ 

Distilled  water  is  to  be  used  in  all  the  processes,  unless  other- 
wise expressed. 

Normal  Solutions  are  those  which  contain  one  gram  atom  of 
reagent  (taken  as  monobasic),  or  an  equivalent  in  some  active 
constituent  {e,g,  oxygen)  in  the  liter  (see  page  23). 

Decinormal  Solutions  are  one-tenth  of  that  strength  = -j^. 

Centinormal,  one  hundredth  =  y^. 

Empirical  Standard  Solutions  are  those  which  contain  no 
exact  atomic  proportion  of  reagent,  but  are  constructed  generally  so 
that  1  cc  =  0*01  gm.  (one  centigram)  of  the  substance  sought. 

A  Titrated  Solution  (from  the  French  word  titrey  title  or 
power)  denotes  a  solution  whose  strength  or  chemical  power  has 
been  accurately  found  by  experiment. 

When  a  chemical  substance  or  solution  is  directed  to  be  titrated, 
the  meaning  is,  that  it  is  to  be  quantitatively  tested  for  the  amount 
of  pure  substance  it  contains  by  the  help  of  standard  or  titrated 
solutions.  The  term  is  used  in  preference  to  tested  or  analyzed^ 
because  these  expressions  may  relate  equally  to  qualitative  and 
quantitative  examinations,  whereas  titrations  can  only  apply  to 
quantitative  examination. 

J.  C,  S,  denotes  Journal  of  the  Chemical  Society  (Transactions 
only). 

J.  S,  C,  I.    „      Journal  of  the  Society  of  Chemical  Industry. 

Z,  CL  C.        „      Zeitschrift  fiir  Analytische  Chemie. 

C,  N,  „      Chemical  !N^ews. 


Other  book-references  are  given  in  full. 
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EEEATA    AND    ADDENDA. 


Page  108,    Line  12  from  top,  substitute  for  the  words  "  new  gasvolumeter  '* 
"  modified  nitrometer." 

Page  130.    The  figure  should  be  numbered  82  instead  of  80. 

Page  153.    Line  12  from  top,  read  "modified  nitrometer"  for  "new  gas- 
volumeter." 

Page  332.    Line  15  from  top,  the  words  "and  water  "  should  be  omitted. 

Pago  332.    Line  20,  after  the  words  "  one  hour,"  insert,  "  the  digestion  may 
be  carried  on  without  heating  with  practically  the  same  results." 

Page  332.    Line  25,  add  "  or  1  part  of  pure  zinc  should  theoretically  liberate 
07799  part  of  iodine." 

Page  354.    Line  10  from  top,  instead  of  the  words  "  one  place  "  read  "  two 
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LIQUIDS  AND  SOLIDS. 


PART     I. 


GENBHAIi   PBINOIPLES. 


§  1.  QuANTiTATivB  analysis  by  weight,  or  gravimetric  analysis, 
consists  in  separating  out  the  constituents  of  any  compound,  either 
in  a  pure  state  or  in  the  form  of  some  new  substance  of  known 
composition,  and  accurately  weighing  the  products.  Such  opera- 
tions are  frequently  very  complicated,  and  occupy  a  long  time, 
besides  requiring  in  many  cases  elaborate  apparatus,  and  the  exercise 
of  much  care  and  experimental  knowledge.  Volumetric  processes, 
on  the  other  hand,  are,  as  a  rule,  quickly  performed  ;  in  most  cases 
are  susceptible  of  extreme  accuracy,  and  need  much  simpler 
apparatus.  The  leading  principle  of  the  method  consists  in  sul> 
mitting  the  substance  to  be  estimated  to  certain  characteristic 
reactions,  employing  for  such  reactions  solutions  of  known 
strength,  and  from  the  volume  of  solution  necessary  for  the  pro- 
duction of  such  reaction,  determining  the  weight  of  the  substance 
to  be  estimated  by  aid  of  the  known  laws  of  chemical  equivalence. 

Volumetric  analysis,  or  quantitative  chemical  analysis  by  measure, 
in  the  case  of  liquids  and  solids,  consequently  depends  upon  the 
following  conditions  for  its  successfvd  practice : — 

1.  A  solution  of  the  reagent  or  test,  the  chemical  power  of 
which  is  accurately  known,  called  the  "standard  solution." 

2.  A  graduated  vessel  from  which  portions  of  it  may  be 
accurately  delivered,  called  the  "burette." 

3.  The  decomposition  produced  by  the  test  solution  with  any 
given  substance  must  either  in  itself  or  by  an  indicator  be  such, 
that  iU  termination  is  unmidaJcable  to  the  eyCy  and  thereby  the 
quantity  of  the  substance  mth  which  it  has  combined  accurately 
calculated. 
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Suppose,  for  instance,  that  it  is  desirable  to  know  the  quantity  of 
pure  silver  contained  in  a  shilling.  The  coin  is  first  dissolved  in 
nitric  acid,  by  which  means  a  bluish  solution,  containing  silver, 
copper,  and  probably  other  metoLs,  is  obtained.  It  is  a  known  fact 
that  cldorine  combines  with  silver  in  the  presence  of  other  metals 
to  form  silver  chloride,  which  is  insoluble  in  nitric  acid.  Tlie  pro- 
poi;tions  in  which  the  combination  takes  place  are  35*37  of  chlorine 
to  every  107*66  of  silver;  consequently,  if  a  standard  solution  of  pure 
sodic  chloride  is  prepared  by  dissolving  in  water  such  a  weight  of 
the  salt  as  will  be  equivalent  to  35*37  grains  of  chlorine  (  =  58*37 
grains  NaCl)  and  diluting  to  the  measure  of  1000  grains ;  every 
single  grain  measure  of  this  solution  will  combine  with  0*10766  grain 
of  pure  silver  to  form  silver  chloride,  which  is  precipitated  to  the 
bottom  of  the  vessel  in  which  the  mixture  is  made.  In  the  process 
of  adding  the  salt  solution  to  the  silver,  drop  by  drop,  a  point  is  at 
last  reached  when  the  precipitate  ceases  to  form.  Here  the  process 
must  stop.  On  looking  carefidly  at  the  graduated  vessel  from 
which  the  standard  solution  has  been  used,  the  operator  sees  at 
once  the  number  of  grain  measures  which  has  been  necessary  to 
produce  the  complete  decomposition.  For  example,  suppose  the 
quantity  used  was  520  grain  measures ;  all  that  is  necessary  to  be 
done  is  to  multiply  520  by  the  coefficient  for  each  grain  measure, 
viz.  0*10766,  which  shows  the  amount  of  pure  silver  present  to  be 
55*98  grains. 

Tliis  method  of  determining  the  quantity  of  silver  in  any  given 
solution  occupies  scarcely  a  quarter  of  an  hour,  whereas  the  estimation 
"by  weighing  coidd  not  be  done  in  half  a  day,  and  even  then  not  so 
accurately  as  by  the  volumetric  method.  It  must  be  understood 
that  there  are  certain  necessary  precautions  in  conducting  the  alx)ye 
process  which  have  not  been  described ;  those  will  be  found  in  their 
IJToper  place ;  but  from  this  example  it  wiU  at  once  be  seen  that  the 
saving  of  time  and  trouble,  as  comi>aTed  with  the  older  methods  of 
analysis,  is  immense ;  besides  which,  in  the  mtgority  of  instaneeB 
in  which  it  can  be  applied,  it  is  equally  accurate,  and  in  many  cases 
much  more  so. 

The  only  conditions  on  which  the  volumetric  system  of  analysis 
are  to  be  carried  on  successfully  ore,  that  the  greatest  care  is 
exercised  with  respect  to  the  graduation  of  the  measuring  instru- 
ments, the  strength  and  purity  of  the  standard  solutions,  and  the 
absence  of  other  matters  which  would  interfere  with  the  accurate 
estimation  of  the  particular  substance  sought. 

The  fundamental  distinction  between  gravimetric  and  volumetric 
analysis  is,  that  in  the  former  method,  the  substance  to  l>e 
estimated  must  be  completely  isolated  in  the  purest  possible  state 
or  combination,  necessitating  in  many  instances  very  patient  and 
discriminating  labour ;  whereas,  in  volumetric  processes,  such  com- 
plete sej)aration  is  very  seldom  required,  the  processes  being  so 
contrived  as  to  admit  of  the  presence  of  half  a  dozen  or  more 
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other  substances  which  have  no  effect  upon  the  particular  chemical 
reaction  required. 

The  process  just  described  for  instance,  the  estimation  of  silver 
in  coin,  is  a  case  in  point.  The  alloy  consists  of  silver  and  copper, 
with  small  proportions  of  lead,  antimony,  tin,  gold,  etc.  None  of 
these  things  affect  the  amount  of  salt  solution  which  is  chemically 
required  to  precipitate  the  silver,  whereas,  if  the  metal  had  to  be 
determined  by  weight  it  would  be  necessary  to  first  filter  the  nitric 
acid  solution  to  free  it  from  insoluble  tin,  gold,  etc. ;  then 
precipitate  with  a  slight  excess  of  sodic  chloride ;  then  to  bring  the 
precipitate  upon  a  filter,  and  wash  repeatedly  with  pure  water  until 
efvery  trace  of  copper,  sodic  chloride,  etc.,  is  removed.  The  pure 
silver  chloride  is  then  carefully  dried,  ignited  separately  from  the 
filter,  and  weighed;  the  filter  burnt,  residue  as  reduced  metallic  silver 
and  filter  ash  allowed  for,  and  thus  finally  the  amoimt  of  silver  is 
iound  by  the  balance  with  ordinary  weights. 

On  the  other  hand  the  volumetric  process  has  been  purely 
chemical,  the  burette  or  measuring  instrument  has  taken  the  place 
of  the  balance,  and  theoretical  or  atomic  weights  have  supplanted 
ordinary  weights. 

The  end  of  the  operation  in  tliis  method  of  analysis  is  in  all 
cases  made  apparent  to  the  eye.  In  alkalimetry  it  is  the  change 
of  colour  produced  in  litmus,  tunneric,  or  other  sensitive  colouring 
matter.  The  formation  of  a  permanent  precipitate,  as  in  the 
estimation  of  cyanogen.  A  precipitate  ceasing  to  form,  as  in 
chlorine  and  silver  determination.  The  appearance  of  a  distinct 
colour,  as  in  iron  analysis  by  permanganate  solution,  and  so  on. 

I  have  adopted  the  classification  of  methods  used  by  Mohr  and 
others,  namely: 

1.  Where  the  determination  of  the  substance  is  effected  by 
saturation  with  another  substance  of  opposite  properties — 
generally  understood  to  include  acids  and  alkalies,  or  alkaline 
earths. 

2.  Where  the  determination  of  a  substance  is  effected  by  a 
reducing  or  oxidizing  agent  of  known  power,  including  most 
metals,  with  their  oxides  and  salts ;  the  principal  oxidizing  agents 
being  potassic  permanganate,  potassic  bichromate,  and  iodine ;  and 
the  corresponding  reducing  agents,  ferrous  and  stannous  compounds, 
and  sodic  thiosvdphate. 

3.  Where  the  determination  of  a  substance  is  effected  by 
precipitating  it  in  some  insoluble  and  definite  combination,  an 
example  of  which  occurs  in  the  estimation  of  silver  described 
above. 

This  classification  does  not  rigidly  include  all  the  volumetric 
processes  that  may  be  used,  but  it  divides  them  into  convenient 
sections  for  describing  the  peculiarity  of  the  reagents  used,  and 
their  preparation.  If  strictly  followed  out,  it  woidd  in  some  cases 
necessitate  the  registration  of  the  body  to  be  analyzed  under  two 
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or  three  heads.  C()])per,  for  instance,  can  he  determmed  residually 
hy  potassic  permanganate ;  it  can  also  be  determined  by  precij)itation 
with  sodic  sulphide.  The  estimation  of  the  same  metal  by  i)otassic 
cyanide,  on  the  other  hand,  would  not  come  under  any  of  the 
heads. 

It  will  be  found,  therefore,  that  liberties  have  been  taken  with  the 
arrangement ;  and  for  convenient  reference  all  analytical  processes 
applicable  to  a  given  bwly  are  included  under  its  name. 

It  may  be  a  matter  of  surprise  to  some  that  several  distinct 
volumetric  methods  for  one  and  tlie  same  substance  are  given; 
but  a  little  consideration  will  show  that  in  many  instances  greater 
convenience,  and  also  accuracy,  may  be  gained  in  this  way.  The 
operator  may  not  have  one  particular  reagent  at  command,  or  he 
may  have  to  deal  with  such  a  mixture  of  substance  as  to  preclude 
the  use  of  some  one  method ;  whereas  another  may  be  quite 
free  from  such  objection.  The  choice  in  such  cases  of  coutse 
requires  judgment,  and  it  is  of  the  greatest  importance  that  the 
operator  shall  be  acquainted  with  the  qualitative  composition  of  the 
matters  with  which  he  is  dealing,  and  that  he  should  ask  himself 
at  every  step  why  such  and  such  a  thing  is  done. 

It  will  be  apparent  from  the  foregoing  description  of  the 
volumetric  system,  that  it  may  be  successfully  used  in  many 
instances  by  those  who  have  never  been  thoroughly  trained  as 
analytical  chemists ;  but  we  can  never  look  for  the  scientific 
development  of  the  system  in  such  hands  as  these. 

In  the  preparation  of  this  work  an  endeavour  has  been  made  to 
describe  all  the  operations  and  chemical  reactions  as  simply  as 
l)ossible,  purjx)8ely  avoiding  abstruse  mathematical  expressions, 
which,  though  they  may  be  more  consonant  with  the  modern  study 
of  chemical  science,  are  hardly  adapted  to  the  technical  operator. 
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THE   IXSTRUMEXTS  AND  APPARATUS. 

THB    BAI.ANCE. 

S  2.  Strictly  speaking,  it  is  necessary  to  have  two  balances  in 
order  to  carry  out  the  volumetric  system  completely ;  one  to  carry 
about  a  kUogram  in  eacli  j)an,  and  turn  when  loaded  with 
about  five  milligrams.  This  histrunient  is  used  for  graduating 
flasks,  or  for  testing  them,  and  for  weighing  large  amoimts  of  pure 
reagents  for  standard  solutions.  The  second  balance  should  l)e 
light  and  delicate,  and  to  carry  about  fifty  grams,  and  turn  easily 
and  quickly  when  loaded  with  one  or  two-tenths  of  a  milligram. 
This  instrument  serves  for  weighing  small  quantities  of  sul)stances 
to  be  tested,  many  of  which  are  hygroscopic,  and  need  to  be 
weighed  quickly  and  with  great  accuracy ;  it  also  serves  for  testing 
the  accuracy  of  pipettes  and  burettes. 

For  all  technical  purposes,  however,  a  moderate-sized  balance 
of  medium  delicacy  is  quite  sufficient,  especially  if  rather  large 
quantities  of  substances  are  weighed  and  brought  into  solution — 
then  further  subdivided  by  means  of  measuring  flasks  and  pi])ettes. 

Tlie  operator  also  requires,  besides  the  balance  and  the  graduated 
instruments,  a  few  l^eakers,  porcelain  basins,  flasks,  fiumels,  stirring 
rods,  etc.,  as  in  gravimetric  analysis;  above  all  he  must  be 
practically  familiar  with  proper  metho(ls  of  filtration,  wiishing  of 
precipitates,  and  the  application  of  heat. 

VOLTJKETBIC    AKAI.7SIS    WITHOUT    WEIGHTS. 

§  3.  This  is  more  a  matter  of  curiosity  than  of  value;  but, 
nevertheless,  one  can  imagine  circumstiuices  in  which  it  might  be 
useful.  In  carrying  it  out,  it  is  necessary  oidy  to  liave  (1)  a 
correct  balance,  (2)  a  pure  specimen  of  substance  to  use  as  a  weight, 
(3)  an  accurate  burette  filled  with  the  appropriate  solution.  It  is 
not  necessary  that  the  strength  of  this  should  be  known ;  but  the 
state  of  concentration  shoidd  be  such  as  to  ])ermit  the  necessary 
reaction  to  occur  under  the  most  favourable  circumstixnces. 

If  a  i)erfcctly  pure  specimen  of  substance,  say  calcic  car])onate, 
be  put  into  one  scale  of  the  balance,  and  be  counterpoised  with  an 
impure  specimen  of  the  same  substixnce,  and  both  titrated  with  the 
same  acid,  and  the  number  of  c.c.  used  for  the  pure  substance  be 
called  100,  the  number  of  c.c.  used  for  the  impure  substance  will 
correspond  to  the  i)ercentage  of  i)ure  calcic  carbonate  in  the  specimen 
examined. 

Tlie  application  of  the  process  is,  of  course,  limited  to  the  use  of 
mich  substances  as  are  to  be  had  pure,  and  wliose  weight  is  not 
variable  by  exjwsure ;  but  where  even  a  pure  substiuice  of  one  kind 
cannot  be  hail  as  a  weight,  one  of  another  kind  may  be  used  as  a 
substitute,  and  the  required  result  obtained  by  ciUculation.     For 
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instance,  it  is  required  to  ascertain  the  purity  of  a  specimen  of  sodic 
carbonate,  and  only  pure  calcic  carbonate  is  at  hand  to  use  as  a 
weight ;  equal  weights  of  the  two  are  taken,  and  the  impure  speci- 
men titrated  with  acid.  To  arrive  at  the  recjuired  answer,  it  is 
necessary  to  find  a  coefficient  or  factor  by  which  to  convert  the 
number  of  c.c.  required  by  the  sodic  carbonate,  weighed  on  the  calcic, 
into  that  which  should  be  required  if  weighed  on  the  sodic,  basis. 
A  consideration  of  the  relative  molecular  weights  of  the  two  bodies 
will  give  the  factor  thus — 

Calcic  carbonate  100     ^.q  .qj 
Sodic  carbonate  106"" 

If,  therefore,  the  c.c.  used  are  multiplied  by  this  number,  the 
percentage  of  pure  sodic  carbonate  will  be  obttiined.  The  method 
may  be  extended  to  a  number  of  substances,  on  this  principle,  with 
the  exercise  of  a  little  ingenuity. 

L.  de  Koningh  has  communicated  to  me  a  similar  method 
devised  by  liimself  and  Peacock,  in  which  the  same  end  is 
attained  without  the  aid  of  a  pure  substance  as  standard,  thus:' 
Say  a  specimen  of  impure  common  salt  is  to  be  examined,  a 
moderate  portion  is  put  on  the  balance  and  counterpoised  with 
silver  nitrate ;  the  latter  is  then  dissolved  up  to  100  c.c.  and  placed 
in  a  burette.  The  salt  is  dissolved  in  water,  a  few  drops  of 
chromate  added  and  titrated  with  the  silver  solution,  of  which 
10  C.C.  is  required;  the  salt  is  therefore  equal  to  10  per  cent, 
of  its  weight  of  silver  nitrate,  then — 

16-96  :  58-37  :  :  10  =  3-44  %  NaCl 

Or,  in  the  case  of  an  impure  soda  ash,  an  equal  weight  of  oxalic 
acid  is  taken  and  made  up  to  100  c.c. ;  the  soda  requires,  say, 
50  C.C.  for  saturation,  or  50  per  cent.,  then — 

126  :  106  :  :  50  =  42  %  ]NVCO« 

It  may  liappen  that,  in  some  cases,  more  than  one  portion  of  the 
reagent  is  required  to  decompose  the  substance  tested,  and  to 
provide  against  this  two  or  more  lots  shoidd  be  weighed  in  the 
first  instance. 

VOLUKETBIC    AKAI^TSIS   WITHOITT    BT7BETTBS    OB 
OTHBB    GBADUATBD    INSTBITliBNTS. 

§  4.  This  operation  consists  in  weighing  the  standard  solutions 
on  the  balance  instead  of  measuring  them.  The  influence  of 
variation  in  temperature  is,  of  course,  here  of  no  consequence.  The 
chief  requisite  is  a  delicate  flask,  fitted  with  a  tube  and  blowing 
ball,  as  in  the  burette  fig.  7,  or  an  instniment  kno^Mi  as 
Schuster's  alkalimeter  may  be  used.  A  special  burette  has  been 
devised  for  this  purpose  by  Casamajor  (CI  N,  xxxv.  98).     The 
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method  is  capable  of  very  accurate  results,  if  care  be  taken  in 
pieparing  the  standard  solutions  and  avoiding  any  loss  in  pouring 
the  liquid  from  the  vessel  in  which  it  is  weighed.  It  occupies 
much  more  time  than  tlie  usual  processes  of  volumetric  analysis, 
but  at  great  extremes  of  temperature  it  is  far  more  accurate. 


TTTB    BTJBOBTTIL 


§  5.  This  instrument  is  used  for  the  delivery  of  an  accurately 
measured  quantity  of  any  particular  standard  solution.  It  invari- 
ably consists  of  a  long  glass  tube  of  even  bore,  tliroughout  the 


Fig.  1. 


Fig.  2. 


lengMi  of   which  arc   engraved,  by  means   of   hydrofluoric   acid, 
eertain  divisions  corresponding  to  a  known  vohimc  of  fluid. 
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It  may  be  obtained  in  a  great  many  forms,  under  the  names  of  their 
respective  inventors,  such  as  Mohr,  Gay  Lussac,  Binks,  etc., 
but  as  some  of  these  possess  a  decided  superiority  over  others,  it  is 
not  quite  a  matter  of  indifference  which  is  used,  and  therefore  a 
slight  description  of  them  may  not  be  out  of  place  here.  The 
burette,  with  india-rubber  tube  and  clip,  contrived  by  Mohr,  is 
shown  in  figs.  1  and  2,  and  with  stop-cock  in  fig.  3. 


Fig-  8-  Fig.  4. 

Tlie  advantiiges  possessed  by  tliis  form  of  instrument  are, 
that  its  fixed  upright  position  enables  the  operator  at  once 
to  read  off  the  number  of  degrees  of  test  solution  used  for  any 
analysis.  The  quantity  of  fluid  to  be  delivered  can  be  regulated 
to  the  greatest  nicety  by  the  pressure  of  the  thumb  and  finger 
on  the  spring  clip  or  by  the  tap ;  and  the  instrument  not  being 
held  in  the  hand,  there  is  no  chance  of  increasing  the  bulk  of 
the  fluid  by  the  heat  of  the  body,  and  thus  leading  to  incorrect 
measurement,  as  is  the  case  with  Binks'  or  Gay  Lussac 's  form 
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of  instrument.  The  princijml  disadvantage,  however,  of  these  two 
latter  forms  of  burette  is,  that  a  correct  reading  can  only  be 
obtained  hy  placing  them  in  an  upright  jwsition,  and  allowing 
the  fluid  to  find  its  perfect  level  The  preference  should,  therefore, 
unliesitatingly  be  given  to  Mohr's  burette,  wherever  it  can  be 
used ;  the  greatest  drawback  to  its  original  form  is,  that  it  cannot 
be  used  for  permanganate,  and  some  other  solutions  affected  by  the 
india-mbber.  Tliis  defect  is  avoided  by  using  the  stop-cock 
burette,  fig.  3.     This  tap  burette  may  of  course  be  used  not  only 


for  permanganate  but  for  all  other  solutions,  and  may  also  be 
arranged  so  as  to  deliver  the  solution  in  drops,  leaving  both  the 
hands  of  the  operator  disengaged.  A  new  and  ingenious  arrange- 
ment of  tap  is  shown  in  fig.  4,  the  tap  being  placed  obliquely 
through  the  spit,  so  as  to  avoid  its  dropping  out  of  i)lace;  the 
floats  shown  are  very  small  thermometers.     Owing  to  the  action  of 
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caustic  alkalies  upon  glass,  sucli  a  burette  does  not  answer  well  for 
strong  solutions  of  potash  or  soda,  unless  emptied  and  washed 
immediately  after  use.  Two  convenient  forms  of  stand  for  Mohr's 
burettes  are  shown  in  figs.  5  and  6  ;  in  the  latter,  the  arms  carrying 
the  burettes  revolve. 

We  are  indebted  to  Mohr  for  another  form  of  instrument  to 
avoid  the  contact  of  permanganate  and  india-rubber,  viz.,  the  foot 
burette,  with  elastic  ball,  shown  in  fig.  7. 

The  flow  of  liquid  from  the 
exit  tube  can  be  regulated  to 
a  great  nicety  by  pressure 
upon  the  ball,  which  should 
be  large,  and  have  two  open- 
ings,— one  cemented  to  the 
tube  with  marine  glue,  and 
the  other  at  the  side,  over 
which  the  thumb  is  placed 
w^hen  pressed,  and  on  the 
removal  of  which  it  refills 
itself  with  air. 

Gay  Lussac's  burette, 
supported  in  a  wooden  foot, 
may  be  used  instead  of  the 
above  form,  by  inserting  a 
good  fitting  cork  into  the 
open  end,  through  which  a 
small  tube  bent  at  right 
angles  is  passed.  If  tiie 
burette  is  held  in  the  right 
hand,  slightly  inclined  to- 
wards the  beaker  or  flask 
into  which  the  fluid  is  to  be 
measured,  and  the  mouth 
applied  to  the  tube,  any 
portion  of  the  solution  may 
be  emptied  out  by  the  pressure 
of  the  breath,  and  the  disiulvantage  of  holding  the  instrument  in 
a  horizontal  position,  to  the  great  danger  of  spilling  the  contents^ 
is  avoided ;  at  the  same  time  the  beaker  or  flask  can  be  held 
in  the  left  hand  and  shaken  so  as  to  mix  the  fluids,  and  by 
this  means  the  end  of  the  operation  be  more  accurately  determined 
(see  fig.  8). 

There  is  an  arrangement  of  Mohr's  burette  which  is  extremely 
serviceable,  when  a  series  of  analyses  of  the  same  character  have 
to  be  made,  such  as  in  alkali  works,  assay  oflioes,  etc.  It  consists 
in  having  a  "j"  piece  of  glass  tube  inserted  between  the  lower 
end  of  the  burette  and  the  spring  clip,  which  communicates  with 
a  reservoir  of    the  standard  solution,  placed  above  so  that  the 


Fig.  7. 


Fig.  8. 
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burette  may  be  filled  as  often  as  emptied,  by  a  syphon,  and  in  so 
gradual  a  manner  that  no  air  bubbles  occur,  as  in  the  case  of  filling 
it  with  a  funnel,  or  pouring  in  liquid  from  a  bottle ;  beside  which, 
this  plan  prevents  evaporation  or  dust  in  the  standard  solution 
either  in  the  burette  or  reservoir. 

Figs.  9  and  10  show  this  arrangement  in  detail. 


Fig.  9. 

It  sometimes  hapi>ens  that  a  solution  requires  titration  at  a  hot  or 
even  boiling  temperature,  such  as  tlie  estimation  of  sugar  by  copper 
solution:  here  the  ordinary  arrangement  of  Mohr's  burette  will 
not  be  available,  since  the  steam  rising  from  the  liquid  heats  the 
burette  and  alters  the  volume  of  fluid.  This  may  be  avoided  either 
by  using  a  special  burette,  in  which  the  lower  end  is  extended  at  a 
right  angle  with  a  stop-cock,  or  by  attaching  to  an  ortlinary  burette 
a  much  longer  piece  of  india-rubber  tube,  so  that  the  burette 
stands  at  the  side  of  the  capsule  or  beaker  being  heated,  and  the 
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elastic   tube   is  brought  over  its  edge ;    the  pinch-cock  is  fixed 
midway  ;  no  heat  can  then  reach  the  body  of  fluid  in  the  burette, 
since  tliere  can  be  no  conduction  past  the  pinch-cock.     If  this  plan 
is  not  adopted,  aGayLussacor  ball  burette  should  be  used. 
Gay  Lussac's  burette,  shown  in  fig.  11,  should  have  a  wooden 


Pig.  10. 


11. 


support  or  foot  into  which  it  may  be  inserted  (fig.  8),  so  as  to  be 
read  correctly.  By  using  it  in  the  following  raamier,  its  natural 
disadvantages  may  be  overcome  to  a  greiit  extent.  Having  fixed 
the  burette  hi  to  the  foot  securely,  and  filled  it,  take  it  uj)  by  the 
foot  with  the  left  hand,  and  i^esting  the  upper  end  upon  tlie  edge 
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of  the  beaker  in  wliicli  the  solution  to  be  tested  is  placed,  drop 
the  test  fluid  from  the  burette,  meanwhile  stirring  the  contents 
of  the  beaker  with  a  glass  rod  held  in  the  right  hand  ;  by  a  slight 
elevation  or  depression  of  the  left  hand,  the  flow  of  test  liquid 
is  regulated  until  the  end  of  the  operation  is  secured,  thus  avoiding 
the  annoyances  which  arise  from  alternately  placing  the  instrument 
in  an  upright  and  horizontal  ix)sition. 


Pig.  12. 

Binks',  or,  as  it  is  sometimes  called,  the  English  burette,  is  well 
known,  and  need  not  be  described ;  it  is  the  least  recommendable 
of  all  forms,  except  for  very  rough  estimations. 

It  is  most  convenient  to  have  burettes  graduated  to  contain  25 

or  30  c.c.  in  ^u  ^-^-j  ^^  ^^  ^^  ^•^-  ^^  i  ^-^m  ^^^  ^^^  ^^  ^^^  ^•^-  ^ 
J  or  ^  c.c. 

The  pinch-cock  generally  used  in  Mohr's  burette  is  shown  in 
fig.  1.  These  are  made  of  brass  and  are  now  generally  nickel-plated 
to  prevent  corrosion ;  another  form  is  made  of  one  piece  of  steel 
wire,  as  devised  by  Hart;  the  wire  is  softened  by  heating  and 
coiled  round,  as  shown  in  fig.  12.  When  the  proper  shape  has 
been  attained,  the  clip  is  hardened  and  tempered  so  as  to  convert  it 
into  a  spring. 

Another  useful  pinch-cock  is  shown  in  fig.  12.  It  may  be  made 
of  hard  wood,  horn,  or  preferably,  of  flat  glass  rod.  The  levers 
shoidd  be  long.  A  small  piece  of  cork,  of  the  same  thickness  as 
the  elastic  tube  of  the  burette  when  pressed  close,  should  be 
fastened  at  the  angles  of  the  levers  as  shown  in  the  engraving. 

The  use  of  any  kind  of  pinch-cock  may  be  avoided,  and  a  very 
delicate  action  obtained,  by  simply  inserting  a  not  too  tightly  fitting 
piece  of  solid  glass  rod  into  the  elastic  tube,  between  the  end  of  the 
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burette  and  the  spit,  a  firm  squeeze  being  given  by  the  finger  and 
thumb  to  the  elastic  tube  surrounding  the  rod,  a  small  canal  is 
opened,  and  thus  the  liquid  escapes,  and  of  course  can  be  controlled 
by  the  operator  at  his  will  (see  fig.  13). 


50CC 


lOCC 


i'  m 


Fig.  18. 


Fig.  14. 


THE    PIPETTE. 


§  6.  The  pipettes  used  in  volumetric  analysis  are  of  two  kindfi, 
viz.,  those  which  deliver  one  certain  quantity  only,  and  those  which 
are  graduated  on  the  stem,  so  as  to  deliver  various  quantities  at  the 
discretion  of  the  analyst.  In  the  former  kind,  or  whole  pipette, 
the  graduation  may  be  either  tliat  in  which  the  fluid  is  suffered  to 
run  out  by  its  own  weight,  or  in  wliich  it  is  blown  out  by  the 
breath.     The  best  form  is  that  in  wliich  the  liquid  flows  out  by  its 
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o^m  weight,  but  in  this  case  the  last  few  drops  emj^ty  themselves 
very  slowly ;  if,  however,  the  lower  end  of  the  pipette  be  touched 
against  the  moistened  edge  of  the  beaker  or  the  surface  of  the  fluid 
into  which  it  is  emptied,  the  flow  is  liastened  considerably,  and  in 
graduating  the  pi])ette,  it  is  preferable  to  adopt  this  plan. 

In  botli  the  whole  and  graduated  pipettes,  the  upper  end  is 
narrowed  to  about  -J  inch,  so  that  the  pressure  of  the  finger  is 
sufficient  to  arrest  the  flow  at  any  point. 

Pipettes  are  invariably  filled  by  siujking  the  upper  end  with  the 
moiitli,  unless  the  liquid  contain  volatile  or  other  highly  poisonous 
matter,  in  which  case  the  instrument  may  be  dipped  completely 
into  the  fluid,  but  if  so  the  outside  liquid  must  be  wiped  off 
before  measuring.  Beginners  invariably  find  a  difficulty  in  quickly 
filling  the  pipette  above  the  mark,  and  stopping  the  fluid  at  the 
exact  point  Practice  with  pure  water  is  the  only  method  of  over- 
coming this. 

Fig.  14  shows  two  whole  pipettes,  one  of  small  and  the  other  of 
large  capacity,  and  also  a  graduated  pipette  of  medium  size.  It 
must  be  borne  in  mind  that  the  pipette  graduated  throughout  the 
stem  is  not  a  xeHable  instrument  for  actual  analysis,  owing  to  the 
difficulty  of  stopping  the  flow  of  liquid  at  any  given  point,  and 
reading  ofl"  the  exact  measurement.  Its  chief  use  is  in  the 
approximate  estimation  of  the  strength  of  any  standard  solution 
in  the  course  of  preparation. 

THE    XSASUBIira-   FLASKS. 

§  7.  Thise  indispensable  instni- 
meuts  are  made  of  various  capacities; 
they  serve  to  mix  up  standard  solu- 
tions to  a  given  volume,  and  also 
for  the  subdivision  of  the  substance 
to  be  tested  by  means  of  the  pipettes. 
They  should  be  tolerably  wide  at  the 
mouth,  and  have  a  well-ground  glass 
stopper,  and  the  graduation  line 
shoiild  fall  just  below  the  middle  of 
the  neck,  so  as  to  allow  room  for 
shaking  up  the  fluid.  Convenient 
sizes  are  100,  200,  250,  300,  500, 
and  1000  cc,  all  graduated  to  contain 
the  respective  quantities.  If  required 
to  deliver  these  volumes  they  must 
have  a  second  higher  mark  in  the 
neck,  obtained  by  weighing  into 
the  wetted  and  ibained  flasks  the 
respective  number  of  grams  of  dis- 
tilled water  at  16'  C.  A  liter  flask 
is  shown  in  fig.  15.  Fig.  15. 
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ON    THE    OOBBEOT    BEADING    OF    aBADXJATED 
INSTBXJICSNTS. 

§  8.  The  surface  of  liquids  contained  in  narrow  tubes  is  always 
curved,  in  consequence  of  the  capillary  attraction  exerted  by  the 
sides  of  the  tube,  and  consequently  there  is  a  difficulty  in  obtaining 

a  distinct  level  in  the  fluid 
to  be  measured.  If,  how- 
ever, the  lowest  point  of  the 
curve  is  made  to  coincide 
with  the  graduation  mark, 
a  correct  proportional  read- 
ing is  always  obtained,  hence 
this  method  of  reiuling  is  the 
most  satisfactory  (see  fig.  1 6  ). 
The  eye  may  be  assisted 
materially  in  reading  the 
divisions  on  a  graduated 
tube  by  using  a  small  card. 
Pig.  16.  the  lower  half  of  which  is 

blackened,  the  upper  re- 
maining white.  If  the  line  of  division  between  the  black  and 
white  be  held  about  an  eighth  of  an  inch  below  the  surface  of  the 
liquid,  and  the  eye  brought  on  a  level  with  it,  the  meniscus  then 
can  be  seen  by  transmitted  light,  bounded  below  by  a  sharply 
defined  black  line.  A  card  of  this  kind,  sliding  up  and  down  a 
sui)i)ort,  is  of  great  use  in  verifying  the  graduation  of  the  burettes 
or  jnpettes  with  a  cathetometer.  Another  good  method 
is  to  use  a  piece  of  mirror,  upon  which  are  gummed 
two  strips  of  black  paper,  half  an  inch  apart ;  apply  it 
in  contiict  with  the  burette  so  that  the  eye  can  be 
reflected  in  the  open  space.  The  burette  or  pipette  is 
filled  with  water  at  the  proper  temperature,  and  the 
contents  of  ei\ch  division  of  10  c.c.  or  so  carefully  read 
off  with  the  telescope  and  weighed.  In  order  to  do 
this  with  pipettes  they  must  be  fixed  in  a  burette 
support,  and  have  over  their  upper  end  a  tightly  fitting 
elastic  tube  closed  with  a  jiinch-cock.  The  operator 
may  here  consult  with  advantage  the  details  of  gradu- 
ating and  verifying  measuring  instruments  for  the 
analysis  of  gases  as  described  in  Part  7.  In  taking 
the  reiwlings  of  burettes,  pij)ettes,  and  flasks,  the 
graduation  mark  shoukl  coincide  as  nearly  as  possible 
with  the  level  of  the  oj>erator's  eye. 
Erdmann's  Float.  This  useful  little  insti'ument  to  accompany 
Mohr's  burette,  gives  the  most  accurate  reading  that  can  bo 
ol)ti\ined  ;  one  of  its  forms  is  shown  in  fig.  17,  another,  contiiining 
a  theniiometer,  is  shown  in  fig.  4.     It  consists  of   an  elongateil 


Fig.  17. 
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glass  bulb,  rather  smaller  in  diameter  than  the  burette  itself,  and 
weighted  at  the  lower  end  with  a  globule  of  mercury,  like  an 
hydrometer.  It  is  drawn  to  a  point  at  the  upper  end,  and  the 
point  is  bent  roimd  so  as  to  form  a  small  hook,  by  means  of  which 
it  can  be  lifted  in  and  out  of  the  burette  with  a  bent  wire ;  a  line 
is  mrnle  with  a  diamond  round  its  middle  by  means  of  a  lathe, 
and  the  coincidence  of  this  line  with  the  graduation  mark  of  the 
burette  is  accepted  as  the  true  reading.  The  actual  height  of  the 
hquid  in  the  burette  is  not  regarded,  because  if  the  operator  begins 
with  the  line  on  the  float,  opposite  the  0  graduation  mark  on  the 
burette,  tlie  same  proi^ortional  division  is  always  maintained. 

It  is  essential  that  the  float 
should  move  up  and  down  in 
the  burette  without  wavering, 
and  the  circle  upon  it  should 
always  be  parallel  to  the 
graduations  of  the  burette. 
One  great  value  of  this  float 
is  found  in  testing  the  accuracy 
of  the  burette  itself;  it  enables 
a  strict  comparison  to  be  made 
between  say  each  10  c.c,  with 
very  slight  difterences  in  weigh- 
ing, supposing  the  instrument 
to  be  correct.  It  is  always 
well,  however,  to  bear  in  mind 
that  absolute  accuracy  cannot 
be  obtained  in  graduating  in- 
struments ;  5  or  10  milligrams 
of  water  either  way  in  10  c.c. 
may  safely  be  disregarded. 

To  })revent  evaporation  and 
the  entrance  of  dust  in  Mohr's 
burette,  while  in  use,  a  small 
Ijeaker  or  wide  test  tube  should 
be  dropped  over  its  orifice.  In 
burettes  containing  caustic  al- 
kaline solutions,  a  cork  with 
carbonic  acid  tube  should  be 
used  if  the  solution  is  allowed 
to  remain  in  them  for  any 
length  of  time. 

Besides  the  measuring  flasks 
it  is  necessary  to  have  graduated 
vessels  of  cylindrical  form,  for  the  purpose  of  preparing  standard 
solutions,  etc. 

Fig.  18  shows  a  stoppered  cylinder  for  this  purpose,  generally 
called  a  t<?st  mixer. 
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Filter  for  asoertalninff  the  end-reaetioxi  in  oertftin  pro- 
oeeeee.  This  is  shown  in  fig.  19,  and  the  instrument  is 
known  as  Be  ale's  filter.  It  serves  well  for  taking  a  few 
drops  of  clear  solution  from  any  liquid  in  which  a  pre- 
cipitate will  not  settle  readily.  To  use  it,  a  piece  of  filter 
paper  is  tied  over  the  lower  end,  and  over  that  a  piece  of 
fine  muslin  to  keep  the  paper  from  l)eing  hroken.  Wlien 
dipped  into  a  muddy  mixture,  the  clear  fluid  rises  and 
may  he  poured  out  of  the  little  spout  for  testing.  If  the 
process  in  hand  is  not  completed,  the  contents  are  washed 
back  to  the  bulk,  and  the  operation  repeated  as  often  as 
may  be  required.  Pig.  19. 

ON     THE     STSTEK     OF     WEiaHTS     AITD     KEASXTBES 
TO    BE   ADOPTED    IK   VOLXJMETBIO    ANAI<TSIS. 

§  9.  It  is  much  to  be  regretted  that  the  decimal  system  of 
weights  and  measures  used  on  the  Continent  is  not  universally 
adopted,  for  scientific  and  medicinal  purposes,  in  England.  Its 
great  advantage  is  its  uniformity  throughout.  The  unit  of  weight 
is  the  gram  (  =  15-43235  grains  troy),  and  a  gi-am  of  distilled 
water  at  V  C,  or  39"  Fahr.,  measures  exactly  a  cubic  centimeter. 
The  kilogram  contains  1000  grams,  the  liter  1000  cubic  centi- 
meters. 

It  may  not  be  out  of  place  here  to  give  a  short  description  of  the 
origin  of  the  French  decimal  system,  now  used  exclusively  for 
scientific  puqwses  in  that  coimtry,  and  also  in  Prussia,  Austria, 
Holland,  Sweden,  Denmark,  Belgium,  and  Spain. 

The  commission  ai)pointed  in  France  for  the  purpose  of  instituting 
a  decimal  system  of  weights  and  measures,  founded  their  standard 
on  the  length  of  the  meridian  arc  between  the  pole  and  equator, 
the  ten-millionth  part  of  which  was  called  the  metre  {  =  39'37 10 
English  inches),  although  the  accuracy  of  this  meiisurement  has 
been  disputed.  It  would  have  been  preferable,  as  since  proposed, 
that  the  length  of  a  pendulum  vibrating  exactly  86,400  times  in 
twenty-four  hours,  or  one  second  for  each  vibration,  equivalent  to 
39*1372  English  inches,  should  have  been  taken  as  the  standard 
m^e,  in  which  case  it  would  have  been  much  easier  to  verify  the 
standard  in  case  it  should  be  damaged  or  destroyed.  However,  the 
actual  7nkre  in  use  is  equal  to  39*371  inches,  and  from  this  standard 
its  midtiples  and  subdivisions  all  proceed  decimally ;  its  one-tenth 
part  being  the  deriinHre^  one-hundredth  the  cenHm^ey  and  one- 
thousandth  the  millimetre. 

In  accordance  with  this,  a  cube  of  distilled  water  at  its  greatest 
density,  viz.,  4**  C,  or  39**  Falir.,  whose  side  measures  one  decimeter, 
has  exactly  the  weight  of  one  kilogram,  or  1000  grams,  and  occupies 
the  volume  of  one  liter,  or  1000  cubic  centimeters. 

This  simple  relationship  between  liquids  and  solids  is  of  great 
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value  in  a  syateni  of  volumetaic  analysis,  and  even  for  ordinary 
analysis  by  weight ;  for  teclinical  purposes  it  is  equally  as  applicable 
as  the  grain  system,  the  results  being  invariably  tabulated  in 
percentages. 

With  these  brief  explanations,  therefore,  I  have  only  to  state 
that  the  Prench  decimal  system  will  be  mainly  used  throughout 
this  treatise ;  but  at  the  same  time,  those  who  may  desire  to  adhere 
to  the  ordinary  grain  weights,  can  do  so  without  interfering  with 
the  accuracy  of  the  processes  described. 

As  has  been  before  stated,  the  true  cubic  centimeter  contains 
one  gram  of  distilled  water  at  its  greatest  density,  viz.,  4°  C, 
or  39"  Fahr. ;  but  as  this  is  a  degree  of  temperature  at  which  it 
is  impoBsible  to  work  for  more  than  a  month  or  two  in  the  year,  it 
is  better  to  tidce  the  temperature  of  16''  C,  or  about  60''  Fahr.,  as 
the  standard ;  because  in  winter  most  laboratories  or  rooms  have 
furnaces  or  other  means  of  warmth,  and  in  summer  the  same 
localities  ought  not,  under  ordinary  circumstances,  to  have  a  much 
higher  degree  of  heat  than  16°  C.  In  order,  therefore,  that  the 
giaduation  of  instruments  on  the  metrical  system  may  be  as 
uniform  as  possible  with  our  own  fluid  measures,  the  cubic 
centimeter  should  contain  one  gram  of  distilled  water  at  16"  Q 
The  true  cc  {i.e,  =  1  gm.  at  4°  C,  or  39**  Fahr.)  contains  only 
0-999  gm.  (strictly  0*998981)  at  that  temperature;  but  for  con- 
venience of  working,  and  for  uniformity  with  our  own  standards 
of  volume,  it  is  better  to  make  the  cc.  contain  one  gram  at  16*  C. 
The  real  difference  is  one-thousandth  part.  The  operator,  there- 
fore, supposing  he  desires  to  graduate  his  own  measuring  flasks, 
must  weigh  into  them  250,  500,  or  1000  grams  of  distilled  water 
at  16*  C,  or  60*  Fahr. 

Fresenius  and  others  have  advocated  the  use  of  the  strict  liter 
by  the  graduation  of  instruments,  so  that  they  shall  contain 
999  gm.  at  16*  C.  Mohr,  on  the  contrary,  uses  a  1000  gm.,  at 
the  temperature  of  17 '5*,  the  real  difference  being  1*2  cc.  in  the 
liter,  or  about  one  eight-hundredth  part. 

It  will  be  seen  above  that  I  have  advocated  a  middle  course  on 
two  grounds:  (1)  That  in  testing  instruments  it  is  much  easier 
to  verify  them  by  means  of  round  numbers,  such  as  5  or  10  gm. 
(2)  That  there  are  many  thousands  of  instruments  already  in  use 
varying  between  the  two  extremes ;  and  as  these  cannot  well  be 
annihilated,  the  adoption  of  a  mean  will  give  a  less  probable  amount 
of  error  between  the  respective  instruments ;  and,  moreover,  the 
difference  between  the  liter  at  4*  and  16*  being  one-thousandth 
part^  it  is  easy  to  correct  the  measurement  for  the  exact  liter. 

It  matters  not  which  plan  is  followed,  if  all  tlie  instruments  in 
a  particular  set  coincide  with  each  other;  but  it  would  be 
manifestly  wrong  to  use  one  of  Mohr's  burettes  with  one  of 
Fresenius'  measuring  flasks.  Operators  can,  however,  witliout 
much  difficidty  re-mark  their  measuring  flasks  to  agree  with  their 
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smaller  graduated  instruments,  if  they  are  found  to  diflfer  to  any 
material  extent. 

Variations  of  Temperature. — In  the  preparation  of  standard 
solutions,  one  thing  must  especially  be  borne  in  mind;  namely, 
that  saline  substances  on  being  dissolved  in  water  have  a  consider- 
able effect  upon  the  volume  of  the  resulting  liquid.  The  same  is 
also  the  case  in  mixing  solutions  of  various  salts  or  acids  with  each 
other  (see  Gerlach,  "Specifische  Gewichte  der  Salzlosungen ; " 
also  Gerlach,  "Sp.  Gewichte  von  wasserigen  Losungen,"  Z.  a.  C. 
viii.  245). 

In  the  case  of  strong  solutions,  the  condensation  in  vohmie  is  as 
a  rule  considerable :  and,  therefore,  in  preparing  such  solutions  for 
volumetric  analysis,  or  in  diluting  such  solutions  to  a  given  volume 
for  the  purpose  of  removing  aliquot  jwrtions  subsequently  for 
examination,  sufficient  time  must  be  given  for  liquids  to  assume 
their  constant  volume  at  the  standard  temjierature.  If  the  strength 
of  a  standard  solution  is  known  for  one  temperature,  the  strength 
corresjionding  to  another  temperature  can  only  be  calculated  if  the 
rate  of  expansion  by  heat  of  the  liquid  is  known.  The  variation 
cannot  be  estimated  by  the  known  nde  of  expansion  in  distilled 
water;  for  Gerlach  has  shown  that  even  weak  solutions  of  acids 
and  salts  expand  far  more  than  water  for  certain  increments  of 
temperature.  The  rate  of  exi)ansion  for  i)ure  water  is  known, 
and  may  be  used  for  the  puqiose  of  verifying  the  graduation  of 
instruments,  wliere  extreme  accuracy  is  required.  The  following 
short  table  furnishes  the  data  for  correction. 

The  weight  of  1000  c.c.  of  wat(»r  at  t"  C,  when  determined  by 
means  of  brass  weights  in  air  of  t"  C,  and  at  0*76  m.m.  i)ressure, 
is  equal  to  1000  -  x  gm. 

Slight  variations  of  atmos})heric  pressure  may  be  entirely 
disregarded. 
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3-39 

3-63 

3-88 

413 

4-39|  4-67 

4-94 

5-24 

X  is  the  quantity  to  be  subtracted  from  1000  to  obtain  the 
weight  of  1000  c.c.  of  water  at  the  temperature  f.  Thus  at  20' 
2-74  must  be  deducted  from  1000  =  997*26. 

Bearing  the  foregoing  remarks  in  mind,  therefore,  the  safest  plan 
in  the  operations  of  volumetric  analysis,  so  far  as  measurement  is 
concerned,  is  to  use  solutions  as  dilute  as  possible.  Absolute 
accuracy  in  estimating  the  strength  of  standard  solutions  can  oidy 
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be  secured  by  weight,  the  ratio  of  the  weight  of  the  solution  to  the 
weight  of  active  substance  in  it  being  independent  of  temperature. 

Casamajor  (C.  N.  xxxv.  160)  has  made  use  of  the 
data  given  by  Matthiessen  in  his  researches  on  the  expansion 
of  glass,  water,  and  mercury,  to  construct  a  table  of  corrections  to 
be  used  in  case  of  using  any  weak  standard  solution  at  a  diflferent 
temperature  to  that  at  which  it  was  originally  standardized. 

The  expansion  of  water  is  different  at  different  temperatures ; 
the  expansion  of  glass  is  known  to  be  constant  for  all  temperatures 
up  to  100".  The  correction  of  volume,  therefore,  in  glass  burettes, 
must  }ye  the  kno\vn  expansion  of  each  c.c.  of  water  for  every  1'  C, 
less  the  known  expansion  of  glass  for  the  same  temperature. 

It  is  not  necessary  here  to  reproduce  the  entire  paper  of 
Casamajor,  but  the  results  are  shortly  given  in  the  following 
table. 

The  normal  teiupemture  is  15°  C. ;  and  the  figures  given  are  the 
relative  contractions  below,  and  expansions  above,  15"  C. 


Deg.C. 

7  — 

8  — 

9  — 
lo- 
ll— 

12  — 

13  — 

14  — 
15 

16  + 

17  + 


18  + 

19  + 


20 
21 
22 
23 


•000612 
•000690 
•000550 
•000492 
•000420 
•000334 
•000236 
•000124 
Normal 
•000147 
•000305 
•000*73 
•000652 
•000841 
•001039 
•001246 
•001462 


Deg.  C. 

24  + 

25  + 

26  + 

27  + 

28  + 

29  -f 

30  + 

31  + 

32  + 

33  -f 

34  + 

35  + 

36  + 

37  + 

38  + 

39  + 

40  + 


•001686 
•001919 
•002159 
•002405 
•002657 
•002913 
•003179 
•003453 
•003739 
•004035 
•004342 
•004660 
•004987 
•005323 
•005667 
•006040 
•006382 


By  means  of  these  numbers  it  is  easy  to  calculate  the  volume  of 
liquid  at  15"  C.  corresponding  to  any  volume  observed  at  any 
temperature.  If  35  c.c.  of  solution  has  been  used  at  37"  C,  the 
table  shows  that  1  c.c.  of  water  in  passing  from  15"  to  37"  is 
increased  to  1  ^005323  c.c. ;  therefore,  by  dividing  35  c.c.  by  1  -005323 
is  obtained  the  quotient  34-819  c.c,  which  represents  the  volume 
at  15'  corresponding  to  35  c.c.  at  37" ;  or  the  operation  can  be 
8imi)lified  by  obtaining  the  factor,  thus  : 


1 
r005323 


=  0-994705 


A  table  can  thus  be  easily  constructed  which  woidd  show  the 
factor  for  each  degree  of  temi^erature. 

These  corrections  are  useless  for  concentrated  solutions,  such  as 
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normal  alkalies  or  acids;  with  great  variations  of  temperature 
these  solutions  should  be  used  by  weight. 

The  accurate  graduation  of  burettes  and  pipettes  can  only  be 
done  by  carefully  constructed  machines,  and  is,  therefore,  generally 
speaking,  beyond  the  compass  of  the  analyst  himself ;  nevertheless, 
they  should  be  carefully  tested  by  him  before  being  used,  as, 
unfortunately,  they  do  not  always  possess  the  accuracy  to  which 
they  pretend.  In  the  verification  of  both  burettes  and  pipettes,  it 
is  only  necessary  to  allow  ten  cubic  centimeters  of  distilled  water 
to  flow  from  the  instrument  to  be  tested  into  a  dry  and  accurately 
tared  flask  or  beaker.  If  the  weight  at  16**  C,  or  60'  Fahr.,  is  10 
grams,  it  is  sufficient;  the  next  10  c.c.  may  be  tried  in  like 
maimer,  and  so  on  until  the  entire  capacity  is  proved ;  differences 
of  5  or  10  milligrams  may  be  disregarded.  Thorpe  {Quantit. 
CJieni.  Anal.  p.  119)  attaches  the  burette  or  pipette  \vith  elastic 
tube  and  pinch-cock  to  a  balance,  and  thus  weighs  the  respective 
volumes  of  fluid  deUvered. 

Graduated  flasks  are  extremely  serviceable  in  dividing  small 
quantities  of  substance  into  still  smaller  proportional  parts. 
Suppose,  for  instance,  it  is  desired  to  take  the  tenth  part  of  a 
solution  for  the  purpose  of  separating  any  single  constituent,  let 
it  be  put  into  a  200  c.c.  flask,  which  is  then  filled  to  the  mark 
with  water  or  other  appropriate  liquid,  and  well  shaken ;  20  c.c. 
taken  out  with  a  pipette  will  at  once  give  the  quantity  required. 

InBtmmentB  ffraduated  on  the  Ghrain  System. — ^Burettes,  pipettes, 
and  flasks  may  also  be  graduated  in  grains,  in  which  case  it  is  best 
to  take  10,000  grains  as  the  standard  of  measurement.  In  order 
to  lessen  the  number  of  figures  used  in  the  grain  system,  so  far 
as  hquid  measures  are  concerned,  I  propose  that  ten  fluid  grains  be 
called  a  decem,  or  for  shortness  dm. ;  this  term  corresponds  to  the 
cubic  centimeter,  bearing  the  same  proportion  to  the  10,000  grain 
measure  as  the  cubic  centimeter  does  to  the  liter,  namely,  the 
one-thousandth  part.  The  use  of  a  term  like  this  will  serve  to 
prevent  the  number  of  figures,  which  are  imavoidably  introduced 
by  the  use  of  a  small  unit  like  the  grain. 

Its  utility  is  principally  apparent  in  the  analysis  for  percentages, 
particulars  of  wliich  will  be  found  hereafter. 

The  1000  grain  burette  or  pipette  will  therefore  contain  100 
decems,  the  10,000  gr.  measure  1000  dm.,  and  so  on. 

The  capacities  of  the  various  instruments  graduated  on  the  grain 
system  may  be  as  follows : — 

Flasks :  10000,  5000,  2500,  and  1000  gre.  =  1000,  500,  250,  and 
100  dm.  Burettes :  300  grs.  in  1-gr.  divisions,  for  very  delicate 
purposes  =  30  dm.  in  ^ ;  600  grs.  in  2-gi'.  divisions,  or  ^  dm. ; 
1100  grs.  in  5-gr.  divisions,  or  i  dm. ;  1100  grs.  in  10-gr.  divisions, 
or  1  dm.  The  burettes  are  graduated  above  the  500  or  1000  grs. 
in  order  to  allow  of  analysis  for  percentages  by  the  residual  method. 
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Wtiole  pipettes  to  deliver  10,  30,  50,  100,  200,  500,  and  1000  grs., 
graduated  ditto,  100  gi-s.  iii  ^  dm. ;  500  grs.  in  J  dm. ;  1000  grs. 
in  1  dm. 

Those  who  may  desire  to  use  the  decimal  systems  constructed  on 
the  gallon  measure  =  70,000  grains,  will  bear  m  mind  that  the 
"septem"  of  Griffin,  or  the  " decimillem "  of  Acland  are  each 
equal  to  7  grs., ;  and  therefore  bear  the  same  relation  to  the 
pound  =  7000  grs.,  as  the  cubic  centimeter  does  to  the  liter,  or  the 
decern  to  the  10,000  grs.  An  entirely  different  set  of  tables  for 
calcidations,  etc.,  is  required  for  these  systems;  but  the  analyst  may 
readily  construct  them  when  once  the  princii)les  contained  in  tliis 
treatise  are  imderstood. 

70I.T71CBTBIC  AJSfALTBlS  BABBD  OH  TKS  STSTBIC  OF 
OHSMIOAIi  EaXTIVAIiSNOE  AJTB  TOE  PBSPABATIOV 
OF   irOBXAL   TITBATBD    SOI^XTTIOira. 

§  10.  Whbn  analysis  by  measure  first  came  into  use,  the  test 
solutions  were  generally  prepared  so  that  each  substance  to  be  t(\sted 
had  its  own  special  reagent;  and  the  strength  of  the  standard 
solution  was  so  calculated  as  to  give  the  residt  in  percentages. 
Consequently,  in  alkalimetry,  a  distinct  standard  acid  was  used  for 
soda,  another  for  potash,  a  third  for  ammonia,  and  so  on,  necessi- 
tating a  great  variety  of  standard  solutions. 

Griffin  and  Ure  appear  to  have  been  the  first  to  suggest  the  use 
of  standard  test  solutions  based  on  the  atomic  system ;  and  following 
in  their  steps,  Mohr  has  worked  out  and  verified  many  methods  of 
analysis,  which  are  of  great  value  to  all  who  concern  themselves 
with  scientific  and  especially  technical  chemistry,  ^ot  only  has 
Mohr  done  this,  but  in  addition  to  it,  he  has  enriched  his 
processes  with  so  many  original  investigations,  and  improved  the 
necessary  apparatus  to  such  an  extent,  that  he  may  with  justice 
be  called  the  father  of  the  volumetric  system. 

ITonnal  Solutiozui. — It  is  of  great  importance  that  no  misconcep- 
tion should  exist  as  to  what  is  meant  by  a  normal  solution ;  but  it 
does  unfortunately  occur,  as  may  be  seen  by  reference  to  the 
chemical  journals,  also  to  Muir's  translation  of  Fleischer's 
book  (see  Allen,  C.  N,  xL  239,  also  Analyst,  xiii.  181). 

Normal  solutions  as  originally  devised  are  prepared  so  that  one 
liter  at  16"  C.  shall  contain  the  hydrogen  equivalent  of  the  active 
reagent  weighed  in  grams  (H=l).  Heminomial,  quintinormal, 
detsinormal,  and  centinorraal  solutions  are  also  required,  and  may 
be  shortly  designated  as  5  ^  ^  and  y^  solutions.* 

*  It  is  mndh  to  be  regxetted  that  the  tenu  "normal,"  originally  based  on  the 
equivalent  ajstOMA,  ahonla  now  be  appropriated  by  thoee  who  advocate  the  use  of 
ewnlione  based  on  molecular  weights,  beoeuise  it  not  only  leads  to  confusion  between 
the  two  systems,  bnt  to  utter  confusion  between  the  advocates  of  the  change 
themselves.    In  Fleischer's  German  edition  of  his  Maa«analyse  the  molecular  system 
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In  the  case  of  univalent  substances,  such  as  silver,  imline, 
hydrochloric  acid,  sodium,  etc.,  the  equivalent  and  the  atomic 
(or  in  the  case  of  salts,  molecular)  weights  are  identical ;  thus,  a 
normal  solution  of  hydrochloric  acid  must  contain  36*37  grams  of 
the  acid  in  a  liter  of  fluid,  and  sodic  hydrate  40  grams.  In  the 
case  of  bivalent  substances,  such  as  lead,  calcium,  oxalic  acid, 
sulphurous  acid,  carbonates,  etc.,  the  equivalent  is  one-half  of  the 
atomic  (or  in  the  Ccose  of  salts,  molecular)  weight ;  thus,  a  normal 
solution  of  oxalic  acid  would  be  made  by  dissolving  63  grams  of 
the  crystallized  acid  in  distilled  water,  and  diluting  the  liquid  to 
the  measure  of  one  liter. 

Further,  in  the  case  of  trivalent  substances,  such  as  phosphoric 
acid,  a  normal  solution  of  sodic  pho8i)hate  would  be  made  by 
weighing  ii^-^=  1 19*3  grams  of  the  salt,  dissolving  in  distilled  water, 
and  diluting  to  the  measure  of  one  liter. 

One  important  point,  however,  must  not  be  forgotten,  namely, 
that  in  preparing  solutions  for  volumetric  analysis  the  value  of  a 
reagent  as  expressed  by  its  equivalent  hydrogen-weight  must  not 
always  be  regarded,  but  rather  its  x^articular  reaction  in  any  given 
analysis;  for  instance,  tin  is  a  quadrivalent  metal,  but  when 
using  stannous  chloride  as  a  reducing  agent  in  the  analysis  of 
iron,  the  half,  and  not  the  fourth,  of  its  molecular  weight  is 
required,  as  is  shown  by  the  equation  Fe^  Cl*^  +  Sn  Cl^  =  2  Fe  Cl^ 
+  SnCR 

In  the  same  manner  with  a  solution  of  potassic  permanganate 
Mn  KG*  when  used  as  an  oxidizing  agent,  it  is  the  available  oxygen 
which  has  to  be  taken  into  account,  and  hence  in  constructing  a 
normal  solution  one-fifth  of  its  molecular  weight  i?--  =  31'6 
grams  must  be  contained  in  the  liter. 

Other  instances  of  a  like  kind  occur,  the  detiiils  of  which  will 
be  given  in  the  proper  place. 

is  advocated,  but,  as  the  old  atomic  weights  are  used,  the  solutions  are  really,  in  the 
main,  of  the  same  strensrth  as  those  based  on  the  equivalent  system.  Pattinson 
Muir .  however,  in  his  translation,  has  thougbt  proper  to  use  modem  atomic  weights* 
and  tne  curious  result  seems  that  one  is  directed  to  prepare  a  normal  solution  of 
caustic  potash  with  39'1  grams  K  to  the  liter,  while  a  normal  potassic  carbonate  is 
to  contain  138*2  grams  KSCO^,  or  78*2  grams  K.  in  the  same  volume  of  solution. 
Again,  Muter,  in  his  Mantial  oj  JnaZytical  Chemutry,  defines  a  normal  solution  as 
having  one  molecular  weight  of  the  reagent  in  grams  per  liter :  then  follows  the 
glaring  inconsistency,  among  others,  of  directing  that  a  decinormal  solution  of  iodine 
should  contain  127  grams  of  I  per  liter,  whereas,  if  it  was  strictly  made  according 
to  the  original  definition,  it  should  contain  25*4  grams  in  the  liter. 

If  the  unit  H  be  adopted  as  the  basis  or  standard,  everything  is  simplified,  and 
actual  normal  solutions  may  be  made  and  used ;  but,  on  the  molecular  system,  this 
is,  in  many  cases,  not  only  unadvisable  but  impossible,  besides  leading  to  ridiculous 
inconsistencies.  As  Allen  points  out  in  the  reference  above,  it  is,  to  say  the  least 
of  it,  highly  inconvenient  that  the  nomenclature  of  a  standard  solution  should  be 
capable  of  two  interpretAtions.  I  have  given  the  term  tystemattc  to  this  handbook* 
and  I  maintain  that  the  equivalent  system  used  is  the  only  systematic  and  consistent 
one;  it  was  adopted  originally  by  M ohr,  followed  by  Fresenius,  and  oontinaed 
by  Classen  in  the  new  edition  of  Mohr's  Ti£rii-method«.  Allen  himself  has 
unhesitatingly  preferred  to  use  it  in  his  Organic  Jnalt/tu,  and  these,  together  witix 
this  treatise,  being  all  text-books  having  a  wide  circulation,  ought  to  settle  definite 
the  meaning  of  the  term  normal  as  applied  to  systematic  standard  solutions.  Anyhow, 
it  is  to  be  hoped  that  those  who  communicate  processes  to  the  chemical  Journals,  or 
abstracters  of  foreign  ai  tides  for  publication,  will  take  care  to  distinguish  between 
the  conflicting  systems. 
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A  farther  illustration  may  be  given  in  order  to  show  the 
methoil  of  calculating  the  results  of  this  kind  qf  analysis. 

Each  C.C.  of  ^jj  silver  solution  will  contain  ^^^qq  of  the  atomic 
weight  of  silver  =  0*010766  gm.,  and  will  exactly  precipitate 
lOQQ^  of  the  atomic  weight  of  chlorine  =  0*003537  gm.  from  any 
solution  of  a  chloride. 

In  the  case  of  normal  oxalic  acid  each  c.c.  will  contain  Yinnr  ^^ 
the  molecular  weight  of  the  acid  =  0*063  gm.,  and  will  neutralize 
7innr  ^^  ^^^®  molecular  weight  of  sodic  monocarbonate  =  0*053 
gm.,  or  will  combine  with  .>  (^q  q  of  the  atomic  weight  of  a 
dyad  metal  such  as  lead  =  0*1032  gm.,  or  will  exactly  saturate 
iflQg  of  the  molecular  weight  of  sodic  hydrate  =  0*040  gm.,  and 
80  on. 

Where  the  1000  grain  measure  is  used  as  the  standard  in  place  of 
the  liter,  63  grains  of  oxalic  acid  Avould  be  used  for  the  normal 
solution ;  but  as  1000  grains  is  too  small  a  quantity  to  make,  it  is 
better  to  weigh  630  grains,  and  make  up  the  solution  to  10,000 
grain  measures  =  1000  dm.  The  solution  would  then  have  exactly 
the  same  strength  as  if  prepared  on  the  liter  system,  as  it  is  pro- 
portionately the  same  in  chemical  power ;  and  either  solution  may 
be  used  indiscriminately  for  instruments  graduated  on  either  scale, 
bearing  in  mind  that  the  substance  to  be  tested  with  a  c.c.  burette 
mu8t  be  weighed  on  the  gram  system,  and  vice  versa,  unless  it 
be  desired  to  calculate  one  system  of  weights  into  the  other. 

The  great  convenience  of  this  equivalent  system  is,  that  the 
numbers  used  as  coefficients  for  calculation  in  any  analysis  are 
familiar,  and  the  solutions  agree  with  each  other,  volume  for 
volume.  We  have  hitherto,  however,  looked  only  at  one  side  of  its 
advantages.  For  technical  purposes  the  plan  allows  the  use  of 
all  solutions  of  systematic  strength,  and  simply  varies  the  amount 
of  substance  tested  according  to  its  equivalent  weight. 

Thus,  the  normal  solutions  say,  are — 

Crystallized  oxalic  acid  =  63  gm.  per  liter. 

Sulphuric  acid  -49  gm.       „ 

Hydrochloric  acid  =36.37  gm.  „ 

Nitric  acid  =63  gm.       „ 
Anhydrous  sodic  carbonate      =53  gm.       „ 

Sodic  hydrate  =40  gm.       „ 

Ammonia  =17  gm.       „ 

100  C.C.  of  any  one  of  these  normal  acids  should  exactly  neutralize 
100  C.C.  of  any  of  the  normal  alkalies,  or  the  corresponding  amount 
of  pure  substance  which  the  100  c.c.  contain.  In  commerce  we 
continually  meet  with  substances  used  in  manufactures  which  ai-e 
not  pure,  and  it  is  necessary  to  know  how  much  i)ure  substance 
they  contain. 

Let  us  take,  for  instance,  refined  soda  ash  (sodic  carbonate).  If 
it  were  absolutely  pure,  5*3  gm.  of  it  should  require  exactly  100  c.c. 
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of  any  normal  acid  to  saturate  it.  If  we  therefore  weigh  that 
quantity,  dissolve  it  in  water,  and  deliver  into  the  mixture  the 
normal  acid  from  a  hurette,  the  number  of  cc.  required  to  saturate 
it  will  show  the  percentage  of  pure  sodic  carbonate  in  the  sample. 
HupjKDse  90  cc.  are  required  =  90  %. 

Again — ^a  manufacturer  buys  common  oil  of  vitriol,  and  requires 
to  know  the  exact  percentage  of  pure  hydrated  acid  in  it ;  4*9  grams 
are  weighed,  diluted  with  water,  and  normal  alkali  delivered  in 
from  a  burette  till  saturated ;  the  number  of  cc  used  will  be  the 
percentage  of  real  acid.     Suppose  58*5  cc  are  required  =  58*5  %. 

On  the  grain  system,  in  the  same  way,  53  grains  of  the  sample  of 
soda  ash  would  require  90  dm.  of  normal  acid,  also  equal  to  90  %. 

Or,  supi)ose  the  analyst  desires  to  know  the  equivalent  percentage 
of  dry  caustic  soda,  free  and.  combined,  contained  in  the  above 
sample  of  soda  ash,  without  calculating  it  from  the  carbonate  found 
ajB  above,  3'1  gm.  is  treated  as  before,  and  the  number  of  cc 
required  is  the  percentage  of  sodic  oxide.  In  the  same  sample 
52*6  cc  would  be  required  =  52*6  per  cent,  of  sodic  oxide,  or  90 
per  cent,  of  sodic  carbonate. 

llCetliod  for  paroentage  of  Purity  in  Oomxnarcial  Substances. — ^Tlie 
rules,  therefore,  for  obtaining  the  percentage  of  pure  substance  in 
any  commercial  article,  such  as  alkalies,  acids,  and  various  salts, 
by  means  of  systematic  normal  solutions  such  as  have  been 
described  are  tliese — 

1.  Witli  normal  solutions  ^  or  ^'^  (according  to  its  atomicity) 
of  the  molecular  weight  in  grams  of  the  substance  to  be  analyzed 
is  to  be  weighed  for  titration,  and  the  number  of  cc  required  to 
produce  the  desired  reaction  is  the  percentage  of  the  substance 
whose  atomic  weight  has  been  used. 

With  decinormal  solutions  yj^  or  ^r^  of  the  molecular  weight 
in  grams  is  taken,  and  the  number  of  cc  required  will,  in  like 
manner,  give  the  percentage. 

Where  tlie  grain  system  is  used  it  will  be  necessary,  in  the  case 
of  titrating  with  a  normal  solution,  to  weigh  the  whole  or  half  the 
molecular  weight  of  the  substance  in  grains,  and  the  number  of 
decerns  required  will  be  the  i)ercentage. 

With  decinormal  solutions,  -j^^  or  ^^^  of  the  molecular  weiglit  in 
grains  is  taken,  and  the  number  of  ilecems  will  be  the  percentage. 

It  now  only  remains  to  say,  with  respect  to  the  system  of  weights 
and  measures  to  be  used,  that  the  analyst  is  at  liberty  to  choose  his 
own  plan.  Both  systems  are  susceptible  of  equal  accuracy,  and  he 
must  study  his  own  convenience  as  to  which  he  will  adopt.  The 
normal  solutions  prepared  on  the  gram  system  are  equally  ai)i)licable 
for  that  of  the  grain,  and  vice  verm,  so  that  there  is  no  necessity 
for  having  distinct  solutions  for  eacli  system. 

Faotors,  or  OoflAclents,  for  the  Caloulation  of  Analyves. — It 
frequently  occurs  tliat  from  the  nature  of  the  substance,  or  from 
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ite  being  in  solution,  this  percentage  method  cannot  be  conveniently 
followed.  For  instance,  suppose  the  operator  has  a  solution  con- 
taining an  unknown  quantity  of  caustic  potash,  the  strength  of 
which  lie  desires  to  know ;  a  weighed  or  measured  quantity  of  it 
is  brought  under  the  acid  burette  and  exactly  saturated,  32  c.c. 
being  required.     The  calculation  is  as  follows : — 

Tlie  molecular  weight  of  potassic  hydrate  being  56  :  100  c.c.  of 
normal  acid  will  saturate  5-6  gin. ;  therefore,  as  100  c.c.  are  to  5 '6  gm., 

so  are  32  c.c.  to  a-,— t^-^  =  1-792  gm.  KHO. 

The  simplest  way,  therefore,  to  proceed,  is  to  multiply  the 
number  of  c.c.  of  test  solution  required  in  any  aniUysis,  by  the 
iTn)Tr  (^^  iooo  ^  bivalent)  of  the  molecidar  weight  of  the  substance 
sought,  which  gives  at  once  the  amoimt  of  substance  present. 

An  example  may  be  given — I  gm.  of  marble  or  limestone  is 
taken  for  the  estimation  of  pure  calcic  carbonate,  and  exactly 
saturated  with  standard  nitric  or  hydrochloric  acid— (sulphuric  or 
oxalic  acid  are,  of  course,  not  admissible)  17*5  c.c.  are  recjuired, 
therefore  17*5  x  0*050  (the  T^nnr  ^^  ^^^®  molecular  weight  of 
CaCO^)  gives  0*875  gm.,  and  as  1  gm.  of  substance  only  was 
taken  =  87*5%  calcic  carbonate. 

Pireeervatlon  of  SolutlonB. — There  are  test  solutions  which,  in 
consequence  of  their  proneness  to  decomposition,  cannot  be  kept 
at  any  particular  strength  for  a  length  of  time ;  consequently  they 
must  be  titrated  on  every  occasion  before  being  used.  Stannous 
chloride  and  sulphurous  acids  are  examples  of  such  solutions. 
Special  vessels  have  been  devised  for  keeping  solutions  liable  to 
alter  in  strength  by  access  of  air,  as  shown  in  figs.  20  and  21. 

Fig.  20  is  especially  applicable  to  caustic  alkaline  solutions,  the 
tube  passing  through  the  caoutchouc  stopper  being  filled  with  dry 
soda-lime,  resting  on  cotton  wool. 

Fig.  21,  designed  by  Mohr,  is  a  considerable  improvement 
upon  this,  since  it  allows  of  tlie  burette  being  filled  with  the 
solution  from  the  store  bottle  quietly,  and  without  any  access  of 
air  whatever.  The  vessel  can  be  used  for  caustic  alkalies,  baryta, 
stannous  cliloride,  permanganate,  and  sulphurous  acids,  or  any  other 
liquid  liable  to  undergo  change  by  absorbing  oxygen.  Tlie  corks 
are  drietl  and  soaked  in  melted  paraffine ;  or,  still  better,  may  be 
substituted  by  caoutchouc  stoppera ;  and  a  thin  layer  of  rectified 
paraffin  oil  is  poured  on  the  top  of  the  solution,  where,  of  course, 
owing  to  its  low  specific  gravity,  it  always  floats,  placing  an 
impermeable  division  between  the  air  and  the  solution;  and  as 
this  body  (which  should  always  be  as  jmre  as  jx)ssible)  is  not 
affected  by  these  reagents  in  their  diluted  state,  this  form  offers 
great  advantages.  Solutions  not  affected  chemically  by  contact 
with  air  should  nevertheless  be  kept  in  bottles,  the  corks  or  stoppers 
of  which  are  perfectly  closed,  and  tied  over  with  india-rubber  or 
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bladder  to  prevent  evaporation,  and  should  further  be  always 
shaken  before  use,  in  case  they  are  not  quite  full.  The  influence 
of  bright  light  upon  some  solutions  is  very  detrimental  to  their 


Fi-  20, 


Fig.  21. 


chemical  stability ;  hence  it  is  advisable  to  preserve  some  solutions 
not  in  immediate  use  in  the  dark,  and  at  a  temi)erature  not 
exceeding  15  or  16°  C. 

ON   THE  DIBECT  AlH)   INDIBECT   PBOCESSES  OF 
ANAI4TSIS  AND  THEIB  TEBMINATION. 

8  11.  The  direct  method  includes  all  those  analyses  where  the 
substance  luider  examination  is  decomposed  by  simple  contact  with 
a  known  quantity  or  equivalent  proportion  of  some  other  body 
capable  of  combining  with  it,  and  where  the  end  of  the  decomposition 
is  manifested  in  the  solution  itself. 

It  also  properly  includes  those  analyses  in  which  the  substance 
reacts  upon  another  body  to  the  expulsion  of  a  representative 
equivalent  of  the  latter,  which  is  then  estimated  as  a  substitute 
for  the  thing  required. 
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Examples  of  this  metliod  are  readily  found  in  the  process  for 
the  determination  of  iron  by  potassic  permanganate,  where  the 
beaiitifiil  rose  colour  of  the  permanganate  asserts  itself  as  the  end 
of  the  reaction. 

The  testing  of  acids  and  alkalies  comes,  also,  under  this  class,  the 
great  sensitiveness  of  litmus,  or  other  indicators,  allowing  the 
most  trifling  excess  of  acid  or  alkali  to  alter  their  colour. 

The  indirect  method  is  exemplified  in  the  analysis  of  manganese 
ores,  and  also  other  peroxides  and  oxygen  acids,\  by  boiling  with 
hydrochloric  acid.  Tlie  chlorine  evolved  is  estimated  as  the 
equivalent  of  the  quantity  of  oxygen  which  has  displaced  it.  We 
are  indebted  toBunsen  for  a  most  accurate  and  valuable  series  of 
processes  based  on  this  principle. 

The  residual  method  is  such  that  the  substance  to  be  analyzed  is 
not  estimated  itself,  but  the  excess  of  some  other  body  added  for 
the  purpose  of  combining  with  it  or  of  decomposing  it ;  and  the 
quantity  or  strength  of  the  body  added  being  known,  and  the  con 
ilitions  under  which  it  enters  into  combination  being  also  known, 
by  deducting  the  remainder  or  excess  (which  exists  free)  from  the 
original  quantity,  it  gives  at  once  the  proportional  quantity  of  the 
substance  sought 

An  example  will  make  the  principle  obvious : — Suppose  that  a 
sam])le  of  native  calcic  or  baric  carbonate  is  to  be  tested.  It  is  not 
possible  to  estimate  it  with  standard  nitric  or  hydrochloric  acid  in 
tlie  exact  quantity  it  requires  for  decomjwsition.  There  must  be 
an  excess  of  acid  and  heat  applied  also  to  get  it  into  solution ;  if, 
therefore,  a  known  excessive  (quantity  of  standard  acid  be  first 
added,  and  solution  obtained,  and  the  liquid  then  titrated  backward 
^nth  an  indicator  and  standard  alkali,  the  quantity  of  free  acid  can 
be  exactly  determined,  and  consequently  that  which  is  combined 
also. 

In  some  analyses  it  is  necessary  to  add  a  substance  which  shall 
be  an  indicator  of  the  end  of  the  process ;  such,  for  instance,  is 
litmus  or  the  azo  colours  in  alkalimetry,  potassic  chromate  in  silver 
and  chlorine,  and  starch  in  iodine  estimations. 

There  are  other  processes,  the  end  of  which  can  only  be 
determined  by  an  indicator  separate  from  the  solution ;  such  is 
the  case  in  the  estimation  of  iron  by  potassic  bichromate,  where 
a  drop  of  the  liquid  is  brought  into  contact  with  another  droj)  of 
solution  of  red  potassic  prussiate  on  a  white  slab  or  plate ;  when 
a  blue  colour  ceases  to  form  by  contact  of  the  two  liquids,  the  end 
of  the  process  is  reached. 
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PART   II. 


ANALYSIS   BY   SATURATION. 


§  12.  Gay  Lussac  based  liis  system  of  alkalimetry  upon  a 
titrated  solution  of  sodic  carbonate,  with  a  corresponding  solution 
of  siUphuric  acid.  It  possesses  the  recommendation,  that  a  pure 
standard  solution  of  sodic  carbonate  can  be  more  readily  obtained 
than  any  other  form  of  alkali.  Mohr  introduced  the  use  of 
caustic  alkali  instead  of  a  carbonate,  the  strength  of  which  is 
established  by  a  standard  solution  of  oxalic  or  sulphuric  acid. 
The  advantage  in  the  latter  system  is,  that  in  titrating  acids  with 
a  caustic  alkali,  the  well-known  interference  produced  in  litmus 
by  carbonic  acid  is  avoided :  this  difficulty  is  now  overcome  with 
carbonates  by  the  new  indicators  to  be  described. 


INDICATOBS    USED    IBF 
MiKAlJXETRT. 

§13.  1.  liitmiui  Solution. — Tliis  well- 
known  indicator  is  best  prepared  as 
follows: — Extract  all  soluble  matters 
from  the  solid  litmus  by  repeated 
qxiantities  of  hot  water;  evaporate  the 
mixed  extracts  to  a  moderate  bulk,  and 
add  acetic  acid  in  sUght  excess  to  de- 
compose carbonates;  evaporate  to  a 
thick  extract,  transfer  this  to  a  beaker, 
and  add  a  large  proportion  of  hot  85- 
per-cent.  alcohol  or  methylated  spirit: 
by  this  treatment  the  blue  colour  is 
precipitated,  and  the  alkaline  acetates, 
together  with  some  red  colouring  matter, 
remain  dissolved;  the  fluid  with  pre- 
cipitate is  thrown  on  a  filter,  washed 
with  hot  spirit,  and  the  pure  colouring 
^S'  22.  matter  finally  dissolved  in  warm  distilled 

water,  through  the  filter,  for  use.* 

Another  method  gives  very  good  results.     The  crushed  litmus  is 

extracted  with  boiling  methylated  spirit,  three  or  four  times,  to 

*  It  is  preferable  to  keep  the  pasty  extract,  still  wet  with  spirit,  in  a  bottle,  and 
dissolye  a  little  in  warm  water  when  required,  adjusting  the  tint  with  very  dilute 
hydrochloric  acid  or  soda  as  the  case  may  be.  It  has  been  recommended  by  some  to 
dissolve  the  extract  in  glycerol,  as  a  preservatiye,  but  the  use  of  any  foreign  matter  for 
this  purpose,  such  as  alcohol,  boric  or  salicylic  acid,  &;c.,  ought  to  be  avoided. 
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remove  the  red  colouring  matter,  the  residue  is  digested  for  some 
time  with  cold  water,  allowed  to  settle,  the  clear  liquid  decanted, 
acidified  with  sulphuric  acid  and  boiled  to  expel  CO*.  It  is  then 
cautiously  neutralized  with  baryta  water,  and  either  filtered  or 
allowed  to  settle  clear  for  use.  Unless  a  solution  of  litmus  has 
been  sterilized  by  mercuric  chloride,  or  some  such  agent,  it  speedily 
loses  its  colour  when  kept  in  closed  bottles,  becomes  offensive  in 
smell,  and  a  rapid  fungoid  growth  occurs,  due  to  a  micrococcus.  If 
kept  in  a  vessel  open  to  the  air,  such  as  is  shown  in  fig.  22,  the 
tendency  to  this  change  is  much  lessened,  and  whenever  the  colour 
may  have  been  lost,  it  can  be  restored  by  exposing  the  solution  to 
the  air  in  an  open  dish. 

Free  carbonic  acid  interferes  considerably  with  the  production  of 
the  blue  colour,  and  its  interference  in  titrating  acid  solutions  with 
alkaline  carbonates  can  only  be  got  rid  of  by  boiling  the  liquid 
during  the  operation,  in  order  to  displace  the  gas  from  the  solution. 
If  this  is  not  done,  it  is  easy  to  overstep  the  exact  point  of  neutrality 
in  endeavouring  to  produce  the  blue  colour.  The  same  difficulty  is 
also  found  in  obtaining  the  pink-red  when  acids  are  used  for 
titrating  alkaline  carbonates,  hence  the  great  value  of  the  caustic 
alkaline  solutions  free  from  carbonic  acid  when  this  indicator  is 
used. 

It  sometimes  occurs  that  titration  by  litmus  is  required  at  night. 
Ordinary  gas  or  lamp  light  is  not  adapted  for  showing  the  reaction 
in  a  satisfactory  manner;  but  a  very  sharp  line  of  demarcation 
between  red  and  blue  may  be  found  by  using  a  monochromatic 
light.  With  the  yellow  sodium  flame  the  red  colour  appears 
perfectly  colourless,  while  the  blue  or  violet  appears  like  a  mixture 
of  black  ink  and  water.  The  transition  is  very  sudden,  and  even 
sharper  than  the  change  by  daylight. 

The  operation  should  be  conducted  in  a  perfectly  dark  room; 
and  the  flame  may  be  best  obtained  by  heating  a, piece  of  platinum 
coil  sprinkled  with  salt,  or  a  piece  of  pumice  saturated  with  a 
concentrated  solution  of  salt,  in  the  Bunsen  flame. 

2.  liitmiis  Paper. — Is  simply  made  by  dipping  strips  of 
calendered  unsized  paper  in  the  solution  and  dryijig  them;  the 
solution  used  being  rendered  blue,  red,  or  violet  as  may  be 
required. 

3.  Ck>ehlnesl  Solution. — ^This  indicator  possesses  the  advantage 
over  litmus,  that  it  is  not  so  much  modified  in  colour  by  the  presence 
of  carbonic  acid,  and  can  be  used  by  gas-light.  It  can  also  be  used 
with  the  best  effect  with  solutions  of  the  alkaline  eartlis,  such  as 
lime  and  baryta  water ;  the  colour  with  pure  alkalies  and  earths  is 
especially  sharp  and  brilliant.  The  solution  is  made  by  digesting 
1  part  of  crushed  cochineal  with  10  parts  of  25-per-cent.  alcohol. 
Its  natural  colour  is  yellowish-red,  which  is  turned  to  violet  by 
alkalies;   mineral  acids  restore  the  original  colour;   it  is  not  so 
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easily  affected  by  weak  organic  acids  as  litmus,  and  therefore  for 
tliese  acids  the  latter  is  preferable.  It  cannot  be  used  in  the  pre- 
sence of  even  traces  of  iron  or  alumina  comix)unds  or  acetates, 
which  fact  greatly  limits  its  use. 

4.  Tormerlo  Paper. — Pettenkofer,  in  his  estimation  of  car- 
bonic acid  l)y  l)aryta  water,  prefers  tunneric  jMijKjr  as  an  indicator. 
For  this  puri^se  it  is  best  prejMired  by  digesting  pieces  of  the  root, 
first  in  repeated  small  quantities  of  water  to  remove  a  portion  of 
objectionable  colouring  matter,  then  in  alcohol,  and  dipping  strips 
of  calendered  unsized  paper  into  the  alcoholic  solution,  drying  and 
l)reserving  them  in  the  dark. 

Thomi)son  in  continuance  of  his  valuable  studies  on  various 
indicators  found  that  turmeric  paper  is  of  very  little  use  for 
ammonia,  or  the  alkaline  carbonates,  or  sulphides  and  sulphites, 
but  he  i)repare(l  a  si)ecial  jmper  of  a  light  red-brown  colour,  by 
dipping  it  into  the  alcoholic  tincture  of  turmeric  rendered  slightly 
alkaline  by  caustic  soila.  If  this  paper  is  wetted  with  water  the 
colour  is  intensified  to  a  dark  red-brown  ;  when  jmrtly  immersed  in 
a  very  dilute  solution  of  an  acid,  the  wetted  jwrtion  becomes  bright 
yeUow,  while  immediately  above  this  a  moistened  dark  red-brown 
band  is  formed,  and  the  upper  dry  portion  retains  its  origmal 
colour.  This  appearance  only  occurs  in  the  titration  of  a  com- 
paratively large  ])roportion  of  an  acid,  when  the  latter  is  nearly  all 
neutralized,  and  thus  serves  to  indicate  the  near  approach  to  the 
end-reaction.  WHien  neutral  or  alkaline,  the  colour  of  the  immersed 
l)ortion  of  paper  is  simply  intensified  as  already  described.  This 
intensification  is  quite  as  decideil  as  a  change  of  tint  This  red- 
brown  pai)er  is  etiuaUy  as  sensitive  as  phenolphtlialein  for  the 
titration  of  citric,  acetic,  tartaric,  oxalic  and  other  organic  acids  by 
standanl  soda  or  potasli,  and  can  be  used  for  highly  coloured 
solutions.  It  is  also  available,  like  phenolphthalcin,  for  the 
estimation  of  small  quantities  of  acid  in  strong  alcohol. 


Indicators  derived  from  the  Azo  Colours,  etc. 

An  immense  stride  has  been  taken  in  the  application  of  these 
modern  indicators,  and  the  best  thanks  of  all  chemists  are  due  to 
R.  T.  Thompson  for  his  valuable  researches  on  .them,  read  before 
the  Chemical  Section  of  the  Philosophical  Society  of  Glasgow,  and 
published  m  their  Transactions;  also  reprinted  ((7.  N,  xlvii.  123, 
185;  xlLx.  32,  119;  J.  S.  C.  L  vi,  195).  The  exiDeriments 
recorded  in  these  papers  are  most  carefidly  carried  out,  and  the 
truthfulness  of  their  results  has  been  verified  by  Lunge  and  other 
j)ractical  men  as  well  as  by  myself. 

Space  will  only  permit  here  of  a  record  of  the  results,  fuller 
details  being  given  in  the  publications  to  which  reference  has  been 
juade. 
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5.  Kethyl  Orange,  or  para-siilpho-beiizene  azcMlimetliylaniline, 
is  prepared  by  the  action  of  diazotized  sidphanilic  acid  upon 
dimethylaniline,  the  commercial  product  being  an  ammonium  or 
sodium  salt  of  the  sulphonic  acid  thus  produced.  If  carefully 
prepared  from  the  purest  materials  it  possesses  a  bright  orange 
colour,  perfectly  soluble  in  water ;  but  the  commercial  prodxict  is 
a  powder  possessing  a  dull  orange-brown  appearance,  probably  due 
to  slight  impurities  in  the  substances  from  which  it  is  produced, 
and  often  not  completely  soluble  in  water.  Complaints  have  been 
made  by  some  operators  that  the  commercial  article  is  sometimes 
unreliable  as  an  indicator;  it  may  be  so,  but  although  I  have 
examined  many  specimens,  I  have  not  yet  found  any  in  which 
the  impurities  sensibly  affected  its  delicate  action  when  used  in 
the  proper  manner.  The  common  error  is  the  use  of  too  much 
of  it;  again,  there  is  the  personal  error  of  observation,  some 
eyes  being  much  more  sensitive  to  the  change  of  tint  than  others. 
The  great  value  of  this  indicator  is  that,  unlike  litmus  and  some 
other  agents,  it  is  totally  unaffected  by  carbonic  acid,  sulphuretted 
hydrogen,  hydrocyanic,  silicic,  boric,  arsenious,  oleic,  stearic, 
palmitic,  and  carbolic  acids,  etc.  It  must  not  be  used  for  the 
organic  acids,  such  as  oxalic,  acetic,  citric,  tartaric,  etc.,  since  the 
end-reaction  is  indefinite ;  nor  can  it  be  used  in  the  presence  of 
nitrous  acid  or  nitrites,  which  decompose  it.  It  may  safely  be 
used  for  the  estimation  of  free  mineral  acids  in  alum,  ferrous 
sulphate  or  chloride,  zinc  sidphate,  cupric  sulphate  or  chloride. 
The  acid  radical  (and  consequently  its  equivalent  metal)  in  cupric 
sulphate  and  similar  salts  may  be  estimated  with  accuracy  by 
precipitating  the  solution  with  sulphuretted  hydrogen,  filtering, 
and  titrating  the  filtrate  at  once  with  normal  alkali  and  methyl 
orange.  The  earthy  carbonates  dissolved  in  natural  waters  (and 
which  constitute  the  temporary  hardness)  may  immediately  be 
estimated  by  simple  titration  with  -^  mineral  acid  and  this 
indicator. 

Nothing  can  exceed  the  value  of  methyl  orange  for  the  accurate 
standardizing  of  any  of  the  mineral  acids  by  means  of  pure  sodic 
carbonate  in  the  cold,  the  liberated  carbonic  acid  having  practically 
no  effect,  as  is  the  case  with  many  indicators.  Its  effect  is  also 
admirable  with  ammonia  or  its  salts.  A  convenient  strength  for 
the  indicator  is  1  gram  of  the  powder  in  a  liter  of  distilled  water ; 
a  single  drop  of  the  liquid  is  sufficient  for  100  c.c.  or  more  of  any 
colourless  solution — the  colour  being  faint  yellow  if  alkaline,  and 
pink  if  acid ;  if  too  much  is  used  the  end-reaction  is  slower  and 
less  definite.  All  titrations  with  methyl  orange  should  be  carried 
on  at  ordinary  temperatures. 

There  are  two  other  azo-compounds  in  use,  more  especially  by 
continental  chemists,  which  possess  the  same  properties  and  give 
much  the  same  effect  as  methyl  orange,  namely,  Fischer's 
dimethylamido-azobenzene  and  tropoeolin  00.     My  experience  is 
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that  these  preparations  are  less  sensitive  than  metliyl  orange,  and 
wherever  they  are  recommended  for  any  pi-ocess  of  titration  the 
latter  may  he  suhstituted  with  advantage. 

€u  Fhenacetoliai. — This  siihstance  is  prepared  by  boiling  together 
for  several  hours  eqnal  molecular  proportions  of  phenol,  acetic 
anhydride,  and  sulphuric  add.  The  product  is  well  washed  with 
water  to  remove  excess  of  acid  and  dried  for  use ;  it  is  soluble 
only  in  alcohol,  and  a  convenient  strength  is  :2  gm.  per  liter.  The 
solution  is  dark  brown,  which  gives  a  scarcely  perceptible  yellow 
with  caustic  soda  or  potash,  when  a  few  drops  are  used  with  tiie 
ordinary  volumes  of  liquid.  With  ammonia  and  the  normal 
alkaline  carbonates  it  gives  a  dark  pink,  with  bicarbonate  a  mach 
more  intense  pink,  and  with  mineral  acids  a  golden  yellow.  This 
indicator  may  be  used  to  estimate  the  amount  of  caustic  potash 
or  Boda  in  the  presence  of  their  normal  carbonates  if  the  proportion 
of  the  former  is  not  very  small,  or  of  caustic  lime  in  the  presence 
of  carbonate. 

Practice  however  is  required  with  solutions  of  known  compositian, 
so  as  to  acquire  knowledge  of  the  exact  shades  of  colour. 

7,  n>«iiolplLtlial«tii. — This  substance  is  obtained  by  heating 
together  at  120°  C,  for  ten  or  twelve  hours,  five  parts  of  phthalic 
anhydride,  ten  of  phenol,  and  four  of  sulphuric  acid ;  the  product 
is  boiled  with  water,  and  the  residue  dissolved  in  dilute  soda  aaid 
filtered.  The  filtrate  contains  the  phenolphthalein,  wluch  may 
be  precipitated  by  neutralising  with  acetic  and  hydrochloric  acids, 
and  purified  by  solution  in  alcohol,  boiling  with  animal  charcoal 
and  re-precipitating  with  boiling  water ;  it  is  of  a  resinous  nature, 
but  quite  soluble  in  50-peT-cent.  alcohol,  A  convenient  strengtli 
is  5  gmL  per  liter. 

A  few  drops  of  the  indicator  show  no  colour  in  the  ordinary' 
volumes  of  neutral  or  acid  liquids ;  the  faintest  excess  of  caustic 
alkalies,  on  the  other  hand,  gives  a  sudden  change  to  purple-red. 

This  indicator  is  useless  for  the  titration  of  free  ammonia,  or  its 
compounds,  or  for  the  fixed  alkalies  when  salts  of  ammonia  are 
present.*     It  is  also  -very  easily  affected  by  CO^  and  SH^. 

It  may  however  be  used  like  phenacetolin  for  estimating  the 
proportionfl  of  hydrate  and  carbonate  of  soda  or  potash  in  the 
same  sample  where  the  proportion  of  hydrate  is  not  too  small. 
Unlike  methyl  orange,  this  indicator  is  especially  useful  in  titrating 
all  varieties  of  organic  acids;  viz.,  oxalic,  acetic,  citric,  tartaric, 
etc. 

One  great  advantage  possessed  by  phenolphthalein  is,  that  it 
may  be  used  in  alcoholic  solutions,  or  mixtures  of  alcohol  and 

*  Loue  (Amtr.  Chgn.  Jour,  zi,  84)  states*  and  my  own  ecpcrimeiits  sapport  him,  tbrt 
IQiis  disaavantRfTe  may  "be  remedied  in  many  cases  by  using  a  Urge  proportion  of  the 
IndioBtor  and  a  low  tanperatmre. 
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•ether,'^  and  therefore  many  organic  acids  insoluble  in  water  may 
be  accurately  titrated  by  its  help ;  in  addition  to  this  it  may  be 
used  to  estimate  the  acid  combined  with  many  organic  bases, 
such  as  morphia,  quinia,  brucia,  etc.,  the  base  having  no  effect 
on  the  indicator. 

8.  BcMolio  Add,  also  known  as  Aurin  or  Corallin,  is  soluble 
in  50-per-cent  alcohol,  and  a  convenient  strength  is  2  gm.  per  liter. 
Its  colour  is  pale  yeDow,  unaffected  by  acids,  but  turning  to  violet- 
Ted  with  alkalies.  It  possesses  the  advantage  over  litmus  and  the 
other  indicators,  that  it  can  be  relied  upon  for  the  neutralization  of 
sulphurous  acid  with  ammonium  to  normal  sulphite  (Thompson). 
Its  delicacy  is  sensibly  affected  by  salts  of  ammonia  and  by  carbonic 
acid.  It  is  excellent  for  all  the"  mineral,  but  not  reliable  for  the 
organic  acids,  excepting  oxalic. 

9.  Lacmoid. — ^This  indicator  is  a  product  of  resorcin,  and  is 
therefore  somewhat  allied  to  litmus  ;  nevertheless,  it  differs  from  it 
in  many  respects,  and  has  a  pronounced  and  valuable  character  of 
its  own,  especially  when  used  in  the  form  of  paper.  It  may  be 
prepared  by  heating  gradually  to  110°  C.  a  mixture  of  100  parts 
resorcin,  five  parts  sodic  nitrite,  and  five  parts  water;  after  the 
violent  reaction  moderates,  it  is  heated  to  120°  C  until  evolution 
of  ammonia  ceases.  Tlie  residue  is  dissolved  in  warm  water,  and 
the  lacmoid  precipitated  therefrom  by  hydrochloric  acid;  it  is 
well  washed  from  free  acid  and  dried  for  use.  Lacmoid  is  soluble 
in  dilute  alcohol,  and  the  indicator  is  best  made  by  dissolving 
2  gm.  to  the  liter. 

10.  lAcmoid  Paper. — This  is  prepared  by  dipping  slips  of 
calendered  unsized  paper  into  the  blue  or  red  solution,  and  drying 
them. 

Thompson  states  that,  in  nearly  every  particular,  lacmoid  paper, 
either  blue  or  red,  is  an  excellent  substitute  for  methyl  orange, 
and  may  be  employed  in  titrating  coloured  solutions  where  the 
latter  would  be  useless.  Solution  of  lacmoid,  on  the  other  hand, 
is  not  so  valuable  as  the  paper,  inasmuch  as  it  is  more  easily  affected 
by  weak  acids  such  as  carbonic,  boric,  etc. 

There  are  a  host  of  other  indicators  belonging  to  the  same  category 
as  tdiose  mentioned  above,  such  as  Congo  red,  Porrier's  blue, 
iluorescin,  etc. ;  but  as  they  have  no  special  advantages  over  them, 
and  indeed  are  practically  inferior  in  delicacy,  no  description  of 
them  will  be  given  here. 

*  H.  N.  and  C.  Draper  (C.  N.  !▼.  143)  have  shown  that  thia  indicator  ia  rapidly 
decompoaed  by  atmoaplieric  carbonic  add,  wbich  ia  more  readily  absorbed  by  alcohol 
than  1^  water.  Fortunately  this  is  less  the  case  with  hot  solutions  than  with  oold ; 
titrationa  of  this  kind  ahonld  therefore  be  quickly  done,  and  with  not  too  snudl « 
qoastity  of  tiie  Indieator. 

D  2 
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Special  indicators  for  certain  purposes,  such  as  potassic  chroniate 
for  silver,  ferric  sulphate  for  sulphocyanitles,  etc.,  will  be  described 
in  their  proper  place. 


SHOBT  STJMMABT  OF  THOMPSON'S  BESTJXTS  WITH 
INDICATOBS  AND  PITBE  SAINTS  OF  THE  ALKAI.IES 
AND    ALKALINE    EABTHS. 

The  whole  of  the  base  or  acid  in  the  foUowing  list  of  substances 
may  be  estimated  with  delicacy  and  precision  imless  otherwise 
mentioned. 

liitmiui  Cold. — Hydrates  of  soda,  i)otasli,  ammonia,  lime,  baryta, 
etc. ;  arsenites  of  soda  and  potash,  and  silicates  of  the  same  bases  ; 
nitric,  sulphuric,  hydrochloric,  and  oxalic  acids. 

liltmuB  Boiling:. — The  neutral  and  acid  carbonates  of  potash, 
soda,  lime,  baryta,  and  magnesia,  the  sulphides  of  sodium  and 
ix)tassium,  and  the  silicates  of  the  same  bases. 

Kethyl  Orangre  Cold. — The  hydrates,  carbonates,  bicarbonates, 
sulphides,  arsenites,  silicates,  and  borates  of  soda,  potash,  ammonia, 
lime,  magnesia,  baryta,  etc.,  all  the  mineral  acids,  sidphites,  half  the 
base  in  the  alkaline  and  eariihy  alkaline  phosphates  and  arseniates. 

BoBolic  Acid  Cold. — ^The  whole  of  the  base  or  acid  may  be 
estimated  in  the  hydrates  of  potash,  soda,  ammonia,  and  arsenites 
of  the  same ;  the  mineral  and  oxalic  acids. 

BoBolio  Acid  Boiling:. — The  alkaline  and  earthy  hydrates  and 
carbonates,  bicarbonates,  sulphides,  arsenites,  and  silicates. 

Fhenacetolin  Cold. — The  hydrates,  arsenites,  and  silicates  of  the 
alkalies ;  the  mineral  acids. 

FhenacetoUn  Boiling:. — The  alkaline  and  earthy  hydrates,  car- 
bonates, bicarbonates,  sulphides,  arsenites,  and  silicates. 

Fhenolphthalein  Cold. — The  alkaline  hydrates,  except  ammonia ; 
the  mineral  acids,  oxalic,  citric,  tartaric,  acetic,  and  other  organic 
acids. 

Fhenolphthalein  Boiling:. — The  alkaline  and  earthy  hydrates, 
carbonates,  bicarbonates,  and  sulphides,  always  excepting  anunonia 
and  its  salts. 

Ijacmoid  Cold. — The  alkaline  and  earthy  hydrates,  arsenites  and 
borates,  and  the  mineral  acids.    Many  salts  of  the  metals  which  are 
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more  or  less  acid  to  litmus  are  neutral  to  lacmoid,  such  as  tlie 
sulphates  and  chlorides  of  iron,  copper,  and  zinc ;  therefore  tliis 
indicator  serves  for  estimating  free  acids  in  such  solutions. 

lAomoid  Bollinff. — The  hydrates,  carbonates,  and  bicarbonates  of 
pota-sh,  soda,  and  alkaline  earths. 

lAcmoid  Paper. — The  alkaline  and  earthy  hydrates,  carbonates, 
bicarbonates,  8ul})hides,  arsenites,  silicates,  and  Iwrates ;  the  mineral 
acids ;  half  of  the  base  in  sulphites,  phosphates,  arseniates. 

This  indicator  re-acts  alkaline  with  the  chromates  of  potiish  or 
sotla,  but  neutral  with  the  bichromates,  so  that  a  mixture  of  the 
two,  or  of  bichromates  with  free  chromic  acid,  may  be  titrated  by 
its  aid,  which  could  also  be  done  with  methyl  orange  were  it  not 
for  the  colour  of  the  solutions. 

The  following  substances  can  be  determined  by  standard 
alcoholic  potash,  with  phenolphtlialein  as  indicator.  One  c.c. 
normal  caustic  i)otash  (1  c.c.  =  '056  gm.  KHO)  is  equal  to — 
(Hehner  and  Allen) 


•088  gm. 

butyric  acid. 

•1007  gm.    tributyrin. 

•282     „ 

oleic  acid. 

•2947     „      triolein. 

•256     „ 

palmitic  acid. 

•2687     „      tripalmitin. 

•284     „ 

stearic  acid. 

•2967     „     tristearin. 

•410     „ 

cerotic  acid. 

•6760     „      mvricin. 

*329 '    „     resin  acids  (ordinary  colophony,  chiefly  sylvic  acid). 


General   CharaoterlaticB   of  the   Foreffoinff   Indicators. 

It  is  interesting  to  notice  the  different  degrees  of  sensitiveness 
shown  by  indicators  used  in  testing  acids  and  alkalies.  This  is  well 
illustrated  by  Thompson's  experiments,  where  he  used  solutions 
of  the  indicator  containing  a  known  weight  of  the  solid  material, 
and  so  adjusted  as  to  give,  as  near  as  could  be  judged,  the  same 
intensity  of  colour  in  the  reaction. 

It  was  found  that  lacmoid,  rosolic  acid,  phenacetolin,  and 
phenolphthalein  were  capable  of  sliowing  the  change  of  colour 
with  one-fifth  of  the  quantity  of  acid  or  alkali  which  was  required 
in  the  «ise  of  methyl  orange  or  litmus;  that  is  to  say,  in  100  c.c. 
of  liquid,  where  the  latter  took  0*5  c.c,  the  same  effect  with  the 
former  was  gained  by  0^1  c.c. 

Another  important  distinction  is  shown  in  their  respective 
behaviour  with  mineral  and  organic  acids. 

It  is  true  the  whole  of  them  are  alike  serviceable  for  the 
mineral  acids  and  fixed  alkalies;  but  they  differ  considerably  in 
the  case  of  the  organic  acids  and  ammonia.  Methyl  orange 
and  lacmoid  appear  to  be  most  sensitive  to  alkalies,  while 
phenolphthalein  is  most  sensitive  to  acids;  the  others  appear  to 
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occupy  a  position  between  these  extremes,  each  shoeing,  however, 
special  peculiarities.  The  distinction,  however,  is  so  marked,  that, 
as  Thompson  says,  it  is  possible  to  have  a  Hquid  which  may  be 
acid  to  phenolphthalein  and  alkaline  to  lacmoid. 

The  presence  of  certain  neutral  salts  has,  too,  a  definite  effect 
on  the  sensitiveness  of  certain  indicators.  Sulphates,  nitrates, 
chlorides,  etc.,  retard  the  action  of  methyl  orange  slightly,  while  in 
the  case  of  phenacetolin  and  phenolphthalein  they  have  no  effect. 
On  the  other  hand,  neutral  salts  of  ammonia  have  such  a  disturbing 
influence  on  the  latter  as  to  render  it  useless,  unless  with  si3ecial 
precautions. 

Nitrous  acid  alters  the  composition  of  methyl  orange ;  so  also 
do  nitrites  when  existing  in  any  quantity.  Forbes  Carpenter 
has  noted  this  effect  in  testing  the  exit  gases  of  vitriol  chambers 
(J.  S,  a  I.  V.  287). 

Sulphites  of  tlie  fixed  alkalies  and  alkaline  earths  are  practically 
neutnd  to  phenolphthalein,  but  alkaline  to  litmus,  methyl  orange, 
and  phenacetolin. 

Sulphides,  again,  can  be  accurately  titrated  with  methyl  orange 
in  the  cold,  and  on  boiling  off  the  H^S  a  tolerably  accurate  result  can 
be  obtained  with  litmus  and  phenacetoliji,  but  with  phenolphthalein 
the  neutral  point  occurs  when  half  the  alkali  is  saturated.  The 
phosphates  of  the  alkalies,  arseniates,  and  arsenites,  also  vary  in 
their  effects  on  the  various  indicators. 

Again,  boric  acid  and  the  borates  can  be  very  accurately  titrated 
by  help  of  methyl  orange  or  lacmoid  paper,  but  the  other  indicators 
are  practically  useless. 

Thompson  classifies  the  usual  neutrality  indicators  into  three 
groups.  The  methyl  orange  group,  comprisijig  that  sul)stance, 
together  with  lacmoid,  dimethylamidobenzene,  cochineal  and  Congo 
red;  the  phenolphthalein  group,  consisting  of  itself  and  turmeric;  the 
litmus  group,  including  litmus,  rosolic  acid,  and  phenacetolin.  The 
methyl  orange  group  are  most  susceptible  to  lUkalies,  tlie  phen- 
olphthalein to  acids,  and  the  litmus  somewhat  between  tlie  two. 
This  cLissification  has  nothing  to  do  with  delicacy  of  reaction,  but 
with  the  special  behaviour  of  the  indicator  under  the  same  circum- 
stances ;  for  instance,  saliva,  which  is  generally  neutral  to  litmus 
paper,  is  always  strongly  alkalme  to  lacmoid  or  Congo  red,  and  acid 
to  tunneric  paper.  Fresh  milk  reacts  very  much  in  the  same  way. 
No  absolutely  hanl  and  fast  line  can  however  be  drawn. 

Thompson  gives  the  following  tjible  as  an  epitome  of  the  resides 
obtained  with  indicators,  and  on  which  several  processes  have  been 
based.  The  figures  refer  to  the  number  of  atoms  of  hydrogen 
disi)laced  l)y  the  monatomic  metals,  sodium  or  potassiimi,  in  the 
form  of  hydrates.  AMiere  a  blank  is  left  it  is  meant  that  the  end- 
reaction  is  obscure.  The  figures  ajvply  also  to  ammonia,  except 
where  phenolphthalein  is  concerned,  and  when  boilmg  solutions  are 
used.     Calcic  and  baric  hydrates  also  give  similar  results,  except 
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where  insoluble  compounds  are  produced  Lacmoid  paper  acts  in 
every  resi>ect  like  methyl  orange,  except  that  it  is  not  adffected  by 
nitrous  acid  or  its  compounds.  Turmeric  paper  behaves  exactly 
like  phenolphthalein  \Fith  the  mineral  acids  and  also  with  thio- 
sulphuric  and  organic  acids. 


AeidB. 

1 

BCetfayl  OnBge.|FhanolphtlialeixL 

Litmus. 

NanflL           1    Tocmola.   i 

Cold. 

OakL.    iBoiliiiff. 

Cold. 

BmUag. 

Sulphuric   .    .     IPSO*       \ 

2 

2   ; 

2 

2 

2 

Hydrochloric  .     HCI 

1 

1       1 

1 

1 

1 

Nitric     .    .    . 

h:no=» 

1 

1 

1 

1 

1 

Thiosulphiiric . 

H«S»0» 

2 

2 

2 

2 

2 

Carbonic     .    .     H^CO^ 

0 

IdUute 

0 



0 

Sulphurous      .  '  H^O» 

1 

2 



Hydrosulphuric   H^ 

0 

1  dilute 

0 



0 

Phosphoric.    .  1  H*K)* 

1 

2 

— 

— 



Anenio  .    .    .  !  H^'AsO^ 

1 

2 







Arsenious  .    .     H*AsO»     [ 

0 

i 



0 

0 

Nitroua ...     HNO* 

udleator  dMtroyed 

1 



1 

Silicic    .    .    .     H^SiO* 

0 





0 

0 

Boric.    ...     H?BC)* 

0 





Chromic      .     .  '  BPCrO* 

1 

2 

2 

__ 

__ 

Oxalic    .    .    .     KH?0*     1 

— 

2 

2 

2 

2 

Acetic    .    .    .     HC^H'O- 

— 

1 



ln«»ly 

Butyric.    .    .     KC*H702 

1 

— 

1  nearly 



Succinic      .     . 

H^C^H^O^ 

— 

2 

— 

2  nearly 



Lactic     .     .    . 

HC»H»0» 

— 

1 

— 

1 



Tartttric.    .     . 

H2C*HHy^ 

— 

2 



2 



Citric     ...  1  HHy^HW, 

— 

3      i 

— 

^~ 

— 

Allen  (PJicarfiu  Jour.y  May  11th,  1889)  clearly  points  out  that 
the  acid  which  enters  into  the  composition  of  an  indicator  must  be 
weaker  than  the  acid  which  it  is  required  to  estimate  by  its  meana 
The  acid  of  which  methyl  orange  is  a  salt  is  a  tolerably  strong  one, 
since  it  is  only  completely  displaced  by  the  mineral  acids;-  the 
oigfuiic  acids  are  not  strong  enough  to  overpower  it  completely, 
hence  the  uncertainty  of  the  end-reaction.  The  still  weaker  ajcids, 
such  as  carbonic,  hydrocyanic,  boric,  oleic,  etc.,  do  not  decompose 
the  indicator  at  all,  hence  their  salts  may  be  titrated  by  it,  just  as 
if  the  bases  only  were  present.  On  the  other  hand  the  acid  of 
phenolphthalein  is  extremely  weak,  hence  its  salts  are  easily 
decomposed  by  the  organic  and  carbonic  acids.  A  combination  of 
the  two  indicators  is  frequently  of  service ;  say,  for  instance,  in  a 
mixture  of  normal  and  acid  sodic  carbonate,  if  first  titrated  with 
phenolphthalein  and  standard  mineral  acid,  the  rose  colour  dis- 
appears exactly  at  tlie  point  when  the  normal  carbonate  is  saturated, 
the  bicarbonate  can  then  be  found  by  continuing  the  operation 
with  methyl  orange.  The  study  of  these  new  indicators  is  still 
imperfect,  and  requires  further  elucidation ;  meantime  there  can  be 
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no  question  that  the  use  of  sucli  as  have  been  described  is  an 
immense  advance  upon  the  old-fashioned  litmus. 


PBEFABATION    OF    THE    l^OBMAL    ACID    AND    AliKALINE 
SOLUTIONS. 

§  14.  It  is  quite  possible  to  carry  out  the  titration  of  acids 
and  alkalies  with  only  one  standard  liquid  of  each  kind ;  but  it 
frequently  happens  that  standard  acids  or  alkalies  are  required 
in  other  processes  of  titration  beside  mere  saturation,  and  it  is 
therefore  advisable  to  have  a  variety. 

Above  all  things  it  is  absolutely  necessary  to  have,  at  least,  one 
standard  acid  and  alkali  prepared  witli  the  most  scnipulous  accuracy, 
to  use  as  foundations  for  all  others. 

I  prefer  sulphuric  acid  for  the  normal  acid  solution,  inasmuch  as 
there  is  no  difficulty  in  getting  the  purest  acid  in  commerce.  The 
normal  acid  made  witli  it  is  totally  unaffected  by  boiling,  even 
when  of  full  strength,  which  cannot  be  said  of  either  nitric  or 
hydrocliloric  acid.  Hydrochloric  acid  is  however  generally  pre- 
ferred by  alkali  makers,  owing  to  its  giving  soluble  compounds 
with  lime  and  similar  bases.  Nitric  and  oxalic  acids  are  also 
sometimes  convenient. 

Sodic  carbonate,  on  the  other  hand,  is  to  be  preferred  for  the 
standard  alkali,  because  it  can  readily  be  obtained  in  a  perfectly 
jmre  stiite,  or  can  be  easily  made  by  heating  pure  bicarbonate  to  a 
temperature  of  150"  or  200°  C.  for  some  hours  in  an  air  bath,  or 
gently  igniting  over  the  gas  for  ten  or  fifteen  minutes. 

The  chief  difficulty  hitherto  with  sodic  carbonate  has  been,  that 
with  litmus  as  indicator,  the  titration  must  be  carried  on  at  a 
boiling  heat  in  order  to  get  rid  of  carbonic  acid,  which  hinders  the 
pure  blue  colour  of  the  indicator,  notwithstanding  the  alkali  may 
bo  in  great  excess.  This  difficulty  is  now  set  tiside  by  the  use  of 
methyl  orange.  In  case  the  operator  has  not  this  indicator 
at  hand,  litnnis  gives  perfectly  accurate  results,  if  the  satumtion 
is  conducted  by  rapidly  boiling  the  liquid  in  a  thin  flask  for  a 
minute  after  each  addition  of  acid  imtil  the  point  is  reached 
when  one  drop  of  acid  in  excess  gives  a  i)ink-red  colour,  which  is 
not  altered  by  further  boiling. 

As  has  been  previously  said,  these  two  standards  must  be  pre- 
pared with  the  utmost  care,  since  uj>on  their  correct  preparation 
and  preservation  depends  the  verification  of  other  standanl 
solutions. 

It  may,  however,  be  remarked,  that  in  place  of  a  standard  solution 
of  sodic  carbonate,  which  is  of  lijnited  use  for  general  purposes, 
the  pure  anhydrous  salt  may  be  used  for  the  rigid  adjustment  of 
normal  acid.  In  this  case  about  2  or  3  grams  of  pure  Na^CO^ 
are  freshly  heated  to  diUl  retlness  for  a  few  minutes  in  a  weighed 
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platinum  crucible,  cooled  under  an  exsiccator,  the  exact  weight 
taken,  then  transferred  to  a  flask  by  nueans  of  a  funnel,  through 
which  it  is  washed  and  dissolved  with  distilled  water,  methyl 
orange  added,  and  the  operation  completed  by  running  the  acid 
of  unknown  strength  from  a  burette  divided  into  ^  c.c.  into  the 
soda  solution  in  small  quantities  until  exact  saturation  occurs. 

A  second  ix)rtion  of  sodic  carbonate  should  now  be  weighed  as 
before,  but  not  of  necessity  exactly  the  same  quantity.  Its  exact 
weight  must  be  noted ;  the  saturation  is  carried  out  precisely  as  at 
first  The  data  for  ascertaining  the  exact  strength  of  the  acid  solu- 
tion by  calculation  are  now  in  hand. 

A  strictly  normal  acid  should  at  16"  C.  exactly  saturate  sodic 
car})onate  in  the  proportion  of  100  c.c.  to  5*3  gm. 

Suppose  that  2*46  gm.  sodic  carbonate  required  41*5  c.c.  of  the 
acid  in  the  first  experiment,  then 

2-46  :  5-3  :  :  41-5  :a;  =  89*4  c.c. 

Again:  2*153  gm.  sodic  carbonate  required  36*32  c.c.  of  acid, 
then 

2-153  :  5-3  :  :  3632  :  x  =  89-4  c.c. 

The  acid  may  now^  be  adjusted  by  measuring  890  c.c.  into  the 
graduated  liter  cylinder,  adding  4  c.c.  from  the  burette,  or  with  a 
small  pipette,  and  filling  to  the  liter  mark  with  distilled  w^ater. 

Finally,  the  strength  of  the  acid  so  prepared  must  be  proved  by 
taking  a  fresh  quantity  of  soilic  carbonate,  or  by  titration  with  a 
normal  sotlic  carbonate  solution  pre\'iously  made  by  direct  weighing 
of  53  gm.  to  the  liter,  and  using  not  less  than  50  c.c.  for  the 
titration,  so  as  to  avoid  as  much  as  ]>ossible  the  personal  errors  of 
measurement  in  small  quantities.  If  the  measuring  instruments 
all  agree,  and  the  operations  are  all  conducted  with  due  care,  a 
drop  or  two  in  excess  of  either  acid  or  alkali  in  50  c.c.  should 
suffice  to  reverse  the  colour  of  the  indicator. 


1.    Normal   Sodio   Carbonate. 
53  gm.  i!^a2C03  per  liter. 

This  solution  is  made  by  dissolving  53  gm.  of  pure  sodic 
monocarbonate,  previously  gently  ignited  and  cooled,  in  distilled 
water,  and  diluting  to  1  liter  at  16**  C.  If  the  pure  salt  is  not  at 
hand,  the  solution  may  be  made  as  follows : — 

About  85  gm.  of  pure  sodic  l)icarbonate,  free  from  thiosulphate, 
are  heated  to  dull  redness  (not  to  fusion)  in  a  platinum  crucible, 
for  fully  ten  minutes,  to  expel  one-half  of  the  carbonic  acid,  then 
place<l  under  an  exsiccator  to  cool ;  when  placed  upon  the  balance 
it  will  be  found  that  very  little  more  than  53  gm.  remains.  The 
excess  is  removed  as  quickly  as  possible,  and  the  contents  of  the 
crucible  washed  into  a  beaker,  and  as  soon  as  the  salt  is  dissolved 
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the  solutioii  is  decanted  into  a  liter  flask  and  filled  up  to  the  mark 
with  distilled  wter  at  16'  C. 


2.    Nomud.  Potttssio    Carbonate. 
69  gm.  K2G03  per  liter. 

This  solution  is  sometimes,  though  rarely,  preferable  to  the  soda 
salt,  and  is  of  service  for  tlie  estimation  of  combined  acids  in  certain. 
cases,  where,  by  boiling  the  compound  with  this  agent,  an  inter- 
change of  acid  and  base  occurs. 

It  cannot  be  prepared  by  direct  weighing  of  the  potassic  carbonate, 
and  is  therefore  best  established  by  titrating  a  solution  of  unlaiOTvn 
strength  with  strictly  normal  acid. 

3.    Normal   Sulphuric   Acid. 
49  gm.  H^SO*  per  liter. 

About  30  c.c.  of  pure  sulphuric  acid  of  sp.  gr.  1*840,  or  there- 
abouts, are  mixed  with  three  or  four  times  the  volume  of  distilled 
water  and  allowed  to  cool,  then  put  into  the  graduated  cylinder  and 
diluted  up  to  the  liter.  The  solution  may  now  be  roughly  tested 
by  normal  alkali,  which  is  best  done  by  putting  20  c.c.  into  a 
small  beaker  or  flask  with  methyl  orange,  and  allowing  the  acid  to 
flow  from  a  burette,  divided  into  ^tj  c.c,  until  lie  point  of 
neutrality  is  reached.  If  more  than  20  c.c.  are  required,  the  acid  is 
too  weak  ;  if  less,  too  strong.  If  the  acid  from  which  tlie  solution 
was  made  was  of  the  sp.  gr.  mentioned,  it  will  generally  be 
too  strong,  which  is  preferable.  The  final  adjustment  with  sodic 
carbonate  may  now  be  made  as  before  described. 

The  solution  may  also  be  controlled  by  precipitation  with  baric 
cliloride,  in  which  case  10  c.c.  should  produce  as  much  baric 
sulphate  iis  is  equal  to  0*49  gm.  of  sulphuric  acid,  or  49  gm.  per 
liter. 

4.    Normal   Ozallo   Aisid. 

63  gm.  C204H2,2H20,  or  45  gm.  C^O^Ha  per  Hter. 

This  solution  cannot  very  well  be  established  by  direct  weighing, 
owing  to  uncertain  hydration  ;  hence  it  must  be  titrated  by  normal 
alkali  of  known  accuracy. 

The  solution  is  apt  to  deposit  some  of  the  acid  at  low  tempera- 
tures, but  keeps  well  if  preserved  from  direct  sunlight,  and  will 
bear  heating  without  volatilizing  the  acid.  Very  dilute  solutions 
of  oxalic  acid  are  very  unstable ;  thei-efore,  if  a  decinormal  or 
centinomial  solution  is  at  any  time  required,  it  should  be  made 
when  wanted.  Some  operators  prefer  i)otassic  tetra^oxalate  to 
oxalic  acid,  because  the  actual  strength  of  the  normal  solution  may 
at  any  time  be  verified   by  evaporating  a  measiu^d  volimie  to 
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diyness,  igniting  and  weighing  the  resulting  potassic  carbonate; 
as  this  salt  is>  however,  extremely  hygroscopic,  an  error  may  easily 
occur. 

5.    Normal   Hydroohloric   Aoid. 

36-37  gm.  HCl  per  liter. 

It  has  been  shown  by  Roscoe  and  Dittmar  (/.  C"  S.  xii.  128, 
1860)  that  a  solution  of  hydrochloric  acid  containing  20*2  per  cent 
of  the  gas  when  boiled  at  about  760  m.m.  pressure,  loses  acid  and 
"water  in  the  same  proportion,  and  the  residue  will  therefore  have 
the  constant  composition  of  20*2  per  cent,  or  a  specific  gravity  of 
I'lO.  About  181  gm.  of  acid  of  this  gravity,  diluted  to  one  liter, 
serves  very  well  to  form  an  approximate  normal  acid. 

The  actual  strength  may  be  determined  by  precipitation  with 
silver  nitrate,  or  by  titration  with  an  exactly  weighed  quantity  of 
pure  sodic  monocarbonate.  Hydrochloric  acid  is  useful  on  account 
of  its  forming  soluble  compounds  with  the  alkaline  earths,  but  it  has 
the  disadvantage  of  volatilizing  at  a  boiling  heat  Dittmar  says 
that  this  may  be  prevented  by  adding  a  few  grams  of  sodic  sulphate. 
In  many  cases  this  would  be  inadmissible,  for  the  same  reason  that 
sulphuric  acid  cannot  be  used.  The  hydrochloric  acid  from  which 
standard  solutions  are  made  must  be  free  from  chlorine  gas  or 
metallic  chlorides,  and  shoidd  leave  no  residue  when  evaporated  in 
a  platinum  vessel. 

6.     ITormal   Nitrio   Acid. 
63  gm.  HNO»  per  liter. 

A  rigidly  exact  normal  acid  shoidd  be  established  by  sodic 
carbonate,  as  in  the  case  of  normal  sulphuric  and  hydrochloric  acids. 

The  nitric  acid  used  should  be  colourless,  free  from  cldorine  and 
nitrous  acid,  sp.  gr.  from  1*35  to  1*4.  If  coloured  from  the 
presence  of  nitrous  or  hyponitrous  acids,  it  should  be  mixed  with 
two  volumes  of  water,  and  boiled  until  white.  When  cold  it  may 
be  diluted  and  titrated  as  previously  described. 

7.    Normal  Cauatio  Soda  or  Potash. 
40  gm.  mHO  or  56  gm.  KHO  per  liter. 

Pure  caustic  soda  made  from  metallic  sodium  may  now  be  readily 
obtained  in  commerce,  and  hence  it  is  easy  to  prepare  a  standard 
solution  of  exceeding  purity,  by  simply  dissolving  the  substance  in 
distilled  water  till  of  about  1*05  sp.  gr.,  or  about  50  gm.  to  the 
liter,  roughly  estimating  its  strength  by  nonnal  acid  and  methyl 
orange;  then  finally  adjusting  the  exact  strength  by  titrating 
50  c.c.  with  normal  acid. 

However  pure  caustic  soda  or  potash  may  otherwise  be,  they  are 
both  in  danger  of   absorbing  carbonic  acid,  and  hence  in  using 
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litmus  the  titration  must  be  comlucted  with  boiling.  Methyl 
orange  pennits  the  use  of  these  solutions  at  ortlinary  temperature 
notwithstanding  the  presence  of  CO^. 

Soda  and  potash  may  both  be  obtained  in  commerce  sufficiently 
pure  for  all  ordinary  titration  purposes,  but  in  case  they  are  not  at 
hand  the  requisite  solutions  may  be  prepared  as  follows : — 

Two  parts  of  pure  sodic  or  potassic  carbonate  are  to  be  dissolved 
in  twenty  parts  of  distilled  water,  and  boiled  in  a  clean  iron  pot ; 
during  the  boiling,  one  part  of  fresh  quick-lime,  made  into  a  cream 
with  water,  is  to  be  added  little  by  little,  and  the  whole  boiled  until 
all  the  carbonic  acid  is  removed,  wliich  may  be  known  by  the  clear 
solution  producing  no  effervescence  on  the  addition  of  dilute  acid  ; 
the  vessel  is  covered  closely,  and  set  aside  to  cool  and  settle ;  when 
cold,  the  clear  supernatant  liquid  should  be  poured  or  drawn  off 
and  titrated  by  normal  acid,  and  made  of  the  proper  strength 
as  directed  for  sulphuric  acid. 

Soda  solutions  may  be  freed  from  traces  of  chlorine,  sulphuric, 
silicic,  and  carbonic  acids,  by  shaking  with  Millon^s  base, 
trimercur-ammonium  (C.  N.  xlii.  8). 

In  preparing  these  alkaline  solutions,  they  should  be  exposed  as 
little  as  possible  to  the  air,  and  when  the  strength  is  finally  settled, 
should  be  preserved  in  one  of  the  bottles  shown  in  fig.  19  or  20. 


8.     Semi-normal   Am.monia. 
8*5  gm.  XH3  per  liter 

For  some  years  past  I  have  used  this  strength  of  standartl 
ammonia  for  saturation  analyses,  and  have  been  fully  satisfied  with 
its  behaviour ;  it  is  cleanly,  does  not  readily  absorb  carbonic  acid, 
holds  its  strength  well  for  two  or  three  months  when  kept  in  a  cool 
place  and  well  stoppered  ;  and  can  at  any  time  be  prepared  in  a  few 
minutes,  by  simply  diluting  strong  solution  of  ammonia  with  fresh 
distilled  water. 

A  normal  solution  cannot  be  used  with  safety,  owing  to  evapora- 
tion of  the  gas  at  ortlinary  tempemtures. 

It  is  necessary  to  add  that,  even  in  the  c^ase  of  ^  strengtli, 
the  solution  should  be  titrated  from  time  to  time  against  correct 
nornifil  acid.  ^0"  ammonia  keeps  its  strength  for  a  long  time 
in  well-closed  bottles. 

9.     Standard   Gaiiatic   Baryta    (Pettenkofer). 

Especially  serviceable  for  tree  carbonic  acid  and  coloured  acid 
liquids,  such  as  commercial  vinegars,  etc. 

The  solution  of  caustic  baryta  is  best  made  from  the  crystallized 
hydrate.  It  is  not  advisable  to  have  the  solution  too  concentrated, 
since,  when  it  is  near  complete  siituration  it  is  apt  to  dej^osit  the 
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hydrate  at  low  temperature.  The  corresponding  acid  may  be  either 
^  oxalic,  nitric,  or  hydrochloric.  Oxalic  acid  is  recommended  by 
Pettenkofer  for  carbonic  acid  estimation,  because  it  has  no  effect 
upon  the  baric  carbonate  suspended  in  weak  solutions ;  but  there  is 
the  serious  drawback  in  oxalic  acid,  that  in  dilute  solution  it  is 
liable  to  rapid  decomposition  ;  and  as  in  my  experience  y^  hydro- 
chloric acid  in  dilute  mixtures  has  no  effect  upon  the  suspended 
bciric  carbonate,  it  is  preferable  to  use  this  acid. 

The  baryta  solution  is  subject  to  constant  change  by  absorption 
of  carbonic  acid,  but  this  may  be  prevented  to  a  great  extent  by 
I)reser\4ng  it  in  the  bottle  shown  in  fig.  20.  A  thin  layer  of 
petroleum  oil  on  the  surface  of  the  liquid  preserves  the  baryta  at 
one  strength  for  a  long  period. 

The  reaction  between  baryta  and  yellow  turmeric  paper  is  very 
dehcate,  so  that  the  merest  trace  of  baryta  in  excess  gives  a  decided 
hrown  tinge  to  the  edge  of  the  spot  made  by  a  glass  rod  on  the 
turmeric  paper.  If  the  substance  to  be  titrated  is  not  too  highly 
coloured,  litmus  may  be  used  as  an  approximate  indicator  in  the 
mixture;  this  enables  the  operator  to  find  the  exact  point  of 
saturation  more  conveniently. 

10.    Kormal  Amxnonio-Caprlo  Solution  for  Acetic  Acid  and  free 
AcidB  and  Bases  in  Earthy  and  Metallic  Solutions. 

This  acidimetric  solution  is  prepared  by  dissolving  pure  cupric 
sulphate  in  warm  water,  and  adding  to  the  clear  solution  liquid 
ammonia,  until  the  bluish-green  precipitate  which  first  appears  is 
nearly  chssolved ;  the  solution  is  then  filtered  into  the  graduated 
cylinder,  and  titrated  by  allowing  it  to  flow  from  a  pipette  graduated 
in  4  or  Y^y  c.c.  into  10  or  20  c.c.  of  normal  sulphuric  or  nitric  acid 
(not  oxalic).  AVliile  the  acid  remains  in  excess,  the  bluish-green 
precipitate  which  occurs  as  the  drop  falls  into  the  acid  rapidly 
disappears ;  but  so  soon  as  the  exact  point  of  saturation  occurs,  the 
previously  clear  solution  is  rendered  turbid  by  the  precipitate 
remaining  insoluble  in  the  neutral  liquid. 

The  process  is  especially  serviceable  for  the  estimation  of  the  free 
acid  existing  in  certain  metallic  solutions,  i.e.  mother-liquors,  etc., 
where  the  neutral  compounds  of  such  metals  have  an  acid  reaction 
on  litmus — such  as  the  oxides  of  zinc,  copper,  and  magnesia,  and 
the  protoxides  of  iron,  manganese,  cobalt,  and  nickel;  it  is  also 
applicable  to  acetic  and  the  mineral  acids. 

If  cupric  nitrate  be  used  for  preparing  the  solution  instead  of 
sulphate,  the  presence  of  barium,  or  strontium,  or  metals  precipitable 
hy  sulphuric  acid  is  of  no  consequence.  The  solution  is  stand- 
ardizetl  by  normal  nitric  or  sulj)huric  acid ;  and  as  it  slightly  alters 
by  keeping,  a  coeflficient  must  be  foimd  from  time  to  time  by 
titrating  with  normal  acid,  by  which  to  calculate  the  results 
systematically.     Oxides  or  carbonates  of  magnesia,  zinc,  or  other 
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admissible  metals,  are  dissolved  in  excess  of  normal  nitric  acid, 
and  titrated  residually  with  the  copper  solution. 

JSxample:  1  gm.  pure  zinc  oxide  was  dissolved  in  27  c.c.  normal  acid, 
and  2*8  c.c.  normal  copper  solution  required  to  produce  the  precipitate 
=24*7  C.C.  acid;  this  multiplied  by  0'0406,  the  ccMsfficient  for  zinc  oxide, 
=  1-000  gm. 


ESTIHATION  OF  THE  COBBBCT  STBBNaTH  OF  STANDABD 
80LT7TI0NS  NOT  STBICTLT  NOBMAIi  OB  STSTEMATIC. 

§  15.  In  discussing  the  preparation  of  the  foregoing  standard 
solutions,  it  has  been  assumed  that  they  shall  be  strictly  and 
absolutely  correct;  that  is  to  say,  if  the  same  measure  be  filled 
first  with  any  alkaline  solution,  then  with  an  acid  solution,  and  the 
two  mixed  together,  a  perfectly  neutral  solution  shall  result,  so  that 
a  drop  or  two  either  way  will  upset  the  equilibrium. 

Where  it  is  possible  to  weigh  directly  a  pure  dry  substance,  this 
approximation  may  be  very  closely  reached.  Sodic  monocarbonate, 
for  instance,  admits  of  being  thus  accurately  weighed.  On  the 
other  hand,  the  caustic  alkalies  cannot  be  so  weighed,  nor  can 
the  liquid  acids.  An  approximate  quantity,  therefore,  of  these 
substances  must  be  taken,  and  the  exact  power  of  tlie  solution 
found  by  experiment 

In  titrating  such  solutions  it  is  exceedingly  difficult  to  make  them 
so  exact  in  strength,  that  the  precise  quantity,  to  a  drop  or  two, 
shall  neutralize  each  other.  In  technical  matters  a  near  approxima- 
tion  may  be  sufficient,  but  in  scientific  investigations  it  is  of  the 
greatest  importance  that  the  utmost  accuracy  should  be  obtained ; 
it  is  therefore  advisable  to  ascertain  the  actual  difference,  and  to 
mark  it  upon  the  vessels  in  which  the  solutions  are  kept,  so  that  a 
«light  calculation  will  give  the  exact  resuh. 

Supj)ose,  for  instance,  that  a  standard  sulphuric  acid  is  prepaired, 
which  does  not  rigidly  agree  with  the  normal  sodic  carbonate  (not 
at  all  an  uncommon  occurrence,  as  it  is  exceedingly  difficult  to  hit 
the  precise  point) ;  in  order  to  find  out  the  exact  difference  it  must 
be  carefully  titrated  as  in  §  14.  Suppose  the  weight  of  sodic 
carbonate  to  be  1'9  gm.,  it  is  then  dissolved  and  titrated  witli  the 
standard  acid,  of  which  36*1  c.c.  are  required  to  reach  the  exact 
neutral  point. 

If  the  acid  were  rigidly  exact  it  should  require  35 "SS  c.c. ;  in 
order,  therefore,  to  find  the  factor  necessary  to  bring  the  quantity  of 
acid  used  in  the  analysis  to  an  equivalent  quantity  of  normal 
strength,  the  number  of  c.c.  actually  used  must  be  taken  as  the 
denominator,  and  the  number  which  should  have  been  used,  had 
the  acid  been  strictly  normal,  as  the  numerator,  thus — 

35^85  _ 

361    -^'^^^'> 
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0*993  is  therefore  the  factor  by  which  it  is  necessary  to  multiply 
the  nimiber  of  cc.  of  that  particular  acid  used  in  any  analysis 
in  ortler  to  reduce  it  to  normal  strength,  and  should  be  marked 
upon  the  bottle  in  which  it  is  kept. 

On  the  other  hand,  suppose  that  the  acid  is  too  strong,  and  that 
35'2  cc.  were  required  instead  of  35*85, 

35-85     ,  ^,,, 
35:2-=^  1-0184; 

1*0184  is  therefore  the  factor  by  which  it  is  necessary  to  multiply 
the  number  of  cc.  of  that  particular  acid  in  order  to  bring  it  to 
the  normal  strength.  This  plan  is  much  better  than  dodging  about 
with  additions  of  water  or  acid. 

TTnder  all  circumstances,  it  is  safer  to  prove  the  strength,  of  any 
standard  solution  by  experiment,  even  "though  its  constituent  has 
been  accurately  weighed  in  the  dry  and  pure  state. 

Further,  let  us  suppose  that  a  solution  of  caustic  soda  is  "to  be 
made  by  means  of  lime  as  described  previously.  After  pouring  off 
the  clear  liquid,  water  is  added  to  the  sediment  to  extract  more 
alkaline  solution ;  by  this  means  we  may  obtain  two  solutions,  one 
of  which  is  stronger  than  necessary,  and  the  other  weaker.  Instead 
of  mixing  them  in  various  proportions  and  repeatedly  trying  the 
strength,  we  may  find,  by  two  experiments  and  a  calculation, 
the  proportions  of  each  necessary  to  give  a  normal  solution, 
thus: — 

The  exact  actual  strength  of  each  solution  is  first  found,  by 
separately  running  into  10  cc  of  normal  acid  as  much  of  each 
alkaline  solution  as  will  exactly  neutralize  it.  We  have,  then,  in 
the  case  of  the  stronger  solution,  a  number  of  cc  required  less 
than  10.     Let  us  call  this  number  V. 

In  the  weaker  solution  the  number  of  cc  is  greater  than  10, 
represented  by  v,  A  volume  of  the  stronger  solution  =  x  will 
saturate  10  cc  of  normal  acid  as  often  as  V  is  contained  in  x, 

A  vohime  of  the  weaker  solution  =  y  will,  in  like  manner,  saturate 

10  y  10  a;  10  ?/, 
cc  of  normal  acid :  both  together  saturate     ^j     + 

and  the  volume  of  the  saturated  acid  is  precisely  that  of  the  two 
liquids,  thus—  jq  ^        ^^ 

V-+-/  =  ^  +  2/. 

^^'^^^  lOvx+\OYy^Yvx  +  \vy 

vx{lO  ^Y)  =  Yy(v  -  10). 
And  lastly,  ^       V  fc  -  10) 

y  -  V  (10  -  V) 

An  example  will  render  this  clear.  A  solution  of  caustic  soda 
was  taken,  of  which  5*8  cc  were  required  to  satiurate  10  cc  normal 
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acid  ;  of  another  solution,  12 '7  c.c.  were  required.     The  volumes  of 
each  necessary  to  form  a  normal  solution  were  found  as  follows : — 


5-8  (12-7- 
12-7  (10   - 


10)=  15-66 
5-8)  =  53-34 


Therefore,  if  the  solutions  are  mixed  in  the  proportion  of  15*66 
c.c.  of  the  stronger  with  53-34  c.c.  of  the  weaker,  a  correct  solution 
ought  to  result.  The  same  principle  of  adjustment  is,  of  course, 
applicable  to  standard  solutions  of  every  class. 

Again :  suppose  that  a  standard  solution  of  sulphuric  acid  has 
l)een  made,  approximating  as  nearly  as  possible  to  the  normal 
strength,  and  its  exact  value  found  by  precipitation  with  baric 
chloride,  or  a  standard  hydrochloric  acid  with  silver  nitrate,  and 
such  a  solution  has  been  calculated  to  require  the  coefficient  0-995 
to  convert  it  to  normal  strength, — by  the  help  of  this  solution, 
though  not  strictly  normal,  we  may  titrate  an  approximately  normal 
alkaline  solution  thus : — Two  trials  of  the  acid  and  alkaline  solu- 
tions show  that  50  c.c.  alkali  =  48*5  c.c.  acid,  having  a  coefficient 
of  0-995  =  48-25  c.c.  normal ;  then,  according  to  the  equation, 
a;  50  =  48-25  is  the  required  coefficient  for  the  alkali. 

48-25     ^^^^ 
-  50   =^'^^^- 

And  here,  in  the  case  of  the  alkaline  solution  being  sodic  carbonate, 
we  can  bring  it  to  exact  normal  strength  by  a  calculation  based  on 
the  equivalent  weight  of  the  salt,  thus — 

1  :  0-965  :  :  53  :  51  145. 

The  difference  between  the  two  latter  numbers  is  1  '855  gm.,  and 
this  weight  of  pure  sodic  carbonate,  added  to  one  liter  of  the 
solution,  will  bring  it  to  normal  strength. 
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TABLE    FOB  THB    STSTEKATIO    ANAIiTSIS  OF  ALKALIES, 
ALKALINE    EABTHS    AND    ACIDS. 


SulntBiico. 


Formula. 


.  Soda 

Sodio  Hydrate      .    . 
!  Sodic  Carbonate  .    . 

Sodic  Bicarbonate 
! 
1  Potaflh 

Potossic  Hydrate .  .  I 
I  Potaasic  Carbonate  .  ' 
1  Potassic  Bicarbonate 

^  Ammonia    .... 
Ammonic  Carbonate  . 

•  Xiime  (Calcic  Oxide) 

Calcic  Hydrate     . 
I  Calcic  Carbonate  . 

I  Baric  Hydrate 
Bo.    (Crystals) 
Baric  Carbonate  . 

.  Strontia  .... 
Strontic  Carbonate 

Magnesia    .    .    . 
'  Magnesic  Carbonate 


Nitric  Acid  .  . 
Hydrochloric  Acid 
Sulphuric  Acid 
Oxalic  Acid 
Acetic  Acid  . 
Tartaric  Acid  . 
Citric  Acid .  . 
Carbonic  Acid . 


Na'O 

NaHO 

Na2C03 

NaHCO* 

K^O 

KHO 

K2C0» 

KHC03 

NH» 
(NH^)2C0» 

CaO 
CaHK)2 
CaCO» 

BaH^O^ 

BaO«H2(H20)» 

BaC03 

SrO 
SrCO» 

MgO 
MgCO> 

HN03 
HCl 

ffSO* 
!  C20^H2(H20)2 
I       C*0»H* 

C*0«H« 

I       co^ 


62 

40 

106 

84 

94 

66 
138 
100 

17 
96 

56 

74 

100 

171 
315 
197 

103-5 
1475 

40 
84 


36-87 

98 
126 

60 
150 
210 

44 


31  gm. 
4'Ogm. 
5*3  gm. 
8*4  gm. 

4*7  gm. 

5*6  gm. 

6*9  gm. 

100  gm. 

1-7  gm. 

4-8  gm. 

2*8  gm. 
37  gm. 
5'Ogm. 

8*55  gm. 

15-75  gm. 

9-85  gm. 

5-175  gm. 
7-375  gm. 

2-00  gm. 
4*20  gm. 

6*3  gm. 
3*637  gm. 
4-9  gm. 
63  gm. 
60  gm. 
7*5  gm. 
70  gm. 


I 

1 0081 

0-040 
I  0-053 
'0-084 
I 
!0047 

0056 

0069 

0100 

0017 
'0-048 

0-028 
'  0037 
0050 

00855 
01575 
00985 

005175 
I  0-07375 

I  0020 
0-042 

0063 

0-08637 

0-049 

0063 

0-060 

0-075 

0-070 

0-022 


*  This  is  the  ooeffioient  by  which  the  number  of  o.c.  of  normal  solation  naed  in 
aaj  axukiytia  is  to  be  multiplied,  in  order  to  obtain  the  amount  of  pure  snbetanoe 
present  in  the  material  examined. 

If  grain  weights  are  used  instead  of  grams,  the  decimal  point  must  be  mored 
one  place  to  the  richt  to  give  the  necestarj  weight  for  examination:  thus  sodio 
carbonate,  instead  of  5*3  gm.,  would  be  53  grains ;  the  normal  factor  in  this  case  would 
alao  be  altered  to  0-53. 
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THE    TITRATION    OF    AliKAIilKE    SAIiTS. 
1.    Canstlo  Soda  or  Potash,  and  their  Neutral  or  Acid  Carbonates. 

§  16.  The  necessary  quantity  of  substance  being  weighed  or 
measured,  as  the  case  may  be,  and  mixed  with  distilled  water  to  a 
proper  state  of  dilution  (say  about  one  per  cent,  of  solid  material), 
an  appropriate  indicator  is  added,  and  the  solution  is  ready  for  tho 
burette.  I^ormal  acid  is  then  cautiously  added  from  a  burette 
till  the  change  of  colour  occur.  In  the  case  of  caustic  alkalies 
free  from  CO^,  the  end-reaction  is  very  sharp  with  any  of  the 
indicators ;  but  if  CO^  is  present,  the  only  available  indicaters  in 
the  cold  are  methyl  orange  or  lacmoid  paper.  If  the  other  indica- 
tors are  used,  the  CO^  must  be  boiled  off  after  each  addition  of  acid. 

In  examining  carbonates  of  potash  or  soda,  or  mixtures  of  caustic 
and  carbonate,  where  it  is  only  necessary  to  ascertain  the  total 
alkalinity,  the  same  method  applies. 

In  the  examinations  of  samples  of  commercial  refined  soda  or 
potash  salts,  it  is  advisable  to  proceed  as  follows : — 

Powder  and  mix  the  sample  thoroughly,  weigh  10  gm.  in  a  platinum  or 
porcelain  crucible,  and  ignite  gently  over  a  spirit  or  gas  lamp,  and  allow  the 
crucible  to  cool  under  the  exsiccator.  Weigh  again,  the  loss  of  weight  gives 
the  moisture ;  wash  the  contents  of  the  crucible  into  a  beaker,  dissolve  and 
filter  if  necessary,  and  dilute  to  the  exact  measure  of  500  c.c.  with  distilled 
water  in  a  half-liter  flask ;  after  mixing  it  thoroughly  take  out  50  c.c.= 1  gm. 
of  alkali  with  a  pipette,  and  empty  it  into  a  «nall  flask,  bring  the  flask  under 
a  burette  containing  normal  acid  and  graduated  to  ^  or  ^V  <'•<'•>  allow  the  acid 
to  flow  cautiously  as  before  directed,  until  the  neutral  point  is  reached :  the 
process  may  then  be  repeated  several  times  if  neoessarj',  m  order  to  be  certain 
of  the  correctness  of  the  analysis. 

Ssndual  TitrcUion :  As  the  presence  of  carbonic  acid  with  litmus  and  the 
other  indicators,  except  methyl  orange,  always  tends  to  confuse  the  exact  end 
of  the  process,  the  difficulty  is  best  overcome,  in  the  case  of  not  using  methyl 
orange,  by  allowing  an  excess  of  acid  to  flow  into  the  alkali,  boiling  to  expel 
the  CO^,  and  then  cautiously  adding  normal  caustic  alkali,  drop  by  drop, 
until  the  liquid  suddenly  changes  colour;  by  deducting  the  quantity  of 
caujstic  alkali  from  tho  quantity  of  acid  originally  used,  the  exact  volume  of 
acid  necessary  to  saturate  the  1  gm.  of  alkali  is  ascertained. 

This  method  of  re-titration  gives  a  very  sharp  end-reaction,  as 
there  is  no  carbonic  acid  present  to  interfere  with  the  deUcacy  of 
the  indicator.  It  is  a  procedure  sometimes  necessary  in  other  case8^ 
owing  to  the  interference  of  impurities  dissipated  by  boiling,  e.</. 
sulphuretted  hydrogen,  which  would  otherwise  bleach  the  indicator, 
except  in  the  case  of  methyl  orange  and  lacmoid  paper,  either  of 
which  are  indiflTerent  to  H^S  in  the  cold.  An  example  will  make 
the  plan  clear : — 

Hxample :  50  c.c.  of  the  solution  of  alkali  prepared  as  directed,  equal  to 
1  gm.  of  the  sample,  is  put  into  a  flask,  and  20  c.c.  of  normal  acid  allowed  to 
flow  into  it ;  it  is  then  boiled  and  shaken  till  all  CO^  is  expelled,  and  normal 
caustic  alkali  added  till  the  neutral  point  is  reached ;  the  quantity  required 
is  3'4  c.c,  which  deducted  from  20  c.c.  of  acid  leaves  16*6  c.c.    The  foUow- 
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ing  oalGiilation,  therefore,  gives  the  peroentage  of  iml  alkali,  supposing  it 
to  be  soda: — 31  is  the  half  molecular  weight  of  dry  soda  (NaH)*)  and  I.  q.c. 
of  the  acid  is  equal  to  0*031  gm.,  therefore  16*6  c.c.  is  multiplied  by  0*031, 
which  gives  0*5146;  and  as  1  gm.  was  taken,  the  decimal  point  is  maved 
two  plaoies  to  the  right,  which  gives  51*46  per  cent,  of  reid  alkali ;  if  calculated 
as  carbonate^  the  16*6  would  be  multiplied  by  0*053,  which  gives  O'ST^a^gm. 
=87^98  percent. 

a.    Kiand   Caostio   and   Carbonated    A11»llT»i»   Salts. 

The  alkaline  salts  of  commerce,  and  also  alkaline  lyes  used  in 
soap,  paper,  starch,  and  otlier  manufactories,  consist  often  of  a 
mixture  of  caustic  and  carbonated  alkali.  If  it  be  desired  to 
ascertain  the  proportion  in  which  these  mixtures  occur,  the  total 
alkaline  power  of  a  weighed  or  measured  quantity  of  substance  (not 
exceeding  1  or  2  gm.)  is  ascertained  by  normal  acid  and  noted ;  a 
like  quantity  is  then  dissolved  in  about  150  c.c.  of  water  in  a 
200  c.c.  flask,  and  enough  solution  of  baric  chloride  added  to 
Temove  all  carbonic  acid  from  the  soda  or  potash. 

Watson  Smith  has  shown  (/.  S.  G.  L  i.  85)  that  whenever  an 
excess  of  baric  chloride  is  used  in  this  precipitation  so  as  to  fbrm. 
l)aric  hydrate,  there  is  an  invariable  loss  of  soda :  exact  precipita- 
tion is  the  only  way  to  secure  accuracy. 

The  flask  is  now  filled  up  to  the  200  c.c.  mark  with  distilled 
water,  securely  stoppered,  and  put  aside  to  settle.  Wlien  the 
supernatant  Hquid  is  clear,  take  out  50  c.c.  with  a  pipette,  and 
titrate  with  normal  hydrochloric  acid  to  the  neutral  point.  The 
numl^er  of  c.c.  multiplied  by  4  will  be  the  quantity  of  acid  required 
for  the  caustic  alkali  in  tlie  original  weight  of  substance,  because 
only  one-fourth  was  taken  for  analysis.  The  difference  is  calculated 
as  carbonate,  or  the  precipitated  baric  carbonate  may  be  thrown 
upon  a  dry  filter,  washed  well  and  quickly  with  boiling  water,  and 
titrated  with  normal  acid,  insteatl  of  the  original  analysis  for  the 
total  alkalinity ;  or  both  plans  may  be  adoi)ted  as  a  check  upon 
each  other. 

The  principle  of  this  method  is,  that  when  baric  chloride  is  added 
to  a  mixture  of  caustic  and  carbonated  alkali,  the  carbonic  acid  of 
the  latter  is  precipitated  as  an  ecpiivalent  of  baric  carbonate,  while 
the  equivalent  })roportion  of  caustic  alkali  remains  in  solution  as 
baric  hydrate.  By  multiplying  the  number  of  c.c.  of  acid  required 
to  saturate  this  free  alkali  with  the  xthht  ^toi^ic  weight  of  caustic 
potash  or  scxla,  according  to  the  alkali  present,  the  quantity  of 
substance  originally  present  in  this  state  will  be  ascertamed. 

As  caustic  baryta  absorbs  CO^  very  readily  when  exposed  to  the 
atmosphere,  it  is  preferable  to  allow  the  precipitate  of  baric 
carbonate  to  settle  in  the  flask  as  here  described,  rather  than  to 
filter  the  solution  as  recommended  by  some  operators,  especially 
also  as  the  filter  obstinately  retains  some  baric  hydrate. 

*  Thetionunsrcial  standard  fso  called  EngHiih  test)  often  used  is  32  (being  basedon 
the  old  erroneonB  equiralent  of  Na=^i>. 

E   2 
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A  very  slight  error,  however,  occurs  in  all  such  cases,  in 
consequence  of  the  volume  of  the  precipitate  being  included  in 
the  measured  liquid. 

R  Williams  (/.  S.  C,  I.  vi.  346)  estimates  the  caustic  soda  in 
soda  ash  by  digesting  a  weighed  quantity  in  strong  alcohol  in  a 
tightly  stoppered  flask  with  frequent  shaking  and  finally  allowing 
to  stand  overnight;  the  undissolved  carbonate  is  filtered  off, 
washed  with  alcohol  until  a  drop  gives  no  alkaline  reaction — 
the  filtrate  and  washings  are  then  titrated  witli  normal  acid  and 
phenolphthalein. 

Peter  Hart  recommends  the  following  method  of  ascertaining 
the  relative  proportions  of  caustic  and  carbonated  soda  in  soda  ash: — 
50  grains  of  the  sample  is  dissolved  in  10  ounces  of  water, 
phenolplithalein  added,  and  the  standard  acid  (1  dm.  =  0*5  gm. 
Na^O)  slowly  run  in  until  the  colour  disappears.  At  this  point  tdl 
the  caustic  soda  and  oiie-half  the  carbonate  has  been  neutralized, 
say  30  dm.  has  been  used.  To  the  same  solution  (in  which  the 
soda  now  exists  as  bicarbonate)  methyl  orange  is  added,  and  the 
titration  continued  until  pink :  the  burette  now  reads  50  dm. 
Then  50—30  =  20  as  NaHCO^  but  as  this  origmally  existed  in  the 
sample  as  Xa^CO^,  this  figure  must  be  doubled  =  40,  which 
deducted  from  50  leaves  10  dm.  as  representing  the  caustic  soda 
in  the  sample. 

8.    Estimation   of  Hydrates   of   Soda   or   Potash   with   small 
proportions   of   Carbonate. 

This  may  be  accomplished  by  means  of  phenacetolin  (Lunge, 
J.  S.  C.  L  i.  56.)  The  alkaline  solution  is  coloured  of  a  scarcely 
perceptible  yellow  with  a  few  drops  of  the  indicator.  Tlie 
standard  acid  is  then  run  in  until  the  yellow  gives  place  to  a  pale 
rose  tint :  at  this  point  all  the  caustic  alkali  is  saturated,  and  the 
volume  of  acid  used  is  noted.  Further  addition  of  acid  now 
intensifies  this  red  colour  until  the  carbonate  is  decomj^osed,  when 
a  clear  golden  yellow  results.  The  neutralization  of  the  NaHO  or 
the  KHO  is  indicated  by  a  rose  tint  permanent  on  standing ;  that 
of  Na^CO^  or  K^CO^  by  the  sudden  passage  from  red  to  yellow. 

Practice  is  required  with  solutions  of  known  composition  to 
accustom  the  eye  to  the  changes  of  colour.  Phenolpthalein  may 
also  be  employed  for  the  same  purpose  as  follows : — 

Add  normal  acid  to  the  cold  alkaline  solution  till  the  red  colour 
is  discharged,  taking  care  to  use  a  very  dilute  solution,  and  keeping 
the  spit  of  the  burette  in  the  liquid  so  that  no  CO^  escapes.  The 
point  at  which  the  colour  is  discharged  occurs  when  all  the  hydrate 
is  neutralized  and  the  carbonate  converted  into  bicarbonate ;  the 
volimie  of  acid  is  noted,  and  the  solution  heated  to  boiling,  with 
small  additions  of  acid,  till  the  red  colour  produced  by  the  decom- 
position of  the  bicarbonate  is  finally  destroyed. 
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In  both  these  methods  it  is  preferable,  after  the  first  stage,  to 
aild  excess  of  acid,  boil  off  the  CO^,  and  titrate  back  with  normal 
alkalL  The  results  are  quite  as  accurate  as  the  method  of  precipi- 
tation with  barium. 


4.    Estimation   of  Alkaline   Bicarbonates   in   presence   of 
Normal   Carbonates    (Lungre,  J.  S.  C.  I.  1. 57). 

To  a  weighed  quantity  of  the  solid  bicarbonate,  or  a  measured 
quantity  of  a  solution,  there  is  added  an  excess  of  J  ammonia, 
followed  by  an  excess  of  solution  of  baric  chloride.  The  mixture 
Is  made  in  a  measuring  flask,  and  the  whole  diluted  with  hot 
distilled  water  to  the  mark. 

A  portion  of  the  clear  settled  liquid,  or  filtered  through  a  dry 
filter,  is  then  titrated  with  normal  acid  :  the  alkaline  strength  due 
to  tlie  excess  of  anunonia,  al)ove  that  required  to  convert  the  bicar- 
bonate into  normal  carlx)nate,  deducted  from  the  total  ammonia 
added,  gives  the  equivalent  of  the  bicarbonate  present. 

Example  (Lunge) :  20  fi^.  sodic  bicarbonate  in  the  course  of  manufac- 
ture were  dissolved  to  a  liter.  50  c.c.  of  this  solution  required  12*1  c.c. 
nonnal  acid =0*3751  gm.  Na'O;  50  c.c.  were  then  mixed  with  50  c.c.  of 
standard  ammonia  (50  c.c.=24"3  normal  acid)  and  the  whole  treated  with 
eioess  of  baric  chloride.  One  half  of  the  clear  liquid  required  6*25  c.c. 
normal  acid  =11*8  c.c.  corrected  for  strength  and  double  quantity :  this  is, 
therefore,  the  equivalent  of  the  CO*  as  bicarbonate. 


NaHCO^  :  irSx  084  =9912  gm. 
Na^CO^  :  (121— 11-8)  X  053=0159. 


A  simpler  plan  than  the  above  has  been  devised  by  Thompson, 
wliich  gi  ves  good  results  when  ctirefully  carried  out 

To  the  cold  solution  of  the  sample,  an  excess  of  normal  caustic 
soda,  free  from  CO^,  is  added,  the  CO'^  is  then  precipitated  witU 
neutral  solution  of  baric  chloride,  and  the  excess  of  sodic  hydrate 
found  by  standard  acid,  using  phenolphthalein  as  indicator.  The 
precipitate  of  baric  carbonate  has  no  effect  on  the  indicator  in  the 
cold.     The  ciilculation  is  the  same  as  before. 


5.   Estimation   of  small   quantities    of  Sodic    or   Potassio 
Hydrates   in   presence   of  Carbonates. 

This  method,  by  Thompson,  has  just  been  alluded  to,  and 
consists  in  precii)itating  the  carbonates  by  neutral  solution  of  baric 
chloride  in  the  cohl :  tlie  baric  carbonate  being  neutral  to  phenol- 
phthalein, this  indicator  can  be  used  for  the  process.  When  the 
larium  solution  is  added,  a  double  decomposition  occurs,  resulting 
in  an  etjuivalent  quantity  of  sodic  or  potassic  chloride,  while  the 
l)aric  carbonate  is  precipitated,  and  the  alkaline  hydrate  remains  in 
solution. 
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Example  (Thompson):  2  gm.  of  pure  sodic  oarbonate  were  mixed  in 
flolutiQn  with  02  gm.  of  sodic  hydrate ;  excess  of  baric  chloride  was  then 
added,  together  with  the  indicator,  and  the  solution  titrated  with  ^  acid,  of 
iiiiich  in  three  trials  an  average  of  5  c.c.  was  required;  therefore, 
5  X  -004  "='02  gm.  exactly  the  quantity  used. 

In  this  process  tlie  presence  of  clilorides,  sulphates,  and  sulphites 
do  not  interfere;  neither  do  phosphates,  as  baric  phospliate  is 
neutral  to  the  indicator.  With  sulphides,  half  of  the  base  M'ill  Ixi 
estimated ;  but  if  hydrogen  peroxide  be  added,  and  the  mixture 
allowed  to  rest  for  a  time,  the  sulphides  are  oxidized  to  sidpliates, 
which  have  no  effect.  If  silicates  or  aluminates  of  alkali  art* 
present,  the  base  will  of  course  l)e  recorded  as  hydrate. 

Thompson  further  says : — 

"  The  foregoing  method  can  also  be  applied  to  the  determination 
of  hydrate  erf  sodium  or  potassium  in  various  other  compoimds, 
which  give  precipitates  with  baric  cldoride  neutral  to  phenolph- 
thalein,  such  as  the  normal  sulphites  and  phosphates  of  the  alkali 
metals.  An  illustration  of  the  use  to  which  the  facts  I  liave 
stated  in  this  and  former  papers  may  be  put  will  b6  found  in  the 
analysis  of  sidphite  of  sodium.  Of  course  sulphate,  thiosulphate, 
and  chloride  are  determined  as  usual,  but  to  estimate  sulphite, 
carbonate  and  hydrate,  or  bicarbonate  of  sodium  by  methods  in 
ordinary  use  is  rather  a  tedious  operation.  To  find  the  proportion 
of  .hydrate,  all  that  is  necessary  is  to  precipitate  with  baric  chloride 
and  titrate  with  standard  acid,  as  above  described.  Then,  ])v 
simple  titration  of  another  portion  of  the  sample  in  the  cold,  using 
phenolphthalein  as  indicator,  the  hydrate  and  lialf  of  the  carbonate 
can  be  found,  and  finally,  by  employment  of  methyl  orange  as 
indicator,  and  further  addition  of  acid,  the  other  half  of  the 
carbonate  and  half  of  the  sulphite  can  be  estimated.  By  simple 
calculations,  the  respective  proportions  of  these  three  compound.^ 
can  be  obtained,  a  result  which  can  be  accomplished  in  a  few 
minutes.  It  must  be  l)ome  in  mind  that  if  a  large  quantity  of 
sodic  carbonate  is  in  the  sample  the  jiroportion  of  that  comj>ouncl 
found  will  oidy  be  an  approximation  to  the  tnith,  as  the 
end-reaction  is  only  delicate  with  small  proportions  of  sodic 
carbonate.  If  there  is  no  hydrate  found,  bicarbonate  of  sodium 
c^in  be  tested  for,  and  determined  bv  Lungers  method  described 
above"  (§16.4). 


6.     Estimation    of  Alkalies    in   the   presence    of  Sulphites. 

It  is  not  possible  to  estimate  the  alkaline  comi)ounds  in  the 
presence  of  sulphites  by  titration  with  acids,  as  a  certain  quantity 
of  acid  is  taken  up  by  the  sulphite,  SO^  l)eing  evolved.  This 
difficulty  may  lie  completely  overcome  by  tlie  aid  of  hydrogen 
peroxide,  which  speedily  converts  the  sulphites  into  8uli)hates 
(Grant  and  Cohen,  J.  S,  C.  I.  ix.  19).     These  operators  proved 
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that  neither  caustic  or  carbonated  alkali  were  affected  by  H^O^,  nor 
had  the  latter  any  prejudicial  effect  on  methyl  orange  in  the  cold. 
The  quantity  of  H^O^  required  in  any  given  analysis  must  depend 
on  the  amount  of  sidphite  present;  for  instance,  the  caustic 
salts  of  commerce  contam  about  50%  of  sulphite,  and  it  suffices 
to  take  10  c.c  of  ordinary  10  voL  H^O^  for  every  O'l  gm.  of  the 
salts  in  solution.  In  the  case  of  mixtures  containing  less  or  more 
sulpliite  the  quantity  may  be  varied. 

The  AndUf»i» :  A  measured  volume  of  the  peroxide  is  run  into  a  beaker, 
and  three  or  four  drops  of  methyl  orange  added.  As  the  H^O^  is  invariably 
faintly  acid,  the  acidity  is  carefully  corrected  by  adding  drop  by  drop  from  a 
pipette  ff^  caustic  soda.  The  required  quantity  of  salt  to  be  amdyaed  is 
then  added  in  solution,  and  the  mixture  gently  boiled,  during  the  boiling  the 
methyl  orange  will  be  bleached.  The  liquid  is  then  cooled,  a  drop  or  two 
more  of  methyl  orange  added,  and  the  titration  for  the  proportion  of  alkali 
carried  out  with  normal  acid  in  the  usual  way.  The  results  are  very 
satisfactory. 

7.     Estimation   of  Caustic   Soda   or  Potaah   by  standard 
Bichromate    of  Potttsh. 

Tiiis  process  was  devised  by  Richter,  or  rather  the  inverse  of 
itj  for  estimating  bichromate  with  caustic  alkali  by  the  aid  of 
])lienolphthalein.  Exact  results  may  be  obtained  by  it  in  titrating 
soda  or  potash  as  hydrates,  but  not  ammonia  as  recommended 
by  Richter. 

For  the  process  there  are  required  a  decinormal  solution  of  bichromate  con- 
taining 14*74  gm.  per  Uter,  and  ^  soda  or  potash  solution  titrated  against 
<nilphuric  acid.  A  comparison  liquid  containing  about  1  gm.  of  monochro- 
mate  of  potash  in  150 — 200  c.c.  water  is  advisable  for  ascertaining  the  exact 
end  of  the  reaction ;  50  c.c.  of  the  alkali  being  diluted  with  the  same  volume 
of  water,  is  coloured  with  phenolphthalein,  and  the  bichromate  run  in  from 
a  burette ;  the  fine  red  tint  changes  to  reddish  yellow,  which  remains  till 
the  neutral  point  is  nearly  reached,  when  the  yellow  colour  of  the  mono- 
chromate  is  produced ;  the  change  is  not  instantaneous  as  with  mineral  acids^ 
so  that  a  little  time  must  be  allowed  for  the  true  colour  to  declare  itself. 

S.    Sstinmtion   of  Potash   in   Neatx«l   Salts   firee   from   Soda. 

Stolba  precipitates  the  potash  from  a  tolerably  concentrated  solution  of 
the  substances  with  hydrofluosilioic  acid  and  strong  alcohol.  The  method  is 
also  applicable  to  the  estimation  of  potash  in  potassic  platinimi  chloride.  To 
ensure  complete  decomposition,  it  is  well  to  warm  the  mixture  for  a  Uttie 
time  before  adding  the  alcohol^  which  must  be  of  about  the  same  volume  as 
the  liquid  itself.  After  some  hours,  when  the  precipitate  has  settled,  the 
solution  is  filtered  off,  the  beaker  and  precipitate  well  washed  with  equal 
mixtures  of  alcohol  and  water,  the  whole  truosferred  to  a  white  porcelain 
basin,  water  rather  freely  added,  and  heated  to  boiling,  a  few  drops  of 
litmus  added,  and  normal  or  semi-normal  alkali  run  in  until  exact 
saturation  occurs ;  or  a  known  excess  of  alkali  may  be  added,  and  the  amount 
found  by  residual  titration  with  normal  acid.  The  results  are  generally 
about  l7o  too  low,  owing  to  the  difficulty  of  fully  decomposing  the  pre- 
cipitate. 

2  eq.  alkali  =  1  eq.  potash. 
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The  i)rocess  is  very  limited  in  its  use,  and  is  not  applicable  when 
sulphates  are  present,  nor  in  the  presence  of  any  great  amount  of 
free  acid.  Sulphuric  acid  may  be  ])i-eviously  removed  by  calcic 
acetate  and  alcohol ;  other  acids  by  moderate  ignition  previous  to 
precipitation.  Large  proportions  of  ammonia  salts  must  also  Ije 
removed ;  and,  of  course,  all  other  matters  precipitable  by  hydro- 
fluosilicic  acid,  especially  soda, 

9.    Direct  estimation   of  Potash   in  the   presence   of  Soda. 

Fleischer  recommends  the  following  method;  and  my  own 
experiments  confirm  his  statements,  so  far  at  letist  as  the  pure  salts 
are  concerned. 

The  solution  must  contain  no  other  ba^es  except  the  alkalies,  nor  any  acids 
except  nitric,  hydrochloric,  or  acetic.  This  can  almost  invariably  be  easily 
accomplished.  Earthy  alkalies  are  removed  by  ammonic  carbonate  or 
phosphat'C;  sulphuric,  chromic,  phosphoric,  and  arsenic  acids  by  baric 
chloride,  followed  by  ammonic  carbonate. 

The  solution  should  be  tolerably  concentrated,  and  the  volume  about  25  or 
30  c.c. ;  10 — 15  c.c.  of  neutnJ  solution  of  ammonic  acetate  of  sp.  gr. 
1*085  are  added ;  followed  by  finely  powdered  pure  tartaric  acid  in  sufficient 
quantity  to  convert  the  potash  into  acid  tartrate,  with  an  excess  to  form  some 
ammonic  tartrate,  but  not  enough  to  decompose  the  whole.  This  is  the  weak 
part  of  the  method ;  however,  as  a  guide,  it  is  not  advisable  to  add  more 
than  5  gm.  tartaric  acid  for  10  c.c.  of  ammonic  acetate.  If  the  quantity  of 
potash  is  approximately  known,  it  is  best  to  add  about  one-third  more  than 
is  sufficient  to  convert  the  whole  into  acid  tartrate. 

After  adding  the  tartaric  acid  the  mixture  must  be  well  stirred  for  live  or 
ten  minutes,  without  rubbing  the  sides  of  the  beaker ;  a  like  volume  of  95- 
per-cent.  alcohol  is  added,  and  again  well  stirred.  The  precipitate  contains 
the  whole  of  the  potash  as  tartrate,  and  a  portion  of  ammonium  tartrate. 
After  standing  half  an  hour  with  occasional  stirring,  the  precipitate  is 
collected  on  a  porous  filter,  and  repeatedly  washed  with  alcohol  and  water  in 
equal  parts  until  clean. 

When  the  washing  is  finished  the  precipitate  will  be  entirely  free  from 
soda ;  filter  and  precipitate  are  transferred  to  a  porcelain  basin,  treated  with 
sufficient  hot  water  to  dissolve  the  tartrates,  then  exactly  neutralized  with 
normal  alkali  and  litmus,  and  the  volume  so  used  noted.  *A  like  volume,  or 
preferably,  a  larger  known  volume  of  normal  alkali  is  now  added,  and  the 
mixture  boiled  to  expel  all  ammonia ;  the  end  may  be  known  by  holding 
litmus  paper  in  the  steam.  The  excess  of  normal  alkali  is  now  found  by 
titration  with  normal  acid ;  the  amount  so  found  must  be  deducted  from  that 
which  was  added  in  excess  after  the  exact  titration  of  the  tartrate ;  the 
difference  equals  the  ammonia  volatilized.  By  deducting  this  difference 
from  the  volume  of  normal  alkali  originally  required,  the  volume  corre- 
sponding to  potash  is  found. 

JSxample :  29*4  c.c.  of  normal  alkali  were  required  in  the  first  instance  to 
neutralize  a  given  precipitate ;  40  c.c.  of  the  same  alkali  were  then  added, 
the  boiling  accomplished,  and  22*5  c.c.  normal  acid  used  for  the  excess ;  then 
40—22-5=  17*5  CO.,  and  again  29*4— IT 5  =11 '9,  which  multiplied  by  the 
factor  for  KHO =0*056  gives  0*6664  gm. 

The  soda  in  filtmte  may  be  obtained  by  evaporation  with  hydro- 
chloric acid  as  sodic  cldoride,  and  estimated  as  in  §  38. 
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10.    Mixed   Caustic    Soda   and   Potash. 

This  process  depends  upon  the  fact,  that  potassic  bitartrate  is 
ahnost  insoluble  in  a  solution  of  sodic  bitartrate. 

Add  to  the  solution  containing  the  mixed  salts  a  standard  solution  of 
tartaric  acid  till  neutral  or  faintly  acid— this  produces  neutral  tartrates 
of  the  alkalies— now  add  the  same  volume  of  standard  tartaric  acid  as  before — 
they  are  now  acid  tartrates,  and  the  potassic  bitartrate  separates  almost 
completely,  filter  off  the  sodic  bitartrate  and  titrate'  the  filtrate  with  normal 
caustic  soda;  the  quantity  required  equals  the  soda  originally  in  the 
mixture — the  quantity  of  tsitaric  acid  required  to  form  bitartrate  with  the 
soda  subtracted  from  the  total  quantity  added  to  the  mixture  of  the  two 
alkalies,  gives  the  quantity  required  to  form  potassic  bitartrate^  and  thus 
the  quantity  of  potash  is  foimd. 

This  process  is  only  applicable  for  technical  purposes. 

Mixtures  of  potash  and  soda  in  the  form  of  neutral  chlorides  are 
estimated  by  J.  T.  White  as  follows  (C.  N.  Ivii.  214) :— 20  c.c.  of  the 
solution  containing  about  0  2  gm.  of  the  mixed  salts  are  placed  into 
a  100  C.C.  flask,  and  6  c.c.  of  a  hot  saturated  solution  of  ammonic  bicarbonate 
added ;  the  mixture  is  cooled,  and  alcohol  added  in  small  quantities,  with 
shaking,  until  the  measure  is  made  up  to  100  c.c.  After  three  or  foiu"  hours, 
10  c.c.  of  the  clear  liquid  are  removed  with  a  pipette,  evaporated  and 
ignited,  the  residue  is  moistened  with  a  few  drops  of  ammonic  chloride 
solution  and  again  ignited ;  the  sodic  chloride  so  obtained  is  then  titrated 
nith  standard  silver  solution,  1  c.c.  of  which  represents  '001  gm.  Gl ;  this  is 
calculated  to  NaCl  and  the  KCl  found  by  difference. 

11.     Potash  as  Platino-chloride. 

In  cases  where  potash  exists  in  combination  as  a  neutral  salt, 
such  as  kainit  or  kieserit,  etc.,  or  as  a  constituent  of  minerals, 
it  has  to  be  first  separated  as  double  chloride  of  potassium  and 
platinum.  The  method  usually  adopted  is  that  of  collecting  the 
double  salt  upon  a  tared  filter,  when  the  weight  of  the  dry  double 
salt  is  obtained,  the  weight  of  potash  is  ascertained  by  calcidation. 

It  may,  however,  be  arrived  at  by  volumetric  means  as  follows: — 

The  potash  having  been  converted  into  double  chloride  in  the  usual  way 
is  dried,  collected,  and  mixed  with  about  double  its  weight  of  pure  sodic 
oxalate,  and  gently  smelted  in  a  platinum  crucible ;  this  operation  results  in 
the  production  of  metallic  platinum,  chlorides  of  sodium  and  potassium, 
with  some  carbonate  of  soda.  The  quantity  of  potash  present  is,  however, 
solely  measured  by  the  chlorine ;  in  order  to  arrive  at  this,  the  fused  mass  is 
Kxiviated  with  water,  filtered,  nearly  neutralized  with  acetic  acid,  and  the 
chlorine  estimated  with  ^  silver  and  chromate,  the  number  of  c.c.  of  silver 
required  is  multiplied  by  the  factor  0'001o7,  which  gives  at  once  the  weight 
of  potash.  This  factor  is  used  because  1  molecule  of  double  chloride  contains 
3  atoms  chlorine,  hence  the  quantity  of  ^  silver  used  is  three  times  as  much 
as  in  the  case  of  sodic  or  potassic  chloride. 


12.     Separation   of  the   Potash   as   Bitartrate. 

The  mixed  salts  being  rendered  as  nearly  neutral  as  possible,  a  saturated 
solution  of  sodic  bitartrate  is  added  in  excess,  and  the  whole  evaporated  to 
dryness  in  the  water  bath.    The  dry  mass  is  then  deprived  of  the  excess  of 
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sodic  bitartrate  by  washing  it  on  a  filter  with  a  satiimted  solution  of  potassio 
bitartrate ;  when  all  the  soda  salt  has  been  removed,  the  potash  salt  is 
dissolved  in  hot  water,  and  titrated  with  normal  alkali,  of  which  1  c.c. 
represents  0*039  gm.  K.  In  oases  where  potash  is  to  be  separated  as 
bitartrate,  the  operator  should  consult  §  25.  2  and  3. 


16.    Indi2«ct  Baifmotion  of  Potaah  (Dubenard). 

This  process  is  ingenious,  but,  like  all  attempts  at  estimating 
tills  base  volumetrically,  is  not  very  exact,  except  with  extreme 
precautions. 

The  Anal^tis :  The  potassic  salt,  acidified  with  nitric  acid,  is  precipitated 

by  a  standard  solution   of  sodic  chloroplatinate,  the  excess  of  which  is 

reduced  by  zinc,  and  then  determined  by  means  of  standard  silver  nitrate. 

The  process  is  applicable  to  sulphates,  chlorides,  nitrates,  etc.    12  to  15  parts 

of  sodic  chloroplatinate  are  dissolved  in  100  of  alcohol,  and  12  to  15  parts  of 

silver  nitrate  in  1000  of  water.    The  solutions  are  standardized  as  follows : — 

10  c.c.  of  the  platinum  solution  are  reduced  by  boiling  for  a  minuto  with  a 

small  quantity  of  zinc  powder,  the  whole  of  the  platinum  being  precipitated, 

and  all  the  chlorine  remains  in  solution  as  chlorides  of  zinc  and  of  sodium ; 

the  solution  is  made  up  to  100  c.c.  and  filtered.    In  50  c.c.  of  the  filtrate  the 

chlorine  is  determined  by  titrating  with  the  silver  solution,  of  which,  say, 

40  C.C.  are  required.    Then  40  x  4  =  160  =  the  number  of  c.c.  which 

corresponds  to  20  c.c.  of  the  platinum  solution.    0*5  gm.  of  potassic  nitrate 

or  sulphate  is  then  dissolved  in  a  few  c.c.  of  water,  acidified  with  nitric  acid, 

the  potassium  precipitated  with  20  c.c.  of  the  platinum  solution,  and  the 

volume  made  up  to  100  c.c.  with  alcohol  (95  per  cent.) ;  the  solution  is 

filtered,  and  50  c.c.  of  it  reduced  by  boiling  with  a  little  zinc,  again  made  up 

to  100  c.c,  and  filtered ;  50  c.c.  of  this  filtrate  is  titrated  with  the  silver 

solution,  of  which,  say,  12  c.c.  are  required ;  then  12  c.c.  x  4  =  48  c.c, 

subtracted  from  160  c.c,  represents  the  amount  of  chlorine  precipitated  as 

potassic  chloroplatinate  by  the  potassic  nitrate;  thus  (160 — 48)  c.c  =  112  c.c. 

corresponds  to  0*5  gm.  of  potassic  nitrate,  t.e.,  to  0*238  K^O.    To  determine 

now  the  amount  of  potassium  in  any  salt  the  process  just  described  is 

followed,  taking  10  cc  of  a  solution  containing  50  gm.  of  the  salt  per  liter. 

The  amount  of  chlorine  present  in  the  salt,  as  a  chloride,  must  be  determine 

by  titration,  and  allowed  for  before  calculating  the  amount  of  potassium. 

Thus,  if  the  10  cc.  of  the  solution  {i.e.,  0*5  gm.  of  the  sample)  required 

8  cc  of  the  silver  solution  and  27  cc  were  required  of  it  after  the  reduction 

with  zinc,  the   calculation  would  be   (27   x   4 — 8)    c.c  =  100  cc   and 

100  X  0*232 
^-  -  —  =  0*207  gm.  of   potash  in  0*5  gm.,  i.e.,  the  sample  contained 

41*40  per  cent,  of  K^O. 

Tills  process  lias  been  critically  examined  under  the  direction  of 
Dr.  Wiley  (C.  N,  liii.  176),  wlio  states,  tliat  owing  to  uncertainty 
in  estimating  the  chlorine,  the  conclusions  are  not  satisfactory. 
This  has  given  me  no  difficulty  when  using  potassic  chromate 
as  indicator,  taking  the  precaution  to  add  a  little  pure  calcic 
carbonate  to  insure  neutrality.  It  has  given  me  good  approximate 
results  with  tolerably  pure  and  concentrated  potassium  salts,  viz., 
nitrate,  sulphate,  and  chloride.  I  doubt  its  value  however  for 
estimation  of  small  i)ercentages  of  i>otash  in  manures,  etc.  The 
process  is  rapid  and  easy,  but  care  should  be  taken  in  filtering  the 
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alc5oholic  mixture  of  the  double  chloride  to  avoid  loss  by  evaporation 
before  measuring.  The  solutions  precipitated  by  zinc  need  no 
filtering,  as  they  settle  rapidly.  ^  silver  solution  is  available  for 
the  chlorine  estimation ;  the  weak  point  in  the  process  is  probably 
due  to  the  strong  saline  liquids  affecting  the  delicacy  of  the 
chromate  indicator. 


*  TSCHmCAL   -BJLAMLKATION    OF    80KS   ALKAJLIKB 

coKPOxnKrDB  poxjyD  or  comkebcss  ob  oocuBBnra  ik 

OOmtSB    OF    KAN  ITFAOTUKJfi. 

There  is  now  considerable  unanimity  among  English  and  foreign 
manufacturers  of  alkaline  compoimds,  as  to  methods  of  analysis  to 
be  adopted  either  for  guidance  in  manufacture  or  commercial 
valuation.  Lunge  has  contributed  important  papers  on  the 
subject  {J.  S.  C,  L  i.  12,  16,  55,  92),  also  in  conjunction  with 
Hnrter  in  the  Alkali  Makers'  Pocket  Book*  which  contains 
valuable  tables  and  processes  of  analysis.  So  far  as  volumetric 
methods  are  concerned,  the  same  processes  will  be  given  here  with 
others. 

14.    Soda  Ash,  Blaok  Aah,  ICother-liauors,   eto. 

Soda  Ash  or  Befined  Alkali. — 5  or  10  gm.  are  dissolved  in  about  150  c.c. 
of  warm  distilled  water,  and  any  insoluble  matter  filtered  off  (German 
cfaemistfi  do  not  filter),  and  the  volume  diluted  to  ^  or  1  liter. 

The  total  quantity  of  alkaU  is  determined  in  60  c.c.  by  normal  sulphuric, 
nitric,  or  hydrochloric  acid,  as  in  §  16.  l.f 

The  quantity  of  caustic  alkali  present  in  any  sample  is  determined  as 
in  §  16.  2  or  6. 

The  presence  of  sulphides  is  ascertained  by  the  smell  of  sulphuretted 
hydrogen  when  the  alkali  is  saturated  with  an  acid,  or  by  dipping  paper 
steeped  in  sodic  nitro-prusside  into  the  solution :  if  the  paper  turns  blue  or 
violet,  sulphide  is  present. 

The  quantity  of  sulphide  and  sulphite  may  be  determined  by  saturating 
a  dilute  solution  of  the  alkali  with  a  slight  excess  of  acetic  acid,  adding  starch 
and  titrating  with  ^  iodine  solution  till  the  blue  colour  appears.  The 
quantity  of  iodine  required  is  the  measure  of  the  sulphuretted  hydrogen 
and  sulphurous  acid  present. 

The  proportion  of  sulphide  is  estimated  as  follows : — 13*820  gm.  of  pure 
silver  are  dissolved  in  dilute  nitric  acid,  and  the  solution,  together  with  an 
excess  of  liquid  ammonia,  made  up  to  a  liter.    Each  c.c.  =0*005  gm.  Na^6. 

Tke  AMoijfnt:  100  c.c.  of  the  alkali  liquor  is  heated  to  boiling,  some 
ammonia  added,  and  the  silver  solution  dropped  in  from  a  burette  until  no 
farther  precipitate  of  Ag%  is  produced.  Towards  the  end  filtration  will  be 
necessary,  in  order  to  ascertain  the  exact  point,  to  which  end  the  Beales 
filter  is  serviceable  (fig.  19).  The  amount  of  Na^S  so  found  is  deducted 
from  the  total  sulphide  and  sulphite  found  by  iodine. 

Sodic  chloride  (common  salt)  maj^  be  determined  by  carefully  neutralizing 
1  gm.  of  the  alkali  with  nitric  acid,  and  titrating  with  decinormal  silver 

*  Bell  4c  Sons,  York  Street,  Govent  Gsrden. 

tThis  giTM  a  alight  error,  owing  to  traces  of  alnminate  of  aoda  and  lime,  which 
oonsinBeftcfd. 
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solution  and  potassio  chromate.  Each  c.c.  represents  0'005837  gm.  of 
common  salt.  Since  the  quantity  of  acid  necessary  to  neutralize  the  alkali 
has  already  been  found,  the  proper  measure  of  ^  nitric  acid  may  at  once 
be  added. 

Sodio  sulphate  is  determined,  either  directly  or  indirectly,  as  in  §  78. 
Each  c.c.  or  dm.  of  normal  baric  chloride  is  equal  to  0'07l  gm.  or  0*71  gm. 
of  dry  sodic  sulphate. 

Examination  of  Crude  Soda  Lyes  and  Bed  Liquors. — Ealmann 
and  S puller  {Dingl.  polyt,  J.,  264,  456—459)  recommend  a  process  based 
on  the  insolubility  of  baric  sulphite  and  the  solubility  of  baric  thiosulpl^ite 
in  alkaline  solutions.  The  estimation  is  performed  in  the  following 
manner : — 1. — The  total  alkalinity  is  determined  in  a  measured  volume  of 
the  liquor  under  examination  by  titration  with  normal  acid,  methyl  orange 
being  used  as  indicator.  The  acid  consumed  equals  sodic  carbonate + sodic 
sulphide,  +  sodic  hydroxide,  +  one-half  sodic  sulphite  (Na^SO^  is  alkaline 
and  NaHSC  neutral  to  methyl  orange).  2. — An  equal  volume  of  the 
liquor  is  titrated  with  ^^  solution  of  iodine,  the  volume  consumed  corres- 
ponding with  the  sodic  sulphide  +  the  sodic  sulphite,  +  the  sodic 
thiosulphate.  3.— Twice  the  volume  of  liquor  as  that  used  in  (1)  and  (2) 
is  precipitated  with  an  alkaline  zinc  solution,  and  the  mixture  made  up  to 
a  certain  measure,  one-half  of  which  is  filtered,  acidified,  and  titrated  with 
^  iodine.  The  iodine  consumed  equals  sodic  sulphite  +  sodic  thiosulphate. 
4. — Three  or  four  times  the  volume  of  liquor  used  in  (1)  and  (2)  is  treated 
with  an  excess  of  a  solution  of  baric  chloride,  the  mixture  made  up  to 
a  known  volume  With  water,  and  filtered,  (a.)  One-third  or  one-fourth 
(as  the  case  may  be)  of  the  filtrate  is  titrated  with  normal  acid,  the  amount 
used  corresponding  with  the  sodic  hydroxide  +  the  sodic  sulphite. 
(6.)  A  new  third  or  fourth  of  the  filtrate  is  acidified  and  titrated  with  yV 
iodine,  the  iodine  consumed  beiug  equal  to  sodic  sulphite  +  sodic  thio- 
sulphate.   The  calculation  is  made  as  follows : — 

2  — 4i  =  A  c.c. -nr  iodine  corresponding  to  Na^SC 

2  — 3    =■- B  C.C.  yV  iodine  corresponding  to  Na*S 

45  —  (2—3)   . . .  =  C  c.c.  Yxi  iodine  corresponding  to  Na^S'O^ 

4a  —  iVB    =  D  c.c.  normal  acid  corresponding  to  . . .  NaOH 

1  —  (4a +1^^ A)  =  E  c.c.  normal  acid  corresponding  to  . . .  Na^CO* 

Black  Ash. — Digest  60  gm.  with  warm  water  in  a  ^  liter  flask,  fill  up  to 
mark,  and  allow  to  settle  clear. 

(1)  Total  Alkali  existing  as  carbonate,  hydrate,  and  sulphide,  is  found  by 
titrating  10  c.c.=l  gm.  of  ash  with  standard  acid  and  methyl  orange  in  the 
cold. 

(2)  Caustic  Soda. — 20  c.c.  of  the  liquid  is  put  into  a  100  c.c.  flask  with 
10  c.c.  of  solution  of  baric  chloride  of  10  per  cent,  strength,  filled  up  with 
hot  water,  well  shaken,  and  corked  after  settling  a  few  minutes.  The  clarified 
liquid  is  filtered,  and  50  c.c.  =  l  gm.  ash,  titrated  mth  standard  acid  and 
methyl  orange;  or  it  may  be  titrated  without  filtration  if  standard  oxalic 
acid  and  phenolphthalein  are  used,  this  acid  having  no  effect  on  the  baric 
carbonate.    Each  c.c.  normal  acid =0*031  Na^O.    This  includes  sulphides. 

(3)  Sodic  Sulphide. — Put  10  c.c.  of  liquor  into  a  flask,  acidulate  with 
acetic  acid,  dilute  to  about  200  c.c.  and  titrate  wdth  ^  iodine  and  starch. 
Each  c.c. =00039  Na'S,  or  00031  Na^O. 

(4)  Sodic  Chloride. — 10  c.c.  are  neutralized  exactly  with  normal  nitric 
acid,  and  boiled  till  all  H*S  is  evaporated.  Any  sulphur  which  may  have 
been  precipitated  is  filtered  off,  and  the  filtrate  titrated  with  xV  silver  and 
chromate.    Each  c.c. =0'005837  gm.  NaCl. 

(5)  Sodic  Sulphate. — This  is  best  estimated  by  precipitation  as  baric 
sulphate,  and  weighing,  the  quantity  being  small.  If,  however,  volumetric 
estimation  is  desired,  it  may  be  done  as  in  §  73,  taking  50  c.c.  of  Uquor* 
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For  other  metlKxls  of  examining  the  various  solid  and  liquid 
alkali  wastes  used  for  soda  and  sulphur  recovery,  etc.,  the  reader  is 
referred  to  the  Alkali  Makers'  Pocket  Book  already  mentioned. 

16.     Salt   Cake 

Is  the  impure  sodic  sulphate  used  in  alkali  manufacture  or  left  in 
the  retorts  in  preparing  hydrochloric  acid  from  sulphuric  acid  and 
salt,  or  nitric  acid  from  sodic  nitrate.  It  generally  contains  free 
sulphuric  acid  existing  as  sodic  bisidphate,  the  quantity  of  which 
may  he  ascertained  by  direct  titration  with  normal  alkali. 

The  common  salt  present  is  estimated  by  deoinormal  silver  solution  and 
chromate;  having  first  saturated  the  free  acid  with  pure  sodic  carbonate, 
1  c.c.  or  1  dm.  silver  solution  is  equal  to  0*005837  gm.  or  0*05837  grn.  of  salt. 

Sulphuric  acid,  combined  with  soda,  is  estimated  either  directly  or 
indirectly  as  in  §  73 ;  1  c.c.  or  1  dm.  of  normal  baryta  solution  is  equal  to 
0*071  gm.  or  0*71  gm.  of  dry  sodic  sulphate. 

Iron  is  precipitated  from  a  filtered  solution  of  tbe  salt  cake  with  ammonia 
in  excess,  the  precipitate  of  ferric  oxide  re-dissolved  in  sulphuric  acid, 
reduced  to  the  ferrous  state  with  zinc  and  titrated  with  permanganate. 

Grossman  adopts  a  method  suggested  by  Bohlig  (see  §  28), 
and  has  worked  out  the  process  in  the  case  of  salt  cake  in  careful 
detail  (C,  N,  xli.  114)  as  follows : — 

The  neutral  solution  of  salt  cake  (3*55  gm.)  is  put  into  a  500  c.c. 
flask,  250  c.c.  of  a  cold  saturated  solution  of  baric  hydrate  added, 
the  flask  filled  with  water,  and  shaken  up.  Of  the  filtered  clear  liquid 
250  c.c.  are  put  in  an  ordinary  flask,  carbonic  acid  passed  through 
for  about  ten  minutes,  and  then  the  contents  of  the  flask  boiled  so 
as  to  decompose  any  baric  bicarbonate  which  may  be  in  solution.  After 
cooling,  the  contents  of  the  flask  are  again  transferred  to  the  500  c.c. 
flask,  the  latter  filled  up  with  water  to  the  mark,  shaken  up,  and  filtered. 
230  c.c.  of  the  filtrate— i.*.,  one-fourth  of  the  original  quantity  used— are 
then  titrated  with  one-fourth  normal  sulphuric  acid.  The  number  of  c.c.  of 
one-fourth  normal  acid  used  multiplied  by  two  will  give  the  percentage  of 
Mdic  sulphate. 

There  are,  however,  sources  of  error  in  the  experimental  working  of  this 
method  which  make  certain  corrections  necessary.    They  arise — 

!1)    Prom  the  impurities  of  the  caustic  baryta. 
2)    From  the  precipitate  formed  in  the  measured  liquid. 
(3)    From  certain  constant  losses. 

The  commercial  caustic  baryta  always  contains  baric  nitrate,  and  sometimes 
baric  chloride.  It  is  evident  that  on  adding  a  solution  of  baric  hydrate 
which  contains  baric  nitrate  to  a  solution  of  sodic  sulphate,  a  quantity  of  the 
latter,  equivalent  to  the  quantity  of  the  baric  nitrate  present,  will  be 
converted  into  sodic  nitrate,  and  thus  escape  the  alkalimetric  test,  as  will  be 
«en  by  the  following  equations : — 

Ba(NO»)«+Na«SO^=BaSO^+2NaN05. 

Ba(N03)H2NaOH+C02=BaC03+2NaNOHH20. 

It  is  therefore  necessary  to  measure  approximately  the  quantity  of  baryta 
solution  used,  so  as  to  know  the  amount  of  baric  nitrate  introduced  into  the 
process.  The  hitter  can  be  easily  ascertained  by  passing  carbonic  acid  in 
excess  through  the  cold  saturated  solution  of  baric  hydrate,  boiling,  filtering, 
and  precipitating  the  baryta  left  in  solution  by  sulphuric  acid  as  usual. 
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2S0  CO.  of  a  baryta  solution  used  for  experiment  pdded  0'Q280  gm.  Ba80*, 
whioh  ooiresponds  to  0*0171  gm.  Na^O^,  or  0*96  c.c.  of  one-fourth,  normal 
acid ;  and  it  follows  that  for  every  250  c.c.  of  this  baryta  solution  was  found 
0*0171  gm.  Na'SO  too  little;  or,  that  there  must  be  added  0*24  c.c.  of 
one-fourth  normal  acid  to  the  result  of  the  final  titration  (of  one-fourth  of 
the  original  quantity).  If  the  baryta  contain  caustic  alkali,  a  corresponding 
quantity  of  baric  nitrate  will  be  found  less  by  the  test;  but  it  is  easily 
understood,  that  the  calculations  will  not  be  infiuenoed  as  long  as  the  baric 
nitrate  is  in  excess  of  the  caustic  alkali,  which  is  always  the  case  in  good 
commercial  baryta. 

The  second  error  arises  from  the  precipitates  of  baric  sulphate  and  carfoonate 
taking  up  some  space  in  the  500  c.c.  flask,  the  final  results  thus  being  found 
too  high.  If  it  is  assumed  that  a  oold  saturated  solution  of  baryta  contains 
about  23  gm.  BaO  per  liter,  it  will  be  near  enough  for  all  practical  purposes 
if  in  the  experiment,  working  with  3*55  gm.  of  Na^O^  and  250  c.c.  of  bar^'-ta 
solution,  0*4  per  cent,  is  subtracted  from  the  final  results  for  this  error. 

Three  experiments  made  with  3*55  gm.  of  pure  ignited  sodic  sulphate  gave 
the  following  results : — 

Used  one-fourth  normal  acid    ...    49*37  o.o. 
Add  for  Ba(N0»)2      0*24  o.o. 

49*61  c.c. 
=99-22  per  oent.  Na'SO*. 

II. 

Used  one-fourth  normal  acid    ...    49*21 -cc. 
Add  for  Ba(N03)?      O^c.o. 


49'45  C.C. 
=98'90  per  cent.  Na^O*. 

III. 
Used  one-fourth  normal  acid    ...    49*37  o.c. 
Add  for  Ba(N03)3      0*24  c.c. 


49*61  o.c. 
=99-22  per  oent.  Na^SO*. 

The  average  of  these  three  experiments  gives  99*1  per  oent. ;  and  if  0-4. 
per  cent,  be  subtracted  for  the  precipitate,  the  result  is  98*7  per  cent,  instead 
of  100. 

Grossman  states  that  this  loss  of  13  per  oent.  in  working  with  3*55  gm. 
of  sulphate  in  the  given  dilution  is  a  constant,  and  by  dividing  all -results  by 
0987  correct  results  are  obtained. 

It  now  remains  to  show  the  applicability  of  this  method  to  the  assay  of 
salt  cake  and  like  substances.  The  following  is  a  complete  analysis  of  a 
sample  of  salt  cake  made  in  the  usual  way : — 


Moisture     

...      0*49 

Insoluble    

...      0-29 

Free  sulphuric  hydrate     

...       0*38 

Aluminium  sulphate 

...       0*23 

Perric  sulphate 

...       0-42 

Calcic  sulphate 

...       1*17 

Sodic  chloride    

...       2*00 

Sodic  sulphate  (by  difference) ... 

...     9502 

10000 
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In  OTder  to  make  a  good  analysis  of  salt  cake  by  weight  it  is  necessary  to 
estimate  seven  constituents,  to  find  by  difPerenoe  the  quantity  of  actual  sodic 
sulphate,  which  is  the  only  constituent  wanted. 

Whoi  baric  hydiate  is  added  to  a  solution  of  salt  cake  the  free  acid  is 
precipitated,  so  are  alumina  and  iron,  and  the  sulphuric  acid  combined  with 
them  and  with  lime.  The  lime  is  partly  thrown  down  as  such,  and  what  is 
left  as  lime  in  solution  is  precipitated  as  carbonate  in  the  second  operation. 
Thus,  whatever  other  sulphates  be  present,  only  the  sodio  sulphate  is  given ; 
and  by  one  simple  test  we  are  thus  able  to  get  a  result  which  formerly  could 
only  be  attained  by  a  tedious  complete  analysis. 

The  salt  cake,  of  which  a  complete  analysis  is  given  above,  was  tested  by 
the  alkalimetrio  method.    3' 55  gm,  required — 

One-fourth  normal  acid     46*95  c.c. 

Add  for  Ba(NO»)'      0*24  c.c. 


47-19  c.c. 
^=94*88  per  cent.  Na^SO^. 

(94-38— 0-40)=93'98. 

93-98  :  0^7=95-2  per  cent.  Na^SO*. 

Thus,  by  the  alkalimetric  test,  95*2  per  cent.  Na^SO*  occurs, 
whereas  the  analysis  gives  95*02  per  cent.  If  it  be  considered  how 
difficult  it  is  to  wash  soda  salts  completely  from  precipitates,  it  is 
not  surprising  to  iind  the  result  too  low  in  the  complete  analysis, 
as  in  five  precipitates  a  very  minute  quantity  will  make  up  0*2 
per  cent. 

It  is  hardly  necessary  to  point  out  that  none  of  the  figures  for 
the  correction  of  the  errors  enumerated  above  can  be  used  by  any 
one  else  working  by  this  method,  but  that  they  must  be  ascertained 
in  every  individual  case.  It  is  absolutely  necessary  to  ascertain 
after  the  first  operation  that  there  is  no  sulphate,  and  after  the 
second  (before  titrating)  that  there  is  no  baryta  in  solution. 

16.     Baw   Salt,    Brine,    eto. 

Lime  may  be  estimated  by  precipitation  with  ammonic  oxalate,  and  the 
precipitate  titrated  with  permanganate,  as  in  §  48. 

Sulphuric  acid  as  in  §  73. 

Mj^n^esia  is  precipitated  as  ammoniacal  phosphate,  by  a  solution  of  sodio 
phosphate  containing  ammonia,  first  removing  the  lime  by  ammonic  oxalate, 
the  precipitate  of  double  phosphate  of  magnesia  and  ammonia  is  brought  on 
a  filter,  washed  with  cold  water  containing  ammonia,  then  dissolved  in  acetic 
acid,  and  titrated  with  standard  uranium  solution,  or  by  the  process  for 
PK)»  (§  28*2). 

The  quantity  of  real  salt  in  the  sample  may  be  ascertained  by  treating  a 
weighed  quantity  in  solution  with  caustic  baryta,  boiling,  setting  aside  that 
the  excess  of  baryta  may  precipitate  itself  as  carbonate,  or  more  quickly  by 
adding  ammonic  carbonate,  filtering,  evaporating  the  solution  to  dryness,  and 
gently  igniting — the  residue  is  pure  salt.  The  loss  of  weight  between  this 
and  the  origi^  specimen  taken  for  analysis,  will  show  the  percentage  of 
impurities. 

IT.     BiUoatM   of  Soda   and   Potash. 

JL  weighed  quantity  of  the  substance  is  gently  ignited,  until  no  aqueous 
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'vapours  are  given  oflf,  and  the  residue  weijyhed — thus  the  respective  per- 
■    centages  of  water  and  anhydrous  material  are  obtained. 

Another  portion  of  the  substance  is  dissolved  in  hot  water,  and  titrated 
with  litmus  and  normal  acid  boiling,  or  with  methyl  orange  after  cooling.  The 
volume  of  acid  is  calculated  to  soda  t)r  potash.  Solid  alkaline  silicates  require 
to  be  finely  powdered  previous  to  solution  in  hot  water. 

18.    Soap. 

The  methods  here  given  are  a  combination  of  those  published 
by  A.  R.  Leeds  {C.  N.  xlviii.  166)  and  C.  R.  A.  Wright  {Joum, 
Soc,  AHs,  1885,  1117,  also  J.  S.  (7.  /.  iv.  631). 

(1)  Moisture  and  Volatile  Matters. — 16  gm.  are  dried  to  a  constant 
weight,  first  at  100",  then  at  120''  C. 

(2)  Free  Fats. — Residue  of  1  is  exhausted  with  light  petroleum  ether, 
and  the  extract,  after  evaporation  of  the  ether,  weighed. 

(3)  Fatty  Acids,  Cklorides,  Sulphates,  Oli/cerine,  etc. — The  residue 
from  (2),  which  has  been  treated  with  ether,  represents  15  gm.  soap ;  it  is 
weighed,  und  two-thirds  of  it  are  dissolved  in  water,  and  normal  nitric  acid 
added  in  excess  to  separate  the  fatty  acids.  These  are  collected  on  a  tared 
filter,  dried,  and  weighed.  The  acid  filtrate  is  now  titrated  with  normal  soda 
or  potash  (free  from  chlorides  or  sulphates),  with  phenolphthalein  as  indicator; 
the  difference  between  the  volumes  of  acid  and  alkali  used  gives  roughly  the 
total  alkali.  The  residual  neutral  liquid  is  divided  into  two  equal  parts,  in 
one  of  which  chlorine  is  estimated  with  y^  silver  and  chromate,  and  in  the 
other  sulphuric  acid  by  normal  baric  chloride.  If  glycerine  is  present, 
it  may  be  estimated  by  M uteres  copper  test  in  the  absence  of  sugar. 
Sugar  is,  however,  often  largely  used  in  transparent  soaps  in  place  of 
glycerine :  when  both  are  present,  the  separate  estimation  is  difficult,  but 
Wright  suggests  the  method  of  Feb  ling  for  the  sugar,  first  inverting 
with  acid ;  the  copper  retained  in  solution  bj'  the  glycerine  being  estimated 
oolorimetrically,  using  for  comparison  a  liquid  containing  both  sugar  and 
glycerine  to  known  extents,  treated  side  by  side  with  the  sample  tested. 

(4)  Free  and  Total  Alkali. — These  are  obtained  by  W  r  i  g  h  t '  s  alcohol  test. 
Two  or  three  grams  of  the  soap  is  boiled  with  96  per  cent,  alcohol,  the  extract 
filtered  off  and  residue  washed  with  alcohol.  The  solution  so  obtained  may 
be  either  positively  alkaline  with  caustic  alkali,  or  negatively  alkaline  from 
the  presence  of  fatty  acids  or  a  diacid  soap,  according  to  the  kind  of  soap 
used.  Phenolphthalein  is  added,  which  shows  at  once  whether  free  alkali  is 
present,  and  in  accordance  with  this  either  standard  alcoholic  acid  or  alkali  is 
used  for  titration.  The  residue  on  the  filter  is  then  dissolved  in  water,  and 
titrated  with  normal  or  decinormal  acid ;  the  alkali  so  found  may  include 
carbonate,  silicate,  borate,  or  aluminate  of  soda  or  potash,  and  also  any 
soluble  lime.  The  sum  of  the  two  titrations  will  be  the  total  alkalinity  in 
ease  both  showed  an  alkaline  reaction;  if  otherwise,  the  alkali  used  to 
produce  a  colour  in  the  alcoholic  extract  is  deducted  from  the  volume  of  acid 
used  in  the  water  extract.  This  method  of  taking  the  alkalinity  of  a  soap 
is  very  fairly  exact ;  the  error  ought  never  to  exceed  ±^  0'6  per  cent. 
Wilson  {C.  N.  lix.  280)  states  that  the  estimation  of  free  caustic  alkali  in 
high  class  soaps,  containing  no  free  glyoerides,  by  the  alcoholic  method  is 
correct,  but  in  the  case  of  common  commercial  soaps  it  is  entirely 
misleading. 

The  method  of  C.  Hope  is  undoubtedly  the  quickest  and  best  for  the 
exaimination  of  the  alcoholic  solution  of  soap.  Two  grams  of  soap  is  dissolved 
in  hot/  absolute  alcohol,  a  drop  of  phenolphthalein  indicator  added,  and  some 
bubbles  of  CO^  passed  through  till  the  colour  disappears.  The  liquid  is 
filtered ;  the  residue,  consisting  of  total  impurities,  is  washed  with  hot  alcohol. 
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weighed  and  titrated  with  ^v  ^id  and  methyl  orange,  which  gives  the  alkali 
not  existing  as  soap.  The  alcoholic  solution  is  evaporated  to  dryness  at 
100'  C.  and  the  dry  soap  weighed.  It  is  then  gently  ignited,  dissolved  in 
mter,  and  titrated  with  tV  acid  and  methyl  orange  to  find  the  alkali  existing 
as  soap.  The  diflference  between  this  and  the  soap  residue,  before  ignition, 
gives  the  fatty  anhydrides,  which  multiplied  by  1*03  gives  the  fatty  acids. 
The  water  is  found  by  deducting  the  weights  of  the  impurities  and  dry  soap 
from  100.  Fuller  information  on  this  subject  may  be  found  in  Allen's 
Organic  Analysis  and  in  Lant  Carpenter's  treatise  on  Soap  and  Candles. 

TITRATION    OF    ALKAIilNE    EABTHS. 

§  17.  Standard  hydrochloric  or  nitric  acid  must  in  all  cases  be 
used  for  the  titration  of  the  caustic  or  carbonated  alkaline  earths,  as 
these  are  the  only  acids  yielding  soluble  compounds,  except  in  the 
case  of  magnesia.  The  hydrates,  such  as  caustic  lime,  baryta, 
strontia,  or  magnesia,  may  all  be  estimated  by  any  of  the  indicatora, 
using  the  residual  method,  i.e.,  adding  a  known  excess  of  standarti 
acid,  boiling  to  expel  any  trace  of  CO'^,  and  re- titrating  with 
standard  alkali. 

The  carbonates  of  the  same  bases  may  of  course  also  be 
estimated  in  the  same  way,  bearing  in  mind,  that  when  methyl 
orange  is  used,  the  liquid  is  best  cooled  before  re-titration.  All 
heating  may  be  avoided  when  using  methyl  orange  in  titrating 
mktures  of  hydrates  and  carbonates,  or  the  latter  only,  imless  it  is 
iini)08sible  to  dissolve  the  substance  in  the  cold.  A  good  excess 
of  acid  is  generally  sufficient. 

The  total  amount  of  base  in  mixtures  of  caustic  and  carbonated 
alkaline  earths  is  also  estimated  in  the  same  way, 

(1)  Estimation  of  ICixed  Hydrates  and  Carbonates. — This  may 
be  done  either  by  phenacetolin  or  phenolphthalein  as  indicator. 
The  former  has  been  recommended  by  Degener  and  Lunge ;  the 
method,  however,  requires  practice  in  order  to  mark  the  exact 
change  of  colour. 

The  liquid  containing  the  compound  in  a  fine  state  of  division  is  tinted 
with  the  indicator  so  as  to  be  of  a  faint  yellow;  standard  acid  is  then 
cautiously  added  until  a  permanent  pink  occurs  (at  this  stage  all  the  hydrate 
is  satarated),  more  acid  is  now  cautiously  added  until  the  colour  becomes  deep 
jellow,  the  volume  of  acid  so  used  r^nvBents  the  carbonate. 

The  method  is  especially  adapted  to  mixtures  of  calcic  hydrate 
and  carbonate.  It  is  also  applicable  to  barium,  but  not  to 
magnesium,  owing  to  the  great  insolubility  of  magnesic  hydrate  in 
dilute  acid.  If  phenolphthalein  is  used  as  indicator,  the  method  is 
as  follows : — 

Heat  the  liquid  to  boiling,  and  cautiously  add  standard  acid  until  the  red 
colour  is  just  discharged.  The  carbonates  of  lime  and  baryta,  rendered 
dense  by  boiling,  are  both  quite  neutral  to  the  indicator.  To  obtain  the 
whole  of  the  base,  excess  of  standard  acid  is  used,  and  the  mixture  re-titrated 
with  standard  alkali. 
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Magnesia  in  solution  as  bicarbonate  may  be  accurately  estimated 
in  the  cold  with  methyl  orange  as  indicator. 

(2)  Bstixnation  of  Calcium,  Barium,  and  Strontiiim  in  Wentxal 
Soluble  SaltB. — The  amoimt  of  base  in  the  chlorides  and  nitrates  of 
these  alkaline  earths  may  be  readily  estimated  as  follows : — 

The  weighed  salt  is  dissolTed  in  water,  cautiously  neutralized  if  acid  or 
alkaline,  phenolphthalein  added,  heated  to  boiling,  and  standard  sodio 
carbonate  delivered  in  from  time  to  time  with  boiling  until  the  red  colour  is 
permanent. 

Magnesium  salts  camiot  however  be  estimated  in  this  way, 
or  even  mixtures  of  lime  and  magnesia,  as  magnesic  carbonate 
affects  the  indicator  in  a  difiFerent  manner  to  the  other  carbonates. 

(3)  Precipitation  of  the  Alkaline  Earths  from  their  Neutral  Sal£9  at 
Carbonates. — Soluble  salte  of  lime,  baryta,  and  strontia,  such  as  chlorides, 
nitrates,  etc.,  are  dissolved  in  water,  and  the  ba^e  precipitated  as  carbonate, 
with  excess  of  ammonic  carbonate  and  some  free  ammonia.  The  mixture  is 
heated  to  about  60°  C.  for  a  few  minutes.  The  precipitated  carbonate  is  tiien 
to  be  filtered,  well  washed  with  hot  water  till  all  soluble  matters,  especially 
ammonia,  are  removed,  and  the  precipitate  with  filter  titrated  with  noimal 
acid,  as  already  described. 

Magnesia  scdts  require  caustic  soda  or  potash  instead  of  ammonic  carbonate; 
but  the  process  gives  results  slightly  too  low,  owing  to  the  slight  solubility  of 
magnesic  hydrate  in  the  alkaline  Uquid. 

(4)  Lime  and  Magnesia  Carbonates  in  Waters, — The  amount  of  calcic, 
or  calcic  and  magnesic  carbonates,  dissolved  in  ordinary  non-alkaline  waters 
may  be  very  readily,  and  with  accuracy,  found  by  toeing  200  or  300  c.c. 
of  the  water,  heating  to  near  boiling,  adding  phenaoetolin  or  lacmoid,  and 
titrating  cautiously  mth  ^  nitric  or  sulphuric  acid.  An  equally  accurate 
result  may  be  obtained  by  methyl  orange  in  the  cold  Uquid. 

(5)  Hardness  of  Water  estimated  without  Soap  Solution. — As  is 
generally  known,  the  soap-destroying  power  of  a  water  is  ascertained 
in  Clark's  process  by  a  standard  solution  of  soap  in  weak  alcohol, 
titrated  against  a  standard  solution  of  calcic  chloride.  The 
valuation  is  in  so-called  degrees,  each  degree  being  equal  to  1  grain 
of  calcic  carbonate,  or  its  eqiuvalent,  in  the  imperial  gallon.  The 
process  is  an  old  and  familiar  one,  but  open  to  many  objections 
from  a  scientific  point  of  view.  The  scale  of  degrees  is  arbitrary, 
and  is  seriously  interfered  with  by  the  presence  of  varying 
proportions  of  magnesia. 

We  are  indebted,  primarily  to  ^folir,  and  subsequently  to 
Hehner,  for  'Jru  ingenious  method  of  determining  both  the 
temporary  and  permanent  hardness  of  a  water  without  the  use 
of  soap  solution. 

The  standard  solutions  required  are  ^jj  sodic  carbonate  and 
■jpy  sulphuric  acid.  Each  c.c.  of  standard  acid  exactly  neutralizes 
1  m.gm.  of  CaCO^,  and  each  c.c.  of  the  alkali  precipitates  the  like 
amoimt  of  CaCO^,  or  its  equivalent  in  magnesia,  in  any  given 
water. 
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Tie  Analjfnt :  100  cc  of  the  water  is  tinted  with  an  indicator  of  suitable 
character,  heated  to  near  boiling,  and  standard  acid  cautiously  added  until 
the  proper  change  of  colour  occurs.  Hehner  recommends  phenaoetolin ; 
but  my  own  experiments  give  the  preference  to  lacmoid,  which  is  iJso 
commended  by  Thompson.  Draper  (C  N,  li.  206)  points  out  the  value 
of  lacmoid  and  carminic  acid  for  such  a  process,  and  I  fully  endorse  his 
opinion  with  respect  to  both  indicators.  Practice  is  desirable  in  order 
to  recognize  the  precise  end-reaction.  The  number  of  c.c.  of  acid  used 
represents  the  number  of  Clark's  degrees  of  temporary  hardness  per  100,000. 
To  obtain  degrees  per  gallon,  multiply  the  number  of  c.c.  by  0*7.  The 
permanent  hardness  is  ascertained  by  taking  100  c.c.  of  the  water  and  adding 
to  it  a  rather  large  known  excess  of  the  standard  sodic  carbonate.  The 
quantity  must  of  course  be  regulated  by  the  amount  of  sulphates,  chlorides, 
or  nitrates  of  lime  and  magnesia  present  in  the  water ;  as  a  rule,  a  volume 
e<]tial  to  the  water  will  more  than  suffice.  Evaporate  in  a  platinum  dish  to 
dryness  (glass  or  porcelain  will  not  do,  as  they  affect  the  hardness),  then 
extract  the  soluble  portion  with  small  quantities  of  distilled  water,  through 
a  very  small  filter,  and  titrate  the  filtrate  with  the  standard  acid  for  the 
excess  of  sodic  carbonate :  the  difference  represents  the  permanent  hardness. 

Some  waters  contain  alkaline  carbonates,  in  which  case  there  is 
of  course  no  permanent  hardness,  because  the  salts  to  which  this  is 
due  are  decomix)sed  by  the  alkaline  carbonate.  In  examining  a 
water  of  this  kind,  the  temporary  hardness  will  be  shown  to  be 
greater  than  it  really  is,  owing  to  tlie  alkaline  carbonate ;  and  the 
estimation  for  permanent  hardness  will  show  more  sodic  carbonate 
than  was  actually  added.  If  the  difference  so  found  is  deducted 
from  tlie  temporary  hardness,  as  first  noted,  the  remainder  will  be 
the  true  temjwrary  hardness. 


AKKOHIA. 

XH3=17. 

.  §  18.  Ix  estimating  the  strength  of  solutions  of  ammonia  by  tlie 
alkaliinetric  method,  it  is  better  to  avoid  the  tedious  i)roces8  of 
weighing  any  exact  quantity,  and  to  substitute  for  it  the  following 
plan,  which  is  applicable  to  most  liquids  for  the  purpose  of 
ascertaining  both  their  absolute  and  specific  weights. 

Let  a  small  and  accurately  tared  flask,  beaker,  or  other  convenient  vessel 
be  placed  upon  the  balance,  and  into  it  10  c.c.  of  the  ammoniacal  solution 
deliveared  from  a  very  accurately  graduated  10  c.c.  pipette.  The  weight 
found  is,  of  course,  the  absolute  weight  of  the  liquid  in  grams ;  suppose  it  to 
be  9*65  gm.,  move  the  decimal  point  one  place  to  the  le{t>,  and  the  specific 
weight  or  gravity  is  at  once  given  (water  being  1),  which  in  this  case  is  0*965. 

It  must  be  borne  in  mind  that  this  system  can  only  be  used  properly  with 
tokrably  delicate  balances  and  very  accurate  pipettes.  The  latter  should 
invariably  be  tested  by  weighing  distilled  water  at  16**  C. 

The  10  c.c,  weighing  9'65  gm.,  is  now  titrated  with  normal  acid,  of  which 
49  c.c.  are  required,  therefore  49  x  0*017=0-833  gm.  NH'=8-64  per  cent,  of 
real  ammonia;  according  to  Otto's  table  0*966  sp.  gr.  is  equal  to  8*60  per 
cent.  Ammonic  carbonate,  and  a  mixture  of  the  same  with  bicarbonate,  as 
it  most  commonly  occurs  in  commerce,  may  be  titrated  direct  with  normal 
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acid  for  the  percentage  of  real  ammonia,  using  methyl  orange  aa  indicator. 
The  carbonic  acid  can  be  determined  by  precipitating  the  solution  while  hot 
with  baric  chloride,  and  when  the  precipitate  is  well  washed,  dissoMng  it 
with  an  excess  of  normal  acid  and  titrating  backward  with  normal  alkali ; 
the  number  of  c.c.  of  acid  used  multiphed  by  0022  (the  k  mol.  wt.  of  C(y> 
will  give  the  weight  of  carbonic  acid  present  in  the  sample. 


1.    EBtimation  of  Combined  Ammonia  by  distillation  with  Alksdies 
or  Alkaline  Earths. 

This  method  alloAvs  of  the  expulsion  of  ammonia  from  all  its 
salts.  Caustic  soda,  potash,  or  lime,  may  any  of  them  l>e  use<l 
where  no  organic  nitrogenous  compoimd  exists  in  the  substance ; 
but  should  such  be  the  case,  it  is  preferable  to  use  freshly  ignited 
magnesia. 

Tlie  distilling  apparatus  may  conveniently  be  arranged  by  con- 
necting an  onlinary  well-stoppered  small  retort  to  a  small  Liebig 
condenser,  and  leading  the  distilled  gas  into  a  vessel  containing  an 
excess  of  normal  acid.  After  the  operation  is  ended,  the  excess  of 
acid  is  ascertained  by  residual  titration  with  normal  alkali  or 
^  ammonia,  and  thus  the  amount  of  displaced  ammonia  is  found. 

The  retort  must  be  so  supported  that  its  neck  inclines  well 
upwards,  in  order  that  any  alkali  mechanically  carried  into  it  by 
the  spray  which  occurs  during  ebullition  shall  not  reach  the 
condenser.  An  angle  of  about  30**  suffices ;  and  in  order  that  a 
convenient  connection  may  l)e  made  with  the  condenser,  tlie  end  of 
the  retort  is  bent  do>vnward,  and  the  connection  securely  made  with 
india-nibber  tubing.  In  like  manner,  the  end  of  the  condenser  is 
elongated  by  a  gliiss  tube  and  india-rubber  joint,  so  that  the  tube 
dips  into  a  two-necked  bottle  or  bulb,  containing  the  measured 
normal  acid;  the  end  of  this  tube  should  be  cut  obliquely,  and 
reach  nearly,  but  not  quite,  to  the  surface  of  the  acid.  The  outlet 
of  the  receiver  is  fitted  Avith  a  tube  containing  glass  wool,  broken 
glass,  or  fibrous  asbestos,  wetted  with  a  portion  of  the  normal 
acid,  so  that  any  traces  of  ammonia  which  may  possibly  escape 
conclensation  in  the  bulk  of  the  acid  may  be  retained. 

The  retort  containing  the  ammoniacal  compound  in  solution 
being  securely  fixed,  and  all  the  apparatus  tightly  connected,  the 
stopper  of  the  retort  is  removed,  and  a  strong  solution  of  caustic 
alkali,  or,  in  case  of  compounds  in  which  ammonia  is  quickly 
released,  pieces  of  solid  alkali  are  rapidly  introduced,  the  stopper 
inserted,  and  the  distillation  forthwith  commenced.  Lime  or 
magnesia,  suspended  in  water,  must  be  added  through  a  small 
fumiel ;  the  distillation  is  continued  until  the  steam  has  washed  all 
traces  of  ammonia  out  of  the  condenser  tube  into  the  nonnal  acid. 
Cold  water  is  of  course  run  continuously  through  the  condenser  as 
usual.  Finally,  the  tubes  connected  with  the  receiver  are  well 
washed  out  into  the  bulk  of  normal  acid,  methyl  orange  added,  and 
the  titration  completed  with  normal  alkali  or  ^  ammonia. 
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Each  c.c.  of  nonnal  acid  neutralized  by  the  displaced  ammonia 
represents  0*017  gm.  NH'^ 

The  apparatus  shown  in  fig.  23  is  of  great  value  in  determining 
accurately  all  the  fonns  of  ammonia  which  can  be  displaced  by 
4H»da,  iK)tash,  or  lime,  and  the  gas  so  evolved  collected  in  a  known 
volume  in  excess  of  normal  acid,  the  excess  of  acid  being  after- 
wards found  bv  residual  titration  with  normal  alkali  or  ^^  ammonia. 


Fig.  23. 

^lany  modifications  of  this  apparatus  have  been  suggested,  such 
as  the  introduction  of  a  condenser  between  the  two  Hasks  to  cool 
the  distillate ;  another  is  the  use  of  a  (J  tube  containing  some 
standartl  acid  in  place  of  c.  1  do  not  find  that  any  of  these 
modifications  are  required  to  secure  accuracy,  if  the  apparatus  is 
tightly  fitted  It  is,  however,  necessary  that  a  bulb  should  exist  in 
the  distilling  tube,  just  above  tlie  cork  of  the  distilling  flask, 
otherwise  I  liave  found  that  the  spray  from  the  boiling  liquid 
is  occasionally  projected  into  the  tube,  and  is  blown  over  with  the 
condensed  steam.     Another  precaution  is  advisable  where  dilute 
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liquids  are  boiled,  and  much  steam  generated,  that  is,  to  immerse 
the  condenser  flask  in  cold  water. 

The  little  flaak,  holdmg  about  200  c.c.  and  placed  upon  the  wire 
gauze,  contains  the  ammoniacal  substance.  The  tube  d  is  filled  with  strong 
solution  of  caustic  potash  or  soda.  The  large  flask  holds  about  half  a  liter, 
and  contains  a  measured  quantity  of  normal  aoid,  part  being  contained  in 
the  tube  c,  which  is  Killed  with  glass  wool  or  broken  glass,  and  through  which 
the  normal  acid  has  been  poured.  The  stoppers  of  the  flasks  should  be 
caoutchouc,  failing  which,  good  corks  soaked  in  melted  paraffine  may  be  used. 

The  substance  to  be  examined  is  weighed  or  measured,  and  put  into  the 
distilling  flask  with  a  little  water,  the  apparatus  then  being  made  tight  at 
every  part ;  some  of  the  caustic  alkali  is  allowed  to  flow  in  by  opening  the 
clip,  and  the  spirit  lamp  is  lighted  under  it. 

The  contents  are  brought  to  gentle  boiling,  taking  care  that  the  froth,  if 
any,  does  not  enter  the  distilling  tube.  It  is  well  to  use  a  movable  gas 
burner  or  common  spirit  lamp  held  under  the  flask  in  the  hand ;  in  case 
there  is  any  tendency  to  boil  over,  the  heat  can  be  removed  immediately,  and 
the  flask  blown  upon  by  the  breath,  which  reduces  the  pressure  in  a  moment. 
In  examining  guano  and  other  substances  containing  ammoniacal  salts  and 
organic  matter  by  this  means,  the  tendency  to  frothing  is  considerable ;  and 
unless  the  above  precautions  are  taken,  the  accuracy  of  the  results  will  be 
interfered  with. 

The  distilling  tube  has  both  ends  cut  obliquely;  and  the  lower  end  nearly, 
but  not  quite,  reaches  to  the  surface  of  the  acid,  to  which  a  little  methyl 
orange  may  be  added.  The  (quantity  of  normal  acid  used  must,  of  course,  be 
more  than  sufficient  to  combme  with  the  ammonia  produced ;  the  excess  is 
afterwards  ascertained  by  titration  with  normal  alkali  or  f  ammonia. 

It  is  advisable  to  continue  the  boihng  for  say  ten  or  fifteen  minutes,  then 
wait  a  minute  or  two  to  allow  all  the  ammonia  to  be  absorbed ;  then  opening 
the  clip,  blow  through  the  pipette  so  as  to  force  all  the  remaining  gas  into 
the  acid  flask.  The  tube  c  must  be  thoroughly  washed  out  into  the  flask 
with  distilled  water,  so  as  to  carry  down  the  acid  with  any  combined  gas 
which  may  have  reached  it ;  the  distilling  tube  must  also  be  washed  through 
into  the  acid  flask.  The  titration  then  proceeds  as  usual.  This  process  is 
particularly  serviceable  for  testing  commercial  ammoniacal  salts,  gas  liquor, 
etc.  (see  below).    The  results  are  extremely  accurate. 

2.    Indirect  ICvfthod. 

In  the  case  of  tolerably  pure  ammoniacal  salts  or  liquids,  free 
from  acid,  a  simple  indirect  metliod  can  be  used,  which  is  as 
follows: — 

If  the  ammoniacal  salt  be  boiled  in  an  open  vessel  with  normal  caustic 
alkali,  the  ammonia  is  entirely  set  free,  leaving  its  acid  combined  with  the 
fixed  alkali.  If,  therefore,  the  quantity  of  alkaline  solution  is  known,  the 
excess  beyond  that,  necessary  to  supplant  the  ammonia,  can  be  found  by  the 
ordinary  system  of  titration.  The  boiling  of  the  mixture  must  be  continued 
till  a  piece  of  red  litmus  paper,  held  in  the  steam  from  the  flask,  is  no  longer 
turned  blue. 

JSxample :  1*5  gm.  of  purest  sublimed  ammonic  chloride  was  placed  in  a 
wide-mouthed  flask  with  40  c.c.  of  normal  soda,  and  boiled  till  all  ammonia 
was  expelled,  then  titrated  back  with  normal  sulphuric  acid,  of  which 
11*9  c.c.  were  required;  28*1  c.c.  of  normal  alkali  had  therefore  been 
neutralized,  which  multiplied  by  0*05337,  the  factor  for  ammonic  chloride, 
gave  1'499  gm.,  instead  of  1*5  gm.  originally  taken. 
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3.     Teclinioal  Aiialysis  of  Gas  Idquor,  Sulphate  of  Ammonia,  Sal 
Ammoniac,  etc.,  arranffed  for  the  nse  of  ICannlkotnrers. 

This  process  depends  upon  the  fact,  that  when  ammoniacal  salts 
are  heated  with  caustic  soda,  potash,  or  lime,  the  whole  of  the 
ammonia  is  expelled  in  a  free  state,  and  can  hy  a  suitable  apparatus 
(fig.  24)  be  estimated  with  extreme  accuracy  (see  §  18.1). 

The  set  of  apparatus  here  described  consists  of  a  distilling  flask 
B,  and  condensing  flask  F,  fitted  together  in  such  a  manner,  that  no 
loss  of  free  ammonia  can  occur ;  the  whole  of  the  ammonia  being 
liberated  from  the  distilling  flask  into  a  measured  quantity  of  free 
acid  contained  in  the  condensing  flask,  where  its  amoimt  is  after- 
wards found  by  the  method  hereinafter  described. 

Analysis  of  Oas  Lienor. — This  liquid  consists  of  a  solution  of 
carbonates,  sulphates,  hyposulphites,  sidphides,  cyanides,  and  other 
salts  of  ammonia.  The  object  of  the  ammonia  manufacturer  is  to 
get  all  these  out  of  his  liquor  into  the  form  of  sulphate  or  chloride 
as  economically  as  possible.  The  whole  of  the  ammonia  existing 
as  free  or  carbonate  in  the  liquor,  can  be  distilled  off"  at  a  steam 
heat;  the  fixed  salts,  however,  require  to  be  heated  with  soda, 
potash,  or  lime  (the  latter  is  generally  used  on  a  large  scale  as  most 
economical),  in  order  to  liberate  the  ammonia  contained  in  them. 

The  valuation  of  gas  liquor  is  almost  imiversally  made  in  Great 
Britain  by  Twaddle's  hydrometer,  every  degree  of  which  is  taken 
to  represent  what  is  technically  called  "two-ounce  strength;"  that  is 
to  say,  a  gallon  of  such  liquor  shoiUd  neutralize  exactly  two  ounces  by 
weight  of  concentrated  oil  of  vitriol — thus  5  degrees.  Twaddle,  is 
called  "  ten-ounce  "  liquor — but  experiment  has  clearly  proved,  that 
although  tlie  hydrometer  may  be  generally  a  very  convenient 
indicator  of  the  commercial  value  of  gas  liquor,  it  is  not  accurate 
enough  for  the  manufacturer  who  desires  to  work  with  the  utmost 
economy.  Sometimes  the  liquor  contains  a  good  deal  of  free 
ammonia,  and  in  such  case  the  hydrometer  woidd  show  it  to  be 
weaker  than  it  really  is ;  on  the  other  hand,  sometimes,  from 
accidental  causes,  other  solid  matters  than  ammonia  salts  occur  in 
the  liquor,  and  the  hydrometer  shows  it  to  be  stronger  than  it  really 
is.  Tlie  method  of  saturation,  by  mixing  standard  acid  with  the 
liquor,  is  perhaps  more  correct  than  the  hydrometer;  but  this 
system  is  entirely  at  fault  in  the  presence  of  much  fixed  ammonia, 
and  is,  moreover,  a  very  ofiensive  and  poisonous  operation. 

The  apparatus  here  described  is  exactly  the  same  on  a  small 
scale  as  is  necessary  in  the  actual  manufacture  of  sulphate  of 
ammonia  in  quantities ;  and  its  use  enables  any  manufacturer  to 
tell  to  a  fraction  how  much  sulphate  of  ammonia  he  ought  to 
obtain  from  any  given  quantity  of  gas  liquor.  It  also  enables  him 
to  tell  exactly  how  much  ammonia  can  be  distilled  off  with  heat 
aldhe,  and  how  much  exists  in  a  fixed  condition  requiring  lime. 

The  measures  used  in  this  process  are  on  the  metrical  system ; 
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the  use  of  these  may,  perhai)s,  at  first  siglit  appear  strange  to 
English  manufacturers ;  but  as  the  only  object  of  the  process  is  to 
obtain  the  percentage  of  ammonia  in  any  given  substance,  it  is 
a  matter  of  no  importance  which  system  of  measures  or  weights  are 
used,  as  when  once  the  percentage  is  obtained,  the  tables  will  at 
once  show  the  result  in  English  terms  of  weight  or  measure. 

a  is  a  small  pipette,  holding  10  cubic  centimeters  to  the  mark  in  neck : 
this  is  the  invariable  quantity  of  liquor  used  for  the  analysis,  whatever  the 
strength  may  be.  This  measure  is  filled  to  the  mark  by  suction  and 
transferred,  without  spilling  a  drop,  to  flask  B — the  fittings  being  previously 
removed — the  tube  C  is  then  filled  in  the  same  manner,  with  strong 
caustic  soda  solution  from  a  clean  cup  or  other  vessel,  in  order  to  do 
which,  the  clip  at  the  top  must  be  opened ;  the  cork  is  then  replaced,  and 
the  flask  B  is  then  securely  imbedded  in  perfectly  dry  sand,  in  the  sand- 
bath  D.  The  graduated  pipette  £  is  then  filled  in  the  same  manner  to 
the  O  mark,  with  standard  acid,  and  20,  30,  40,  or  50  cc.  (according 
to  the  estimated  strength  of  the  liquor)  allowed  to  flow  into  the  flask  F, 
through  the  cup  G,  which  is  filled  with  glass  wool  or  fibrous  asbestes.  The 
wool  should  be  completely  wetted  with  the  acid,  so  that  any  vapours  of 
ammonia  which  may  escape  the  acid  in  the  flask  shall  become  absorbed 
by  the  acid.  The  quantity  of  standard  acid  to  be  used  is  regulated  by  the 
approxiniately  known  strength  of  the  liquor,  which  of  course  can  be  told  by 
Twaddle's  hydrometer:  thus,  for  a  liquor  of  3*  Twaddle=6-oz.  liquor, 
20  cc. — 8-oz ,  25  cc. — 10-oz.,  30  co.  of  acid  will  be  sufficient— but  there 
must  always  be  an  excess.  The  required  quantity  cm  always  be  approx- 
imately known,  since  every  10  cc.  of  acid  represents  1  per  cent,  of  ammonia. 
The  standard  acid  having  been  carefully  measured  through  the  glass  wool, 
the  apparatus  is  fitted  together  at  H  by  the  elastic  tube,  and  the  india-rubber 
stoppem  securely  inserted  in  both  flasks;  this  being  done,  the  lamp  is 
Ughted  under  the  sand-bath,  and  at  the  same  time  the  spring-clip  on  0  is 
pressed,  so  as  to  allow  about  two-thirds  of  the  caustic  soda  to  flow  into  B ; 
the  rest  will  gradually  empty  itself  during  the  boiling.  The  heat  is  continued 
to  boiling,  and  allowed  to  go  on  till  the  greater  bulk  of  the  liquid  in  B 
is  boiled  away  into  F.  A  quarter  of  an  hour  is  generally  sufficient  for  this 
purpose,  but  if  the  boiling  is  continued  till  the  liquid  in  B  just  covers  the 
bottom  of  the  flask,  all  the  ammonia  will  have  gone  over  to  F;  during 
the  whole  operation  the  distilling  tube  must  never  dip  into  the  acid  in  F. 
In  order  to  get  rid  of  the  last  traces  of  ammonia  vapour  out  of  B,  the  lamp 
i*  removed,  and  the  mouth  being  applied  to  the  tube  over  the  spring  clip, 
the  latter  is  opened,  and  a  good  blast  of  air  immediately  blown  through. 
The  apparatus  may  then  be  detached  at  H ;  distilled  or  good  boiled  drink- 
ing water  is  then  poured  repeatedly  through  G  in  small  quantities,  till 
all  traces  of  acid  are  removed;  and  some  water  is  also  poured  down  the 
distUling  tube,  so  as  to  wash  all  traces  of  ammonia  which  may  be  hanging 
about  into  flask  F.  This  latter  now  contains  all  the  ammonia  out  of  the 
sample  of  liquor,  with  an  excess  of  acid,  and  it  is  necessary  now  to  find  out 
the  quantity  of  acid  in  excess.  This  is  done  by  means  of  the  burette  I,  and 
the  standard  solution  of  soda,  which  soda  is  of  exactly  the  same  strength  as 
the  standard  acid.  In  order  to  find  out  how  much  of  the  standard  acid  has  been 
neutralized  by  the  ammonia  in  the  liquor  distilled,  the  burette  I  is  filled  to  O 
nith  standard  soda,  and  one  drop  of  methyl  orange,  or  a  sufficiency  of  any 
other  indicator,  other  than  phenolphthalein,  being  added  to  the  cooled  contents 
of  flask  F,  the  soda  is  slowly  dropped  into  it  from  the  burette,  with  constant 
shaking,  until  the  indicator  changes  colour.  The  number  of  cc.  of  soda  so 
used,  deducted  from  tha  number  of  cc.  of  standard  acid  used,  will  show 
the  number  neutralized  by  the  ammonia  in  the  liquor  distilled ;  therefore,  if 
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the  number  of  c.c.  of  soda  used  to  destroy  the  pink  colour  be  deducted 
from  the  number  of  c.c.  of  standard  acid  originallj  used,  it  will  show  the 
number  of  c.o.  of  standard  acid  neutralized  by  the  ammonia,  which  has  been 
distilled  out  of  the  liquor,  and  the  strength  of  the  solutions  is  so  arranged 
that  this  is  shown  without  any  calculation.  The  following  examples  will 
suffice  to  show  this :— Suppose  that  a  liquor  is  to  be  examined  which  marks 
5°  Twaddle,  equal  to  10-ounoe  liquor;  10  c.c.  of  it  is  distilled  into  30  c.c. 
of  the  standard  acid,  and  it  has  afterwards  required  6  c.c.  of  standard 
soda  to  neutralize  it;  this  leaves  24  c.c.  as  the  volume  of  acid  saturated 
by  the  distilled  ammonia,  and  this  represents  2*4  per  cent. ;  and  on  referring 
to  the  table  it  is  found  that  this  number  corresponds  to  a  trifle  more  than 
11  ounces,  the  actual  figures  being  2*384  per  cent,  for  11-ounce  strength. 

Tlie  strength  of  the  standard  soda*  and  acid  solutions  is  so 
arranged,  tliat  when  10  c.c.  of  liquor  is  distilled,  every  10  c.c.  of 
acid  solution  represents  1  per  cent,  of  ammonia  in  the  liquor.  In 
like  manner  13  c.c.  of  acid  will  represent  1*3  per  cent,  of  ammonia 
corresponding  to  6-ounce  liquor. 

The  burette  is  divided  into  tenths  of  a  cubic  centimeter,  and 
those  who  are  familiar  with  decimal  calculations  can  work  out  the 
results  to  the  utmost  point  of  accuracy ;  the  calculation  being,  that 
every  1  per  cent,  of  ammonia  requires  4*61  ounces  of  concentrated 
oil  of  vitriol  (sp.  gr.  1  '845)  per  gallon,  to  convert  it  into  sulphate  : 
thus,  sui)ix)se  that  10  c.c.  of  any  given  liquor  liave  been  distilled, 
.and  the  quantity  of  acid  required  amounts  to  18*6  c.c,  thia  is 
1*86  per  cent.,  and  the  ounce  strength  is  shown  in  ounces  and 
decimal  parts  as  follows  : — 

4-61 

1-86 


2766 

3688 
461 


8.5746  oimces  of  oil  of  vitrioL 


The  liquor  is  therefore  a  trifle  over  8J-ounce  strength. 

Spent  liianora. — It  is  fi'equently  necessary  to  ascertain  tlie 
j)ercentage  of  ammonia  in  spent  liquors,  to  see  if  the  workmen 
have  extriicted  all  the  available  ammonia.  In  this  case  the  same 
measure,  10  c.c.  of  the  spent  liquor,  is  taken,  and  the  oi>eration 
conducted  precisely  as  in  the  case  of  a  gas  Iw^uor. 

Example :  10  c.c.  of  a  spent  Hquor  were  distilled,  and  found  to  neutralize 
3  c.c.  of  acid ;  this  represents  three-tenths  of  a  per-oeut.  equal  to  1-oz.  and 
four-tenths  of  an  ounce,  or  nearly  1^  oz.  Such  a  liquor  is  too  valuble  to 
throw  away,  and  should  bo  worked  longer  to  extract  more  ammonia. 

*  BocU  is  recommended  in  preference  to  ammonia  for  the  standard  alkali,  as  it  was 
found  that  a  solution  of  ammonia  containing  *01  gm.  per  c.c  readily  lost  strength  by 
keeping. 
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AmalyHt  of  SulphaU  of  Ammonia  or  Sal  Ammoniac:  An  average 
mmple  of  the  salt  being  drawn,  ten  grams  are  weighed,  transferred  without 
lo(«  to  a  beaker  or  flask  having  a  100  c.c.  mark  upon  it,  distilled  or  boiled 
drinking  water  poured  on  it,  and  well  stirred  till  dissolved,  and  finally 
water  added  exactly  to  the  mark.  The  10  c.c.  measure  is  then  filled  with 
the  solution,  and  emptied  into  the  distilling  flask  B ;  30  c.c.  of  standard 
acid  are  put  into  flask  F  and  the  distillation  carried  on  precisely  as  in 
the  case  of  a  gas  liquor.  The  number  of  c.c.  of  standard  acid  required 
shows  directly  the  percentage  of  ammonia;  thus,  if  24'6  c.c.  are  ui^  in 
the  case  of  sulphate,  it  contains  2^'6  per  cent,  of  ammonia. 

The  liquors  M'hen  tested  must  be  measured  at  ordinary  tempera- 
tnres,  say  as  near  to  60*  F.  as  possible.  The  standard  solutions 
must  be  kept  closely  stoppered  and  in  a  cool  place. 

The  following  table  is  given  to  avoid  calculations ;  of  course,  it 
wiU  be  understood  that  the  figures  given  are  on  the  assumption 
that  the  whole  of  the  ammonia  contained  in  the  liquor  is  extracted 
in  the  manufacture  as  closely  as  it  is  in  the  ex])eriment.  With  the 
most  perfect  arrangement  of  plant,  however,  this  does  not  as  a  rule 
take  place ;  but  it  ought  to  be  very  near  the  mark  vrith.  proper 
apparatus,  and  care  on  the  part  of  workmen. 


Approzi- 


of 

Standard 
Aad  ia  e  c. 

and  tenths. 


Peroentasre 

of  Ammonia 

NH3 


Ounce 
atrangth 

gfulon. 


Weiffht  of  Sulphuric  Acid  in  pounds 

and  decimal  parta  required  for  each 

gallon  of  liquor. 


C.  O.  V. 

169*'  Tw. 


B.  O.  V. 

1U°  Tw. 


Chamber 

Acid 
12(y»Tw. 


2-2 
4-3 
6-5 
8-7 
10-1 
13-0 
15-2 
17-3 
19-5 
21-7 
23-8 
26-0 
28-2 
30-4 
82-5 
3*7 
36-9 
390 
41-2 
43-3 


•2168 
•4336 
•6604 
•8672 
10840 
1-30OO 
1-5176 
1-7344 
1-9512 
2^1680 
2-3840 
2^6016 
2-8184 
30350 
32520 
3-4688 
3-6856 
3-9024 
41192 

4-; 


3 

4 
5 
6 
7 
8 
9 

10 
11 
12 
13 
14 
15 
16 
17 
18 
19 
20 


•0625 

•0781 

-1250 

•1662 

•1875 

•2343 

•2600 

•3124 

•3125 

-3906 

•3750 

-4686 

•4375 

-6467 

-5000 

-6248 

•5625 

•7029 

-6250 

•7810 

•6875 

-8591 

•7500 

-9372 

-8125 

10153 

•8750 

1-0934 

•9875 

11715 

10000 

1-2496 

10626 

1-3277 

11250 

1-4058 

ri875 

1-4839 

12600 

1-5620 

-1786 
•2679 
•3572 
•4465 
•5368 
•6251 
•7144 
•8037 
■8930 


10716 
11609 
1-2602 
13395 
1-4288 
1-5181 
1-6074 
1-6967 
1-7860 


Yield  of 
Sulphate 
pergallonin 
lbs.  and 
decimal 
parts. 


-0841 

•1682 

•2523 

-3864 

•4205 

•5046 

•5887 

•6728 

•7569 

•8410 

•9261 

1-0092 

10933 

1-1774 

12615 

1-3456 

1-4297 

1-6138 

1-5979 

16820 


Tlie  weight  of  sulphuric  acid  being  given  in  decimals  renders  it 
very  easy  to  arrive  at  the  weight  necessary  for  every  thousand 
galions  of  liquor,  by  simply  moving  the  decimal  point ;  thus  8-oz. 
liquor  would  rwjuire  500  lbs.  of  concentrated  oil  of  vitriol,  625  lbs. 
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of  brown  oil  of  vitriol,  or  714^  lbs.  chamber  acid  for  every  1000 
gallons,  and  shoidd  yield  in  all  cases  672*8  (say  673)  lbs.  of 
sulphate. 

4.    Combined  Nitrogen  in  Organic  Substances. 

This  process  consists  in  heating  the  dried  substance  in  a 
combustion  tube  with  soda  lime,  by  which  the  nitrogen  is  con- 
verted into  ammonia;  and  this  latter  being  led  into  a  measured 
volume  of  normal  acid  contained  in  a  suitable  bulb  apparatus, 
combines  with  its  equivalent  quantity;  the  solution  is  then 
titrated  residually  with  standard  alkali  for  the  excess  of  acid, 
and  thus  the  quantity  of  ammonia  found. 

As  the  combustion  tube  with  its  arrangements  for  organic 
analysis  is  well  known,  and  described  in  any  of  the  standard  lx>oks 
on  general  analysis,  it  is  not  necessary  to  give  a  description  here. 

Instead  of  leading  the  ammonia  through  normal  acid,  liydro- 
chloric  acid  of  unknown  strength  may  be  used,  the  liquid  brought 
into  the  distilling  apparatus,  and  the  amnionic  chloride  estimated 
by  the  process  described  in  §  18.1. 

When  it  is  necessary  to  estimate  very  minute  portions  of 
ammonia,  it  may  be  brought  into  the  form  of  chloride,  and 
estimated  by  decinormal  silver  solution  (g  38) ;  or  in  many  cases 
preferably  by  Xessler's  test,  described  in  the  section  on  Water 
Analysis. 

6.     Kjeldahl's   Method. 

TliLS  has  met  with  considerable  acceptiince  in  lieu  of  the 
combustion  method,  on  account  of  its  easy  management  and 
accurate  results.  IVIoreover,  unlike  the  combustion  method,  the 
ammonia  is  obtained  free  from  organic  matters  or  colour.  It  was 
first  described  by  the  author  (Z.  a.  C.  xxii.  366),  and  has  since 
been  commented  upon  by  many  operators,  among  whom  are 
Warington  {C.  N.  lii.  162),  Pfieiffer  and  Lehmann  (Z.  a.  C. 
xxiv.  388),  Marcker  and  others  {Z.  a.  C.  xxiii.  553;  xxiv.  199, 
393 ;  XXV.  149,  155 ;  xxvi.  92 ;  xxvii.  222,  398). 

Tlie  process  consists  in  heating  the  organic  substtmce  in  a  fljisk, 
with  concentrated  sidphuric  acid,  to  its  boiling  point,  and  when 
tlie  oxidation  is  nearly  completed,  adding  finely  powdered  per- 
manganate of  potash  in  small  quantities  till  a  green  or  pink  colour 
remains  consttmt :  the  whole  of  the  nitrogen  is  thus  converted  into 
ammonic  sulphate.  The  flask  is  then  cooled,  diluted  with  water 
somewhat,  excess  of  caustic  soda  added,  the  ammonia  distilled  off 
into  standard  acid,  and  the  amount  found  by  titration  in  the  usual 
way. 

Some  practical  difficulties  occur  in  the  i)rocess :  for  instance,  the 
final  distillation  with  concenti-ated  alkali  gives  rise  to  bumping, 
with  a  tendency  to  spray  the  liquid  into  the  tube  which  leads  into 
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the  acid.  To  overcome  this,  it  is  necessary  to  jiiit  two  or  three 
pieces  of  metallic  zinc  into  the  flask,  which,  l)y  the  generation  of 
hydrogen  gas,  facilitate  the  o])eration.  Experience  has  liowe^-er 
shown  that  thougli  this  is  the  case,  there  is  a  greater  chance  of 
the  distillate  l>eing  contaminated  with  traces  of  alkali.  This  is 
especifiUy  so  if  a  large  excess  of  alkali  with  mnch  zinc  is  used. 
Therefore  it  is  proper  to  use  only  a  moderate  excess  of  alkali,  and 
not  much  zinc. 

Another  difficulty  is,  that  if  nitrates  are  present  in  the  comjwund 
analyzetl,  their  reduction  to  ammonia  is  not  certain  nor  regular, 
and  unless  this  difficulty  he  overcome  the  value  of  the  process  is 
limited. 

Warington  has  investigated  this  contingency,  and  finds  that  in. 
order  to  get  rid  of  them  before  the  treatment  with  sulphuric  aciil, 
the  material  is  best  digested  with  ferrous  sulphate  and  strong 
hydrocliloric  acid  with  heat,  finally  carried  to  dryness;  the  sulphuric 
acid  is  then  added,  and  the  i)rocess  carried  out  as  recommended 
by  Kjeldahl.  When  this  metliod  is  adopted  the  nitrates  are 
separately  estimated  by  some  other  method.  In  the  modified 
method  given  below,  the  N  existing  as  nitrate  is  converted  into 
XH^,  so  that  one  operation  estimates  the  whole  of  the  nitrogen 
as  ammonia. 

The  experience  of  many  hundreds  of  operators  since  this 
method  was  first  introduced  has  resulted  in  rendering  it  as  perfect 
as  need  be,  and  no  better  arrangement  of  the  process  qan  be  given 
than  tliat  adopted  by  the  U.  S.  Association  of  Official  Agricultural 
Chemists  (1887 — 8).  This  arrangement  in  all  essential  particulars 
will  now  be  described,  omitting  the  details  as  to  some  of  the  special 
forms  of  apparatus,  and  which  are  not  absolutely  essential.  The 
method  requires  the  following  articles  : — 

1.  Standard  acid,  which  may  be  either  sulphuric  or  hydrochloric ; 
a  convenient  strength  is  semi-normal. 

2.  Standard  alkali,  either  ammonia,  soda,  or  potash,  of  corres- 
ponding strength  to  the  acid. 

3.  Concentrated  sulphuric  acid  free  from  nitrates  and  amnionic 
sulphate.* 

4.  Mercuric  oxide  prepared  in  the  wet  way  or  metallic 
mercury. 

5.  Powdered  potassic  permanganate. 

6.  Granulated  zinc. 

*  Commercial  oil  of  vitriol  freqaentljr  containB  ammonia,  owing  to  the  fact  that 
maken  eometimee  add  ammonic  snlphate  during  concentration  in  order  to  get  rid  of 
nitroQB  oomponnds.  Meldola  and  if  ori  tx  state  that  any  traces  of  ammonia  ma^  b& 
destroyed  hj  digesting  the  acid  for  two  or  three  hours  at  a  temperature  below  boihng, 
with  sodio  or  potassic  nitrite,  in  the  proportion  of  0*5  gm.  oi  the  salt  to  100  c.c.  of 
acid.  Lange  obiected  to  this  treatment,  because  of  the  probable  formation  of  nitro- 
Balj[>hnric  add.    Experiments  haye  since  been  made  by  Moritz  which  prove  that  the 

period  s  ^  " 
acid  ma; 
lanygiT 
acid«  by  making  a  blank  experiment  with  pure  sugar  and  allowing  in  alTcoses  for  the 


saij[>]inric aoo.    Jsxpenments naye  smce been  made byMoritzw 

objection  is  groundless,  provided  the  digestion  is  carried  on  for  a  period  sufficient  to 

expel  the  nitrous  acid  (J7  S.  0. 1,  ix.  443).    The  purification  of  the  acid  may  of  course 

be  obviated  by  ascertaining  once  for  all  the  amount  of  ammonia  in  any  jriven  stock  of 

acid,  by  maUng  a  blank  ex 

amount  of  HH^  so  found. 
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7.  Solution  of  potassic  sulpliicle  in  water,  40  gm.  in  the  liter. 

8.  A  saturated  ablution  of  caustic  soda  free  from  nitrates  or 
nitrites. 

9.  A  suitable  indicator — cocliineal  is  recommended,  but  any 
other  except  phenolphthalein  may  be  used. 

10.  Digestion  fltisks  with  long  neck,  holding  about  200 — 
250  C.C.  These  flasks  should  be  well  annealed  and  not  too  thick — 
the  neck  about  f  incli  wide,  and  3^ — 4  inches  long. 

11.  Distillation  flasks  of  hard  Bohemian  glass,  550 — 600  cc 
cai>acity,  fitted  with  a  rubl>er  stopper  and  a  bulb  tube  above  to 
prevent  the  spray  of  the  boiling  alkaline  liquid  from  being  carried 
over  into  the  condenser.  I  invariably  use  a  tube  of  f  in.  bore, 
with  two  bulbs  1  in.  diameter  just  al)Ove  the  stopper,  and  have 
proved  the  absolute  security  of  this  tube  in  preventuig  the  i)assage 
of  any  trace  of  alkali  into  the  distillate. 

12.  Tlie  condenser.  Owing  to  tlie  undoubted  solubility  of 
glass  in  fresh  distilled  water  containing  ammonia,  it  is  advisable  to 
have  the  condenser  tube  made  of  block  tin.  This  shoidd  be  about 
half-an-inch  wide  externally,  and  is  connected  with  the  bulb  tube 
of  the  distilling  flask  with  stout  pure  rubber  tube.  It  is  surrounded 
by  either  a  metal  or  glass  casing,  through  which  cold  water  is 
passing  in  the  usual  manner.  It  is  very  easy  to  fit  up  such  an 
arrangement  with  the  condenser  tubes  made  entirely  of  glass  sold 
by  the  dealers  in  chemical  apparatus.  The  end  of  the  condenser 
tube  may  bo  simply  inserted  into  the  neck  of  a  flask  containing 
the  standard  acid,  or  it  may  have  a  delivery  tube  coimected  by 
rubber  leading  into  a  beaker.  There  is  no  necessity  in  any  case 
for  dipping  the  delivery  tul^e  into  the  acid. 

The  condenser  recommended  by  the  Association,  when  a  number 
of  estimations  are  carried  on  at  the  same  time,  was  devised  by 
Professor  Johnson,  and  consists  of  a  copper  tank  supported  by 
a  wooden  frame,  so  that  its  bottom  is  1 1  inches  al)ove  the  work- 
bench on  which  it  stiinds.  This  tank  is  16  inches  high,  32  inches 
long,  and  3  inches  wide  from  front  to  back,  widening  above  to 
6  inches.  It  is  provided  with  a  water-supply  tube  which  goes  to 
the  bottom  and  a  larger  overflow  pipe  above.  The  block  tin 
condensing  tubes,  whose  external  diameter  is  ^  of  an  inch,  seven 
in  number,  enter  the  tank  through  holes  in  tlie  front  side  of  it 
near  the  top,  above  the  level  of  the  overflow,  and  pass  down 
perpendicularly  through  the  tank  and  out  through  rubber  stoppers 
tightly  fitted  into  holes  in  the  bottom.  They  project  about 
IJ  inches  below  the  bottom  of  the  tank,  and  are  comiected  by 
short  rubber  tubes  with  glass  bulb  tubes  of  the  usual  shape,  which 
dip  into  glass  precipitating  beakers.  These  beakers  are  6^  inches 
high,  3  inches  in  diameter  below,  somewhat  narrower  above,  and 
of  about  500  cc.  capacity.  The  titration  can  be  made  directly  in 
them.  Tlie  seven  distillation  flasks  are  supported  on  a  sheet-iron 
shelf  attached  to  the  wooden  frame  that  supports  the  tank  in  front 
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of  the  latter.  Where  each  flask  is  to  stand  a  cii'cular  hole  is  cut, 
with  three  projecting  lips,  which  support  the  wire  gauze  under  the 
flask,  and  three  otiier  lips  which  hold  the  flask  in  place  and 
prevent  its  moving  laterally  out  of  place  while  distillation  is  going 
on.  Below  this  sheet-iron  shelf  is  a  metal  tube  carrying  seven 
Bunsen  burners,  each  with  a  stop-cock  like  those  of  a  gas 
combustion  furnace.  These  burners  are  of  larger  diameter  at  the 
top,  which  prevents  smoking  when  covered  with  fine  gauze  to 
prevent  the  flame  from  striking  back. 

13.  The  stand  for  holding  the  digestion  flasks  consists  of 
a  pan  of  sheet-iron,  29  inches  long  by  8  inches  wide,  on  the  front 
of  which  is  fastened  a  shelf  of  sheet-iron  as  long  as  the  pan, 
5  inches  wide  and  4  inches  high.  In  tliis  are  cut  six  holes 
1{  inches  in  diameter.  At  tlie  back  of  the  pan  is  a  stout  wire 
running  lengthwise  of  the  stand,  8  inches  high,  with  a  bend  or 
depression  opposite  each  hole  in  the  shelf.  The  digestion  flask 
rests  with  its  lower  part  over  a  hole  in  the  shelf  and  its  neck  in 
one  of  the  depressions  in  tlie  wire  frame,  which  holds  it  securely 
in  position.  Heat  is  supplied  by  low  Bunsen  burners  below  the 
shelf.  With  a  litUe  care  the  naked  flame  can  be  applied  directly 
to  the  flask  without  danger. 

Aualpns :  Prom  0*7  to  1  gm.  of  the  substance  to  be  analysed  is  brought  Into 
a  digestion  flaek  with  approximately  0*7  gm.  of  mercuric  oxide  or  0*5  gm. 
metal  and  20  c.c.  of  sulphuric  acid.*  The  flask  is  placed  on  wire  gauze  over 
a  small  Bunsen  burner  in  an  upright  position,  or  the  frame  above  described  in 
an  inclined  position,  and  heated  below  the  boiling-point  of  the  acid  for  from 
five  to  fifteen  minutes,  or  until  frothing  has  ceased.  The  heat  is  then  raised 
till  the  acid  boils  briskly.  No  further  attention  is  required  till  the  contents 
of  the  flask  have  become  a  clear  liquid,  which  is  colourless,  or  at  lea^t  has 
only  a  very  pale  straw  colour.  The  flask  is  then  removed  from  the  frame, 
held  upright,  and,  while  still  hot,  permanganate  is  dusted  in  carefully,  and 
in  smaQ  quantity  at  a  time,  till  after  shaking  the  liquid  remains  of  a  green 
or  puipie  colour.  After  cooling,  the  contents  of  the  flask  are  transferred  to 
the  dtftilling  flask  with  water,  and  to  this  25  c.c.  of  potassio  sulphide 
solution  are  added,  50  c.c.  of  the  soda  solution,  or  sufficient  to  make  the 
reaction  strongly  alkaline,  and  a  few  pieces  of  granulated  zinc.  The  flask  is 
at  once  connected  with  the  condenser,  and  the  contents  of  the  flask  are  distilled 
till  all  ammonia  has  passed  over  into  the  standard  acid  contained  in  the 
precipitating  flask  previously  described,  and  the  concentrated  solution  can 
no  longer  be  safely  boiled.  This  operation  usually  requires  from  twenty  to' 
forty  minutes.    The  distillate  is  then  titrated  with  standard  alkali. 

The  use  of  mercury  or  its  oxide  in  this  operation  greatly  shortens  the  time 
necessary  for  digestion,  which  is  rarely  over  an  hour  and  a  half  in  the  case 
of  substances  most  difficult  to  oxidize,  and  is  more  commonly  less  than  an 
hour.  In  most  cases  the  use  of  permanganate  is  quite  unnecessary,  but  it  is 
believed  that  in  exceptional  cases  it  is  required  for  complete  oxidation,  and 
in  view  of  the  uncertainty  it  is  always  used.  Potassic  sulphide  removes  all 
mercury  from  solution,  and  so  prevents  the  formation  of  mercuro-anunonium 

*  Soma  albamiBoid  substances,  sach  as  pure  isinglass,  refuse  apparently  to  yield  the 
theoretical  proportion  of  ammonia  by  treatment  with  ordinary  solphuric  acid  (see 
Oddy  and  Cohen,  J.  8.  C,  I.  ix.  17).  This  may  arise  from  insufficient  heating  or 
froiB  weakness  in  the  odd ;  under  such  circumstances  I  am  inclined  to  think  that  the 
addition  of  some  Nordhausen  acid  to  increase  the  strength  or  some  potassic  snlphoto 
to  increase  tiie  boiling  point  of  the  add  would  insure  a  more  perfect  deoompodtion. 
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compounds  which  are  not  completely  decomposed  by  soda  solution.  The 
addition  of  zinc  gives  rise  to  an  evolution  of  hydrogen,  and  prevents  violent 
bumping.  Previous  to  use  the  reagents  should  be  tested  by  a  blank 
experiment  with  sugar,  which  will  partially  reduce  any  nitrates  that  are 
present  w^hich  might  otherwise  escape  notice. 

The  following  modification  must  be  used  for  the  determination 
of  nitrogen  in  substances  which  contain  nitrates  when  it  is  desired 
to  use  this  method. 

Estixnation  of  Nitrogen,  incladinff  the  Nitrogen  of  Nitrates,  by  a 
Modified  Method  of  Kj  eldahl.— Bring  from  0'7  to  1*4  gm.  of  the 
substance  to  be  analyzed  into  a  Kj eldahl  digesting  flask,  add  to  this  86  c.c. 
of  sulphuric  acid  containing  2  gm.  of  salicylic  acid,  and  shake  thoroughly. 
Then  add  gradually  8  gm.  of  zinc-dust^  shaking  the  contents  of  the  flask  at 
the  same  time.  Pinally,  add  two  or  three  drops  of  platinic  chloride  solution, 
and  place  the  flask  on  the  stand  for  holding  the  digestion  flasks,  where  it 
is  heated  over  a  low  flame  until  all  danger  from  frothing  has  passed.  The 
heat  is  then  raised  until  the  acid  boils  briskly,  and  the  boiling  continued 
until  white  fumes  no  longer  pour  out  of  the  flask.  This  requires  about  five 
or  ten  minutes.  Add  now  about  0  7  gm.  mercuric  oxide,  and  continue  the 
boiling  until  the  liquid  in  the  flask  is  colourless  or  nearly  so.  (In  case  the 
contents  of  the  flask  are  likely  to  become  solid  before  this  point  is  reached 
add  10  c.c.  more  of  sulphuric  acid.)  Complete  the  oxidation  with  a  little 
permanganate  in  the  usual  way,  and  proceed  with  the  distillation  as  described 
above. 

Tlie  titration  of  the  distillate  is  made  in  the  usual  way  with 
methyl  orange  or  some  other  indicator  other  than  phenolphthalein. 
Kj  eldahl  prefers  to  titrate  a  measured  small  portion  of  tlie 
distillate  for  excess  of  acid  by  the  iodine  and  starch  reaction, 
described  in  §  19. 

Tlie  substances  available  for  the  accurate  estimation  of  their 
nitrogen  by  the  Kj  eldahl  method  are:  —  All  amides  antl 
ammonium  bases,  the  pyridine  and  chinolin  bodies,  the  alkaloids, 
the  hitter  principles,  the  albumenoids  and  kindred  substances. 
All  nitro,  nitroso,  azo,  diazo,  hydrazo,  and  amido-azo  compounds 
with  the  compounds  of  nitric  and  nitrous  acid,  however,  require 
previous  treatment  similar  to  that  suggested  by  Warington,  or 
must  be  dealt  with  by  the  modified  process  above  described. 


ACIDIMETBT    OB    THE    TITBATION    OF    ACIDS. 

§  19.  This  operation  is  simi3ly  the  reverse  of  all  that  has  been 
said  of  alkalies,  and  depends  upon  the  same  principles  as  have 
been  explained  in  alkalimetry. 

With  free  liquid  acids,  such  as  hydrochloric,  sulphuric,  or  nitric, 
the  strength  is  generally  taken  by  means  of  the  hydrometer  or 
specific-gravity  bottle,  and  the  amount  of  real  acid  in  the  sample 
ascertained  by  reference  to  the  tables  constructed  by  Otto, 
Bineau,  or  Ure.  The  specific  gravity  may  very  easily  he  taken 
with  the  pipette,  as  recommended  with  ammonia,  and  of  course  the 
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real  acid  may  be  quickly  estimated  by  iionual  caustic  alkali  and  an 
ai)i)ropriate  indicator. 

In  tlie  case  of  titrating  concentrated  acids  of  any  kind  it  is 
l)referable  in  all  cases  to  weigh  accurately  a  small  quantity,  dilute 
to  a  definite  volume,  and  take  an  aliquot  portion  for  the  analysis. 


Belioate  Bnd-reaction  in  Aoidimetry. 

If  an  alkaline  iotlate  or  bromate  be  added  to  a  solution  of  an 
alkaline  iodide  in  the  presence  of  a  mineral  acid,  iodine  is  set  free 
and  remains  dissolved  in  the  excess  of  alkaline  iodide,  giving  the 
solution  the  well-known  colour  of  iodine.  This  reaction  has  been 
long  observed,  and  is  capable  of  being  used  with  excellent  effect  as 
an  indicator  for  the  delicate  titration  of  acids,  and  therefore  of 
alkalies,  by  the  residual  method.  Kjeldahl,  for  instance,  uses  it 
in  his  ammonia  process,  where  the  distillate  contains  necessarily  an 
excess  of  standard  acid.  The  reaction  is  definite  in  character,  and 
may  be  used  in  various  ways  in  volumetric  processes.  For  instance, 
potassic  bromate  liberates  iodine  in  exact  proportion  to  its  contained 
oxygen  in  the  presence  of  excess  of  dilute  mineral  acid,  and  the 
iodine  so  lil^erated  maybe  accurately  titrated  with  sodic  thiosulphate. 
In  aciilimetry,  however,  the  method  is  simply  used  for  its  exceeding 
4lelicacy  as  an  end-reaction,  one  drop  of  y^  sulphuric,  nitric,  or 
hydrochloric  acid  being  quite  sufficient  to  cause  a  deep  blue  colour 
in  the  presence  of  starch. 

The  adjustment  of  the  standard  liquids  is  made  as  follows : — 
2  or  3  C.C.  of  jjf  acid  is  run  into  a  flask,  diluted  somewhat  witli 
water,  and  a  crystal  or  two  of  potassic  iotlide  thrown  in ;  1  or  2  c.c. 
of  a  5  i)er  cent,  solution  of  potassic  iodate  are  then  ailded,  which 
at  once  produces  a  brown  colour,  due  to  free  iodine.  A  solution 
of  sodic  thiosulphate  is  a<lded  from  a  burette,  with  constant 
shaking,  until  the  colour  is  nearly  discharged;  a  few  drops  of 
freshly  prepared  starch  indicator  are  now  ]X)ured  in,  and  the  blue 
colour  removed  by  the  very  cautious  atldition  of  thiosulphate. 
The  quantity  of  thiosulphate  used  represents  the  comparative 
strengtlis  of  it  and  the  standard  acid,  and  is  used  as  the  basis 
of  calcidation  in  other  titrations.  The  first  discharge  of  the  blue 
colour  must  be  taken  in  all  cases  as  the  correct  ending,  because  on 
standing  a  few  minutes  the  blue  colour  re-occurs,  due  to  some 
obscure  reaction  from  the  thiosulphate.  This  has  been  probably 
regarded  as  one  of  the  drawbacks  of  the  process,  and  another  is  the 
instability  of  the  thiosulphate  solution;  but  these  by  no  means 
invalidate  its  accuracy,  and  it  moreover  jx)ssesses  the  advantage  of 
being  applicable  to  excessively  dilute  solutions,  and  may  be  used 
by  artificial  light  The  organic  acids  cannot  be  estimated  by  this 
method,  the  action  not  being  regular.  Xeutral  alkaline  and  alkaline 
earthy  salts  have  no  interference,  but  salts  of  the  organic  acids  and 
borates  must  be  absent. 
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ACBTIC   ACID. 

§  20.  In  consequence  of  the  anomaly  existing  between  the  sp.  gr. 
of  strong  acetic  acid  and  its  actual  strength,  the  hydrometer  is  not 
reliable,  but  the  volumetric  estimation  is  now  rendered  extremely 
accurate  by  using  phenolphthalein  as  indicator,  acetates  of  the 
alkalies  and  alkaline  earths  having  a  perfectly  neutral  beha\'iour  to 
this  indicator.  Even  coloured  vinegars  may  be  titrated  when 
highly  diluted.  WTiere,  however,  the  colour  is  too  much  for  this 
method  to  succeed,  recourse  must  be  had  to  litmus  paj^er,  upon 
which  streaks  of  the  liquid  should  be  made  from  time  to  time 
during  the  titration  with  a  glass  rod. 

Several  processes  have  at  various  times  been  suggested  for  the 
accurate  and  ready  estimation  of  acetic  acid,  among  which  is  that 
of  Oreville  Williams,  by  means  of  a  standard  solution  of  lime 
syrup.     The  results  obtained  were  very  satisfactory. 

C.  Mohr's  process  consists  in  adding  to  a  known  quantity  of 
the  acid  a  known  excessive  quantity  of  baric  or  calcic  carbonate  in 
fine  powder.  Pure  calcic  carbonate  is  preferable,  as  it  dissolves 
more  readily  tlian  baric  salt  When  the  decomposition  is  as  nearly 
as  possible  complete  in  the  cold,  the  mixture  must  be  heated  to 
expel  the  CO^,  and  to  complete  the  saturation;  the  residual 
carbonate  is  then  brought  upon  a  filter,  washed  with  boiling  water, 
and  titrated  with  excess  of  normal  acid  and  back  with  alkali. 

This  process  is  applicable  in  all  cases,  and  however  dark  the 
colour  may  be.  In  testing  the  impure  bro^vn  pyroligneous  acid  it 
is  especially  serviceable. 

Pettenkofer  titrates  acetic  acid  or  vinegar  witli  a  known 
excess  of  baryta  water;  and  estimates  the  excess  of  the  latter 
with  yjj^  nitric  or  oxalic  acid  by  the  help  of  turmeric  paper. 

The  titration  of  acetic  acid  or  vinegar  may  also  be  j^erfomied  by 
the  ammonio-cupric  solution  described  in  §  14.10. 

1.  Free  Mineral  Acids  in  Tineflrar. — Hehner  has  devised  an 
excellent  method  for  this  purpose  (Analyst  i.  105). 

Acetates  of  the  alkalies  are  always  present  in  commercial  vinegar; 
and  when  such  vinegar  is  evaporated  to  dryness,  and  the  ash  ignited, 
the  alkalies  are  converted  into  carbonates  having  a  distinct  alkaline 
reaction  on  litmus;  if,  however,  the  ash  has  a  neutral  or  acid 
reaction,  some  free  mineral  acid  must  have  been  present.  The 
alkalinity  of  the  ash  is  diminished  in  exact  proportion  to  the 
amount  of  mineral  acid  added  to  the  vinegar  as  an  adulteration. 
Hence  the  following  process : — 

60  C.C.  of  the  vinegar  are  mixed  with  26  c.c.  of  ^  soda  or  potash,  evaporated 
to  dryness,  and  ignited  at  a  low  red  heat  to  convert  the  acetates  into  carbonates ; 
when  cooled,  25  c.c.  of  ^  acid  are  added ;  the  mixture  heated  to  expel  C0% 
and  filtered ;  after  washing  the  residue,  the  filtrate  and  washings  are  exactly 
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titmted  with  ^  iJkali ;  the  Tolume  so  used  equals  the  amount  of  mineral 
acid  present  in  the  60  c.c.  of  vinegar. 
1  cc.  /v  alkali=0-0049  gm.  H^SQ*  or  0*008637  gm.  HCl. 

If  the  vinegar  contains  more  than  0^2  per  cent  of  mineral  acid, 
more  than  25  c.c.  of  ^  alkali  must  be  used  to  tlie  50  cc.  vinegar 
before  evaporating  and  igniting. 

2.  Acetates  of  the  Alkalies  and  Earths. — These  salts  arc 
converted  by  ignition  into  carbonates,  and  can  be  then  residually 
titrated  with  normal  acid ;  no  other  organic  acids  must  be  present, 
nor  must  nitrates,  or  similar  compounds  decomposable  by  heat. 
1  cc  normal  acid  =  0'06  gm.  acetic  acid. 

3.  Metallic  Acetates. — ^Neutral  solutions  of  lead  and  iron  acetates 
may  be  precipitated  bv  an  excess  of  nonnal  sodio  or  potassic  carbonate,  the 
precipitate  well  boiled,  filtered,  and  washed  with  hot  water,  the  filtrate  and 
washings  made  up  to  a  definite  volume,  and  an  aUquot  portion  titrated  with 
N  (NT  ^  acid ;  the  difference  betwe^i  the  quantity  so  used  aad  calculated  for 
the  original  volume  of  allcali  will  represent  the  acetic  aoid. 

If  such  solutions  contain  free  acetic  or  mineral  acids,  they  must 
be  exactly  neutralized  previous  to  treatment. 

If  other  salts  than  acetates  are  present,  the  process  must  be 
modified  as  follows : — 

Precipitate  with  alkaline  carbonate  in  excess,  exactly  neutralize  with 
hydrochloric  acid,  evaporate  the  whole  or  part  to  dryness,  ignite  to  convert 
the  acetates  into  carbonates,  then  titrate  residually  with  noimal  acid.  Any 
other  organic  acid  than  acetic  will,  of  course,  record  itself  in  terms  of  acetic 
acid. 

4.  Commercial  Acetate  of  Lime. — Tlie  methods  just  described 
are  often  valueless  in  the  case  of  this  substance,  owing  to  tarry 
matters,  which  readily  produce  an  excess  of  carbonates. 

Fresenius  {Z,  0.  C.  xiii.  153)  adopts  the  following  process  for  tolerably 
pore  samples:-— 6  gm.  are  weighed  and  transferred  to  a  250  cc  flask, 
dianlved  in  about  150  c.c.  of  wuter,  and  70  cc.  of  normal  oxalic  acid  added ; 
the  flask  is  then  well  shaken,  and  filled  to  the  mark,  2  cc.  of  water  are  added 
to  allow  for  the  volume  occupied  by  the  precipitate,  the  whole  is  again  well 
shaken,  and  left  to  settle.  The  solution  is  then  filtered  through  a  dry  filter 
into  a  dry  flask :  the  volume  so  filtered  must  exceed  20O  c.c. 

100  c.c  are  first  titrated  with  normal  alkali  and  litmus;  or,  if  highly 
coloured,  by  help  of  litmus  or  turmeric  paper;  the  volume  used  multiplied 
by  2*5  will  give  the  volume  for  5  gm. 

Another  100  c.c.  are  precipitated  with  solution  of  pure  calcic  acetate  in 
slight  excess,  warmed  gently,  the  precipitate  allowed  to  settle  somewhat, 
then  filtered,  well  washed,  dned,  and  strongly  ignited,  in  order  to  convert 
the  oxalate  into  calcic  carbonate  or  oxide,  or  a  mixture  of  both.  The  residue 
fo  obtained  is  then  decomposed  with  excess  of  normal  acid,  and  titrated 
residttally  with  normal  alkali.  By  deducting  the  volume  of  acid  used  to 
nentnlize  the  precipitate  from  that  of  the  alkali  used  in  the  first  100  cc, 
and  multiplying  by  2*5,  is  obtained  the  volume  of  alkali  expressing  the 
veight  of  acetic  acid  in  the  5  gm.  of  acetate. 

0  2 
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In  the  case  of  very  impure  and  highly  coloured  samples  of 
acetate,  it  is  only  possible  to  estimate  tlie  acetic  acid  by  repeated 
distillations  with  phosphoric  acid  and  water  to  incipient  dryness, 
and  then  titrating  the  acid  direct  with  ^  alkali,  each  c.c  of  which 
represents  0*006  gm.  acetic  acid. 

The  distillation  is  best  arranged  as  suggested  by  Stillwell  and 
Gladding,  or  later  by  Karcourt  Phillips  ((7.  X,  Hii.  181). 

A  100  to  120  CO.  retort,  the  tubulure  of  which  carries  a  small  fumid 
fitted  in  with  a  caoutchouo  stopper,  and  the  neck  of  the  funnel  stopped 
tightly  with  a  glass  rod  shod  with  elastic  tube,  is  supported  upon  a  stand  in 
such  a  way  that  its  neck  inclines  upwards  at  about  forty-five  degrees :  the  end 
of  the  neck  is  drawn  out,  and  bent  so  as  to  fit  into  the  condenser  by  help  of 
an  elastic  tube.  The  greater  part  of  the  retort  neck  is  coated  with  flannel,  so 
as  to  prevent  too  much  condensation. 

1  gm.  of  the  sample  b^ing  pUiced  in  the  retort,  10  c.c.  of  a  40  per  cent, 
solution  of  P'O*  is  added,  together  with  as  much  water  as  will  make  about 
50  c.c.  A  small  naked  flame  is  used,  and  if  carefully  manipulated,  the 
distillation  may  be  carried  on  to  near  dryness  without  endangering  the 
retort.  After  the  first  operation  the  retort  is  allowed  to  cool  somewhat,  then 
50  c.c.  of  hot  water  added  through  the  funnel,  another  distillation  made  as 
before,  and  the  same  repeated  a  third  time,  which  will  suflice  to  carry 
over  2ill  the  acetic  acid.  The  distillate  is  then  titrated  vrith  alkali  and 
phenolphthalein. 

By  this  arrangement  the  frothing  and  spirting  is  of  no  con- 
sequence, and  the  whole  process  can  be  completed  in  less  than 
an  hour.     The  results  are  excellent  for  techniad  purposes. 

"Weber  (Z.  a.  C.  xxiv.  614)  has  devised  a  ready  and  fairly  accurate 
method  of  estimating  the  real  acetic  acid  in  samples  of  acetate 
of  lime,  based  on  the  fact  that  acetate  of  silver  is  insoluble  in 
alcohol. 

The  Analysis  :  10  gm.  of  the  sample  in  powder  is  placed  in  a  250  c.c.  flask, 
a  little  water  added,  and  heated  till  all  soluble  matters  are  extracted,  cooled, 
and  made  up  to  the  measure :  25  c.c.  are  then  filtered  through  a  dry  filter, 
put  into  a  beaker,  50  c.c.  of  absolute  alcohol  added,  and  the  acetic  acid  at 
once  precipitated  with  an  alcoholic  solution  of  silver  nitrate.  The  silver 
acetate,  together  with  any  chloride,  sulphate,  etc.,  separates  free  from  colour. 
The  precipitate  is  brought  on  a  filter,  well  washed  with  60  per  cent,  alcohol 
till  the  free  silver  is  removed ;  precipitate  is  then  dissolved  in  weak  nitric 
acid,  and  titrated  with  ^  salt  solution.  Each  c.c.  represents  0*006  gm. 
acetic  acid. 

Several  trials  made  in  comparison  with  the  distillation  method 
with  phosphoric  acid  gave  practically  the  same  results. 

A  good  technical  process  has  been  devised  by  Grimshaw 
(Allen's  Organic  Analysu  i.  397).  10  gm.  of  the  sample  is  treated 
with  water  and  an  excess  of  sodic  bisulphate  (XaHSO*),  the 
mixture  diluted  to  a  definite  volume,  filtered,  and  a  measured 
portion  of  the  filtrate  titrated  with  standard  alkali;  a  similar 
portion  meanwhile  is  evaporated  to  dryness  "witli  repeated  moisten- 
ing with  water,  to  drive  oflf  all  free  acetic  acid.     The  residue  is 
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dissolved  and  titrated  with  standard  alkali,  when  the  difference 
between  the  volume  now  required  and  that  used  in  the  original 
solution  will  correspond  to  the  acetic  acid  in  the  sample.  Litmus 
paper  is  the  proper  indicator. 


CITBIC    ACID. 

C«O'H8  +  H2O  =  210. 

§  21.  This  acid  in  the  free  state  may  readily  be  titrated 
with  pure  normal  soda  and  phenolphthalein.  1  c.c.  normal  alkali 
=  0*07  gm.  crystallized  citric  acid. 

1.  Citrates  of  the  Alkalies  and  Earths. — These  citrates  may  be 
treated  Mrith  neutral  solution  of  lead  nitrate  or  acetate,  in  the  absence  of 
other  acids  precipitable  by  lead.  The  lead  citrate  is  washed  with  a  mixture 
of  equal  parts  alcohol  and  water,  the  precipitate  suspended  in  water,  and 
H^S  passed  into  it  till  all  the  lead  is  converted  into  sulphide;  the  clear 
liquid  is  then  boiled  to  remove  H'S,  and  titrated  with  normal  alkali. 

2.  Fruit  Juices,  etc. — If  tartaric  is  present,  together  with  free 
citric  acid,  the  fonner  is  first  separated  as  potassic  bitartrate, 
which  can  very  well  be  done  in  the  presence  of  citric  acid,  as 
follows : — 

A  cold  saturated  proof  spirit  solution  of  potassic  acetate  is  added  to  a 
somewhat  strong  solution  of  the  mixed  acids  in  proof  spirit,  in  sufficient 
quantity  to  separate  all  the  tartaric  acid  as  bitartnUe,  which  after  stirring 
well  is  allowed  to  stand  some  hours ;  the  precipitate  is  then  transferred  to  a 
filter,  and  first  washed  with  proof  spirit,  then  rinsed  off  the  filter  with  a  oold 
saturated  solution  of  potassic  bitartrate,  and  allowed  to  stand  some  hours, 
with  occasional  stirring ;  this  treatment  removes  any  adhering  citrate.  The 
bitartrate  is  again  brought  on  to  a  filter,  washed  once  with  proof  spirit,  then 
dissolved  in  hot  water,  and  titrated  with  normal  alkali,  1  c.c.  of  which= 
0*15  gm.  tartaric  acid. 

The  first  filtrate  may  be  titrated  for  the  free  citric  acid  present  after 
evaporating  the  bulk  of  the  alcohol. 

8.  Lime  and  Lemon  Juioes — The  citric  acid  contained  in  lemon, 
lime,  and  similar  juices,  may  be  very  fairly  estimated  by 
Warington's  method  (J,  C,  S.  1875,  934). 

15  or  20  c.c,  of  ordinary  juice,  or  3—4  c.c.  of  concentrated  juice,  are  first 
exactly  neutralized  with  pure  normal  soda,  made  up,  if  necessary,  to  about 
50  c.c,  heated  to  boiling  in  a  salt  bath,  and  so  much  solution  of  calcic 
chloride  added  as  to  be  slightly  in  excess  of  the  organic  acids  present.  The 
mixture  is  kept  at  the  boiling  point  for  about  half-an-hour,  the  precipitate 
collected  on  a  filter  and  washed  with  hot  water,  filtrate  and  washings  concen- 
trated to  about  15  c.c,  and  a  drop  of  ammonia  added ;  this  will  produce  a 
further  precipitate,  which  is  collected  separately  on  a  very  small  filter  by 
help  of  the  previous  filtrate,  then  washed  with  a  small  quantity  of  hot  water. 
Both  filters,  with  their  precipitates,  are  then  dried,  ignited  at  a  low  red  heat, 
and  the  ash  titrated  with  normal_j}r  ^  acid,  each  c.c.  of  which  represents 
respectively  007  or  0007  gm  H^  Ci  +  IPO. 
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OXAIilC  ACID. 

C2H2042H20=126. 

§  22.  Thb  free  acid  can  be  accurately  titrated  witli  nonnal 
alkali  and  phenolplithalein. 

In  combination  with  alkalies,  the  acid  can  be  precipitated  with  calcic 
chloride  as  calcic  oxalate,  where  no  other  matters  occur  precipitable  by 
calcium ;  if  acetic  acid  is  present  in  slight  excess  it  is  of  no  consequence,  as 
it  prevents  the  precipitation  of  small  quantities  of  sulphates.  The  precipi- 
tate is  well  washed,  dried,  ignited,  and  titrated  with  normal  acid,  1  c.c.  of 
which=0-068  gm.  0. 

Acid  oxalates  are  titrated  direct  for  the  amount  of  free  acid. 
The  reaction  continues  to  be  acid  until  alkali  is  added  in  such 
proportion  that  1  molecide  acid  =  2  atoms  alkali  metal 

The  combined  acid  may  be  found  by  igniting  the  salt,  and 
titrating  the  residual  alkaline  carbonate  as  above. 

The  estimation  •  of  oxalic  acid  in  various  combinations  by 
permanganate  is  fully  explained  in  §  §  30.2  (c)  and  48. 


PHOSPHOBIC    ACID. 

P205=142. 

§  23.  Free  tribasic  phosphoric  acid  cannot  be  titrated  directly 
with  normal  alkali  in  the  same  manner  as  most  free  acids,  owing  to 
the  fact,  that  when  an  alkaline  base  (soda,  for  instance)  is  added  to 
the  acid,  a  combination  occurs  in  which  at  one  and  the  same  time 
red  litmus  paper  is  turned  blue  and  blue  red.  Tliis  fact  has  l)een 
repeatedly  noticed  in  the  case  of  some  specimens  of  urine,  also  in 
milk.  In  order,  therefore,  to  estimate  phosphoric  acid,  or  alkaline 
phosphates,  alkalimetrically,  it  is  necessary  to  prevent  the  formation 
of  soluble  phosphate  of  alkali,  and  to  bring  the  acid  into  a  definite 
compound  \Wtli  an  alkaline  earth.  Such  a  method  gives  tolerably 
good  results  when  carried  out  as  follows : — 

The  solution  of  free  acid,  or  its  acid  or  neutral  combination  with  alkali  in 
a  somewhat  dilute  state,  is  placed  in  a  flask,  and  a  known  volume  of  normal 
alkali  in  excess  added,  in  order  to  convert  the  whole  of  the  acid  into  a  basic 
salt;  a  drop  or  two  of  rosolic  acid  is  added,  then  sufficient  neutral  baric 
chloride  poured  in  to  combine  with  all  the  phosphoric  acid,  the  mixture  is 
heated  nearly  to  boiling ;  and,  while  hot,  the  excess  of  alkali  is  titrated  with 
normal  acid.  The  suspended  baric  phosphate,  together  with  the  liquid, 
posBeflses  a  rose-red  colour  until  the  last  drop  or  two  of  acid,  after  continuous 
hea^g  and  agitation,  gives  a  permanent  white  or  slightly  yellowish,  milky 
i^peaiaoce,  when  the  process  is  ended. 

The  volume  of  normal  alkali,  less  the  volume  of  acid,  represents  the 
amount  of  alkali  required  to  convert  the  phosphoric  acid  into  a  chemically 
neutral  salt,  e^.  trisodic  phosphate.  1  c.c.  alkali =0*02366  gm.  P^.  In 
dealing  with  small  quantities  of  material,  it  is  better  to  use  t  <>'  iV  standard 
solutions. 
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Thompson  has  shown  in  his  researches  on  the  indicators,  that 
phosphoric  acid,  either  in  the  free  state,  or  in  combination  with 
soda  or  potash,  may  with  very  fair  accuracy  be  estimated  by  the 
help  of  methyl  orange  and  phenolphthalein.  If,  for  instance, 
normal  potash  be  added  to  a  solution  of  phosphoric  acid  until  the 
pink  colour  of  methyl  orange  is  discharged,  KH^pQ*  jg  formed 
(112  KHO=142  P^O^).  If  now  phenolphthalein  is  added,  and 
the  addition  of  potash  continued  until  a  red  colour  occurs,  K^HPO 
is  formed.  (Again  112  KHO=:142  P^O^.)  On  adding  standard 
hydrochloric  or  sulphuric  acid,  until  the  pink  colour  of  methyl 
orange  reappears,  the  titration  with  standard  potash  may  be 
repeated. 

Many  attempts  have  been  made  to  utilize  these  reactions  for  the 
accurate  estimation  of  P^O^  in  manures,  etc.,  but,  so  far  as  my 
own  experience  goes,  without  adequate  success. 

Tttnitioai  as  ATrnnrniio-magnealaii  Phospduita. — S  to  lb  a  {Cliem, 
Cent.  1866,  727,  728)  adopts  an  alkalimetric  method,  which 
<lei)ends  uix)n  the  fact,  that  one  molecide  of  the  double  salt 
requires  two  molecules  of  a  mineral  acid  for  saturation. 

The  precipitation  is  made  with  magnesia  mixture,  well  washed  with 
ammonia,  and  the  latter  completely  removed  by  washing  with  alcohol  of 
50  or  60  per  cent.  The  precipitate  is  then  dissolved  in  a  measured  excess 
of  ^  add,  methyl  orange  added,  and  the  amount  of  acid  required  found  by 
titration  with  ^  alkali.  Care  must  be  taken  that  all  free  ammonia  is 
removed  from  the  filter  and  precipitate,  and  that  the  whole  of  the  double 
salt  is  decomposed  by  the  acid  before  titration,  which  may  always  be  insured 
bj  using  a  rather  large  excess  and  warming.    The  titration  is  carried  on  cokL. 

This  method  has  given  me  very  good  results  in  comparison  "with 
the  gravimetric  method.  The  same  process  is  applicable  to  tlie 
estimation  of  arsenic  acid,  and  also  of  magnesia. 

1  C.C  of  -^  acid  =  000355  gm.  P^O^ 
„  „  =0-00575  gm.  As203 

=  0-002       gm.  MgO 

The  reaction  in  the  case  of  phosj)horic  acid  may  be  expressed  as 
follows : — 

Mg  (NH-*)  PO^  +  2HC1  =  (XH*)  WVO^  +  MgCR 


STJIiFHCrBIC     AHUYDKIDE. 

SO3  =  80. 

§  24.  XoRDHAUSBN  OT  fumiug  sulphuric  acid  consists  of  a 
mkture  of  SO^  and  H^SO*.  When  it  is  rich  in  SO^  it  occurs  in 
a  solid  form,  and  being  very  hygroscopic  cannot  be  weighed  in  the 
ordinary  manner.  Its  strengtli  is  therefore  best  taken  in  the  way 
recommended  by  Mess  el  as  foUows ; — A  very  thin  bulb  tube  with 
capillary  ends  is  inserted  into  a  bottle  of   the  melted  acid     The 
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ends  are  bent  like  the  letter  /,  the  bulb  being  in  the  middle.  Tlie 
bottle  should  be  of  such  size,  that  one  end  of  the  tube  projects  out 
of  its  mouth.  As  soon  as  the  bulb  is  filled,  the  upj)er  capillary 
end  is  sealed,  the  tube  lifted  out,  wiped,  inverted,  and  tlie  other 
end  sealed ;  the  tube  is  then  carefully  wiped  with  blotting  paper 
till  dry  and  clean,  then  weighed.  A  stoi)pered  bottle,  just  large 
enough  to  allow  tlie  tube  being  placed  loosely  inside  it,  is  then 
about  one-third  filled  with  water,  the  tube  gently  inserted,  the 
stopper  replaced,  held  fimdy  in  by  the  hand,  and  a  vigorous  shake 
given  so  as  to  break  the  tube.  A  sudden  vibration  occurs  from 
contact  of  the  acid  witli  the  water,  but  no  danger  is  incurre<l. 
A  white  cloud  is  seen  on  the  sides  of  the  bottle,  which  disappears 
on  shaking  for  a  few  minutes.  After  the  bottle  is  cooled  the 
contents  are  emptied  into  a  measuring  flask.  An  aliquot  portion 
is  tlien  taken  out  and  titrated  with  ^u  iodine  for  SO*^,  which  i.s. 
always  present  in  small  quantity  :  anotlier  portion  is  titrated  with 
standard  alkali  and  methyl  orange  for  sulphuric  acid. 


TABTABIG    ACID. 

C^H«0«=150. 

§  25.  Thb  free  acid  may  be  readily  titrated  with  normal  alkali 
and  phenolphthalein. 

1  C.C.  alkali  =  0*075  gm.  tartaric  acid. 

Tlie  amount  of  tartaric  acid  existing  in  tartaric  acid  liquors  is 
best  estimated  by  precii)itation  as  potassic  l)itartrate ;  tlie  same  is 
also  the  case  with  crude  argols,  lees,  etc.  Manufacturers  are  highly 
indebted  to  Warington  and  Grosjean  for  most  exhaustive 
papers  on  this  subject,  to  which  reference  should  be  made  by  all 
who  desire  to  study  the  nature  and  analysis  of  all  commercial  com- 
pounds of  citric  and  tartaric  acids  (Warington,  /.  C.  S.  1875, 
925—994;  Grosjean,  /.  C.  S.  1879,  341—356). 

Without  entering  into  the  copious  dettiils  and  explanations  given 
by  these  authorities,  the  methoils  may  be  summarized  as  follows  : — 

1.    Commercial  Tartrates. 

In  the  case  of  good  clean  tartars,  even  though  they  may  contain  sulphates 
and  carbonates,  very  accurate  results  may  be  obtained  by  indirect  methods. 

(a)  The  very  finely  powdered  sample  is  first  titrated  "with  normal  alkaH, 
and  thus  the  amount  of  tartaric  acid  existing  as  bitartrate  is  found ;  another 
portion  of  the  sample  is  then  calcined  at  a  moderate  heat,  and  the  ash 
titrated.  By  deducting  from  the  volume  of  acid  so  used  the  volume  used 
for  bitartrate,  the  amount  of  base  corresponding  to  neutral  tartrates  is 
obtained. 

(b)  The  whole  of  the  tartaric  acid  is  exactly  neutrahzed  with  caustic 
soda,  evaporated  to  drj-ness,  calcined,  and  the  ash  titrated  with  normal  acid ; 
the  total  tartaric  acid  is  then  calculated  from  the  volume  of  standard  acid 
used;   any  other  organic  acid  present  will  naturally  be  included  in  this 
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amount.    In  the  case  of  fairly  pure  tartars,  etc.,  this  probable  error  may  bo 
disregarded. 

Waring  ton's  description  of  the  first  process  is  as  follows : — 

5  gm.  of  the  finely  powdered  tartar  are  heated  with  a  little  water  to 
dissolve  any  carbonates  that  may  be  present.  If  it  is  wished  to  guard  against 
crystalline  carbonates,  6  c.c.  of  standard  HCl  are  added  in  the  first  instance, 
and  the  heating  is  conducted  in  a  covered  beaker.  Standard  alkali  is  next 
added  to  the  extent  of  about  three-fourths  of  the  amount  required  by  a  good 
tartar  of  the  kind  examined,  plus  that  equivalent  to  the  acid  used,  and  the 
whole  is  brought  to  boiling;  when  nearly  cold,  the  titration  is  finished. 
!From  the  amount  of  alkali  consumed,  minus  that  required  by  the  HCl,  the 
tartaric  acid  present  as  acid  tartrate  is  calculated. 

2  gm.  of  the  powdered  tartar  are  next  weighed  into  a  platinum  crucible 
with  a  well-fitting  lid ;  the  crucible  is  placed  over  an  argand  burner ;  heat  is 
first  applied  very  gently  to  dry  the  tartar,  and  then  more  strongly  till 
inflammable  gas  ceases  to  be  evolved.  The  heat  should  not  rise  above  very 
low  redness.  The  black  ash  is  next  removed  with  water  to  a  beaker.  If  the 
tartar  is  known  to  be  a  good  one,  20  c.c.  of  standard  H*SO*  are  now  run 
from  a  pipette  into  the  beiiker,  a  portion  of  the  acid  being  used  to  rinse  the 
crucible.  The  contents  of  the  beaker  are  now  brought  to  boiling,  filtered, 
and  the  free  acid  determined  with  standard  alkali.  As  the  charcoal  on  the 
filter  under  some  circumstances  retains  a  little  acid,  even  when  well  washed, 
it  is  advisable  when  the  titration  is  completed  to  transfer  the  filter  and  ite 
contents  to  the  neutralized  fluid,  and  add  a  further  amount  of  alkali  if 
necessary.  From  the  neutralizing  power  of  a  gram  of  burnt  tartar  is 
subtracted  the  acidity  of  a  gram  of  unburnt  tartar,  both  expressed  in  c.c.  of 
standard  alkali,  the  difference  in  the  neutralizing  power  of  the  bases  existing 
as  neutral  tartrates,  and  is  then  calculated  into  tartaric  acid  on  this 
assumption.* 

If  the  tartar  is  of  low  quality,  6  c.c.  of  solution  of  hydrogen  peroxide 
(1  volumc:=10  volumes  O)  are  added  to  the  black  ash  and  water,  and 
immediately  afterwards  the  standard  acid ;  the  rest  of  the  analysis  proceeds 
as  already  described ;  the  small  acidity  usually  belonging  to  the  peroxide 
solution  must,  however,  be  known  and  allowed  for  in  the  calculation.  By 
the  use  of  hydrogen  peroxide  the  sulphides  formed  during  ignition  are 
reconverted  into  sulphates,  and  the  error  of  excess  which  their  presence 
would  occasion  is  avoided. 

Tlie  above  method  does  not  give  the  separate  amounts  of  acid 
and  neutral  tartrates  in  the  presence  of  carbonates,  hnt  it  gives  the 
correct  amount  of  tartaric  acid ;  it  is  also  correct  in  cases  where 
free  tjirtaric  acid  exists,  so  long  Jis  the  final  residts  show  that  some 
acid  existed  as  neutral  salt.  Whenever  this  method  shows  that 
the  acidity  of  tlie  original  substance  is  greater  than  the  neutralizing 
power  of  the  ash,  it  will  be  necessary  to  use  the  method  h,  which 
is  the  only  one  capable  of  giving  good  results  when  the  sample 
contains  much  free  tartaric  acid. 

Insteatl  of  the  alkalimetric  estimation  in  both  the  above  methods, 
equally  good  results  may  be  got  by  a  carbonic  acid  detennination 

*  It  is  obTioofl  that  the  neatralizing  power  of  the  ash  of  an  acid  tartrate  is  exactly 
tiie  same  as  the  acidity  of  the  same  tartrate  before  bamintr.  In  making  the  OEJcnla- 
tions,  it  most  be  remexbbered  that  the  value  of  the  alkali  in  tartaric  acid  is  twice  as 
great  in  the  calculation  made  from  the  acidity  of  the  unbnmt  tartar,  as  in  the 
ctlcolation  of  the  acid  eiisting  as  nentral  tartrates. 
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in  the  ash  with  Scheibler's  apparatus  (§  26.6),  or  any  of  the 
usmil  methods. 

2.     Tartaric   Aoid   liiquors. 

01(1  factory  liquors  contain  a  great  variety  of  substances  gradually 
iiccumulated,  from  which  the  actual  tartaric  acid  can  only  be 
seimrated  as  bitartrate  by  tlie  following  process : — 

(c)  A  quantity  of  Uquor  containing  2—4  gm.  of  tartaric  acid,  and  of 
30—40  c.c.  yolume,  is  treated  with  a  saturated  solution  of  neutral  potassic 
citrate,  added  drop  by  drop  with  constant  stirring.  If  free  sulphuric  add  is 
present  no  precipitate  is  at  first  produced ;  but  as  soon  as  the  acid  is  satisfied, 
the  bitartrate  begins  to  appear  in  streaks  on  the  sides  of  the  vessel.  "When 
this  is  seen,  the  remainder  of  the  citrate  is  measured  in  to  avoid  an  undue 
excess:  i  c.c.  of  a  saturated  solution  of  potassic  citrate  will  be  found 
sufi&cient  to  precipitate  the  maximum  of  4  grams  of  tartaric  acid  supposed  to 
be  present.  If  the  liquor  contain  a  great  deal  of  sulphuric  acid,  a  fine 
precipitate  of  potassic  sulphate  will  precede  the  formation  of  bitartrate,  but 
is  easily  distinguished  from  it  With  Uquors  rich  in  sulphuric  acid,  it  is 
advisable  to  stir  the  mixture  vigorously  at  intervals  for  half  an  hour,  then 
proceed  as  in  8  <{. 

Gr  OS  jean  modifies  this  process' by  precipitating  the  liquor  with  an  excess 
of  calcic  carbonate,  then  boiling  the  mixture  with  excess  of  potassic  oxalate. 
By  this  means  the  alumina,  iron,  phosphoric  and  sulphuric  acids  are  thrown 
down  with  the  calcic  oxalate,  and  the  precipitate  allows  of  ready  filtration. 
The  separation  as  bitartrate  then  follows,  as  in  d, 

3.     Very   impure   Lees   and   Areola. 

Grosjean  (/.  C,  S.  1879,  341)  gives  a  succinct  method  for 
the  treatment  of  tliese  substtinces,  based  on  Waring  ton's  original 
oxalate  process,  the  principle  of  which  is  as  follows : — 

The  finely  ground  sample  (=about  2  gm.  tartaric  acid)  is  first  moistened 
with  a  little  water,  heated  to  100**  C,  then  digested  for  15  minutes  or  so  with 
an  excess  of  neutral  potassic  oxalate  (the  excess  must  not  be  kss  than 
1*6  gm.),  and  nearly  neutralized  nith  potash.  After  repeated  stirring,  the 
mixture  is  transferred  to  a  vacuum  filter,  and  the  residue  washed ;  the 
liquid  so  obtained  contains  all  the  tartaric  acid  as  neutral  potassic  tartrate; 
excess  of  citric  acid  is  added,  which  precipitates  the  whole  of  the  tartaric 
acid  as  bitartrate,  and  the  amount  is  found  by  titration  with  standard  alkali 
in  the  usual  way. 

One  of  the  chief  difficulties  in  treating  low  qualities  of  material  is  the 
filtration  of  the  nearly  neutral  mixture  above  mentioned.  Grosjean  adopts 
the  principle  of  Casamajor's  filter  (C.  N.  xxxii.  45),  using  an  ordinary 
funnel  with  either  platinum,  lead,  or  pumice  disc;  but  whether  this,  or 
Bun  sen's,  or  other  form  of  filter  is  used,  the  resulting  filtrate  and  waahings 
(which  for  2  gm.  tartaric  acid  should  not  much  exceed  50  c.c.)  are  ready  for 
the  separation  of  the  bitartrate  in  the  following  improved  way : — 

(d)  To  the  50  c.c.  or  so  of  cold  solution  5  gm.  of  powdered  potassic 
chloride  is  added,  and  stirred  till  dissolved;  this  renders  the  sulwequent 
precipitation  of  bitartrate  very  complete.  A  50-per-cent.  solution  of  citric 
acid  IS  then  mixed  with  the  liquid  in  such  proportion,  that  for  every  2  gm. 
of  tartaric  acid  an  equal,  or  slightly  greater  amount  of  citric  acid  is  present. 
By  continuously  stirring,  the  whole  of  the  bitartrate  comes  down  in  ten 
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minutes  (Grosjean) ;  if  the  temperature  is  much  above  16%  it  is  preferable 
to  irait  half  an  hour  or  8o  before  filtering.  This  operation  is  best  done  on 
the  iiacuum  filter,  and  the  washing  is  made  with  a  6-per-oent.  solution  of 
potassic  chloride,  saturated  at  ordinary  temperature  with  potassic  bitartiate ; 
if  great  accuracy  is  required,  the  exact  acidity  of  the  solution  should  be 
found  by  ^  alkali,  and  the  washing  continued  until  the  washings  show  no 
grei^er  acidity,  thus  proving  the  absence  of  citric  acid.  Finally,  the  washed 
precipitate  is  gently  pressed  into  a  cake  to  free  it  from  excess  of  liquid, 
transferred  to  a  beaker  with  the  filter,  hot  water  added,  and  titrated  with 
standard  alkali. 

The  troublesome  filtration  can  be  avoided  in  many  cases  by  taking 
30 — 40  gm.  of  substance,  and  after  decomposition  by  oxalate,  and  neutralizing 
with  potash,  making  up  the  volume  to  150  or  200  c.c,  adding  water  in 
corresponding  proportion  to  the  bulk  of  the  residue,  then  taking  an  aliquot 
portion  for  precipitation.  A  blanlc  experiment  made  by  Grosjean  in  this 
way,  gave  a  volume  of  8'75  c.c.  for  the  residue  in  10  gm.  lees.  Other  things 
being  equal,  ^erefore^  30  or  40  gm.  may  respectively  be  made  up  to  161  and 
215  C.C.,  thai  M  cc.  taken  for  precipitation. 


CABBONIC    ACID    AlTD    CABBOKATXS. 

§  26.  All  carbonates  are  decomposed  by  strong  acids;  the 
carbonic  acid  which  is  liberated  splits  \ip  into  water  and  carbonic 
anliydride  (CO*),  which  latter  escapes  in  the  gaseous  form. 

It  will  l^e  readily  seen  from  what  has  been  said  previously  as 
to  the  estimation  of  the  alkaline  earths,  that  carbonic  acid  in 
combination  can  be  estimated  volumetrically  with  a  very  high 
degree  of  accuracy  (see  §  17). 

The  carbonic  acid  to  be  estimated  may  be  brought  into 
combination  with  either  calcium  or  barium,  tliese  bases  admitting 
of  the  firmest  combination  as  neutral  carbonates. 

If  the  carbonic  acid  exist  in  a  soluble  fonn  as  an  alkaline  mono- 
carbonate,  the  decomposition  is  effected  by  the  atldition  of  baric  or 
calcic  chloride  as  before  tUrected ;  if  as  bicarbonate,  or  a  compound 
between  the  two,  ammonia  must  be  added  with  either  of  the 
chlorides. 

As  solution  of  anmionia  frequently  contains  carbonic  acid,  this 
must  be  removed  by  the  aid  of  baric  or  calcic  chloride,  previous 
to  use. 

1.     Caxbonates   Soluble   in   Water. 

It  is  necessary  to  remember,  that  when  calcic  chloride  is  used  as 
the  precipitant  in  the  cold,  amorphous  calcic  carbonate  is  first 
formed ;  and  as  this  compound  is  sensibly  soluble  in  water,  it  is 
necessary  to  convert  it  into  the  crystalline  form.  In  the  absence  of 
free  ammonia  tliis  can  be  accomplished  by  boiling.  ^Yhen  ammonia 
is  present,  the  same  end  is  obtained  by  allomng  the  mixture  to 
stand  for  eight  or  ten  hours  in  the  cold,  or  by  heating  for  an  hour 
or  two  to  70 — 80*  C.     With  barium  the  precipitation  is  regidar. 

Another  fact  is,  that  when  ammonia  is  present,  and  the  precij)i- 
tation  occurs  at  ordinary   temperatures,   ammonic   carbamate   is 
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formed,  and  the  T3aric  or  calcic  carbonate  is  only  partially  precipi- 
tated. This  is  overcome  by  heating  the  mixture  to  near  boiling  for 
a  couple  of  hours,  and  is  best  done  by  passing  the  neck  of  the 
flask  through  a  retort  ring,  and  immersing  the  flask  in  boiling 
water. 

WTien  caustic  alkali  is  present  in  the  substance  to  be  examined, 
it  is  advisable  to  use  barium  as  the  precipitant ;  otherwise,  for  all 
volumetric  estimations  of  CO^  calcium  is  to  be  preferred,  because 
the  precipitate  is  much  more  quickly  and  perfectly  washed  than 
the  barium  compound. 

Example:  1  gm.  of  pure  anhydrous  sodic  carbonate  was  dissolved  in 
water,  precipitated  while  hot  with  baric  chloride,  the  precipitate  allowed  to 
settle  well,  the  clear  Hquid  decanted  through  a  moist  filter,  more  hot  water 
containing  a  few  drops  of  ammonia  poured  over  the  precipitate,  which  was 
repeatedly  done  so  that  the  bulk  of  the  precipitate  remained  in  the  flask, 
being  washed  by  decantation  through  the  filter ;  when  the  washings  showed 
no  trace  of  chlorine,  the  filter  was  transferred  to  the  flask  containing  the 
bulk  of  the  precipitate,  and  20  c.c.  of  normal  nitric  acid  added,  then  titrated 
with  normal  alkali,  of  which  1*2  c.c.  was  required = 18*8  c.c.  of  acid;  this 
multiphed  by  0022,  the  coefficient  for  carbonic  acid,  gave  0*4136  gm.  C0^= 
41*36  per  cent.,  or  multiplied  by  0053,  the  coefficient  for  sodic  carbonate, 
gave  0*9964  gm.  instead  of  1  gm. 

2.     Carbonates   Soluble   in   Acids. 

It  sometimes  occurs  that  substances  have  to  be  examined  for 
carbonic  acid,  which  do  not  admit  of  being  treated  as  above 
described;  such,  for  instance,  as  the  carbonates  of  the  metallic 
oxides  (white  lead,  calamine,  etc.),  carbonates  of  magnesia,  iron, 
and  copper,  the  estimation  of  ctirbonic  acid  in  cements,  mortar,  and 
many  otlu^r  substances.  In  these  cases  the  car})onic  acid  must  be 
evolved  from  the  combination  by  means  of  a  stronger  acid,  and 
conducted  into  an  al)sorption  apparatus  containing  ammonia,  then 
precipitated  with  calcic  cldoride,  and  titrated  as  before  described. 

The  following  form  of  apparatus  (lig.  25)  aflbrds  satisfactory 
residts. 

The  weighed  substance  from  which  the  carbonic  acid  is  to  be  evolved  is 
placed  in  b  with  a  little  water;  the  tube  d  contains  strong  hydrochloric 
a<jid,  and  c  broken  glass  wetted  with  ammonia  free  from  carbonic  acid. 
The  flask  a  is  about  one-eighth  filled  with  the  same  ammonia  :  the  bent  tube 
must  not  enter  the  liquid.  When  all  is  ready  and  the  corks  tight,  warm  the 
flask  a  gently  so  as  to  fill  it  with  "VTipour  of  ammonia,  then  open  the  clip  and 
allow  the  acid  to  flow  circumspectly  upon  the  material,  which  may  be  heated 
until  all  carbonic  acid  is  apparently  driven  off ;  then  by  boiling  and  shaking 
the  last  traces  can  be  evolved,  and  the  operation  ended.  TV  hen  cool,  tho 
apparatus  may  be  opened,  the  end  of  the  bent  tube  washed  into  a,  and  also  a 
good  quantity  of  boiled  distilled  water  passed  through  c,  so  as  to  carry  down 
any  amnionic  carbonate  that  may  have  formed.  Then  add  solution  of  calcic 
chloride,  boil,  filter,  and  titrate  tho  precipitate  as  before  described. 

During  the  filtration,  and  while  ammonia  is  present,  there  is  a  great 
aridity  for  carbonic  acid,  therefore  boiling  water  should  be  used  for  washing, 
and  the  funnel  kept  covered  with  a  small  glass  plate. 
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In  many  instances  CO^  may  be  estimated  by  its  equivalent  in 
chlorine  with  ^jj  silver  and  potassic  chromate,  as  shown  in  §  38. 


Fig.  25. 

8.     Carbonic   Acid   Gkts    in   Waters,    etc. 

Tlie  carbonic  acid  existing  in  waters  as  neutral  carbonates  of  the 
alkalies  or  alkaline  earths  may  very  elegantly  and  readily  be  titrated 
directly  by  y^  acid  (see  §  17). 

Well  or  spring  water,  and  also  mineral  waters,  containing  free 
carbonic  acid  gas,  can  be  examined  by  collecting  measured  quantities 
of  them  at  their  source,  in  bottles  containing  a  mixture  of  calcic 
and  ammonic  chloride,  afterwards  heating  the  mixture  in  boiling 
water  for  one  or  two  hours,  and  titrating  the  precipitate  as  before 
described. 

Pettenkofer's  methotl  with  caustic  barytii  or  lime  is  decidedly 
preferable  to  any  other.  Lime  water  may  be  used  instead  of  baryta 
with  equally  good  results,  but  care  must  be  taken  that  the 
precipitate  is  crystalline. 

The  principle  of  the  method  is  that  of  removing  all  the  carbonic 
acid  from  a  solution,  or  from  a  water,  by  excess  of  baryta  or  lime 
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water  of  a  known  strength ;  and,  after  absorption,  finding  the 
excess  of  baryta  or  lime  by  titration  witli  ^ly  acid  and  turmeric 
paper. 

Tlie  following  is  the  best  methotl  to  be  pursued  for  ordinary 
drinking  waters  not  containing  large  quantities  of  carbonic  acid  : — 

100  c.c.  of  the  water  are  put  into  a  flask  with  3  c.c.  of  strong  solution  of 
calcic  or  baric  chloride,  and  2  c.c.  of  saturated  solution  of  amnionic  chloride ; 
45  c.c.  of  baryta  or  Ume  water,  the  strength  of  which  is  previously  ascertained 
by  means  of  decinormal  acid,  are  then  added,  the  flask  well  corked  and  put 
aside  to  settle ;  when  the  precipitate  is  fully  subsided,  take  out  50  c.c.  of  the 
clear  liquid  mth  a  pipette,  and  let  this  bo  titrated  with  decinormal  acid. 
The  quantity  required  must  be  multiplied  by  3  for  the  total  baryta  or  lime 
solution,  there  being  50  c.c.  only  taken ;  the  number  of  c.c.  so  found  must  be 
deducted  from  the  original  quantity  required  for  the  baryta  solution  added ; 
the  remainder  multiplied  by  0*0022  will  give  the  weight  of  carbonic  acid 
existing  free  and  as  bicarbonate  in  the  100  c.c. 

The  addition  of  the  baric  or  calcic  chloride  and  ammonic  chloride  is  made 
to  prevent  any  irregularity  which  might  arise  from  alkahne  carbonates  or 
sulphates,  or  from  magnesia. 

If  it  be  dcsimble  to  ascertain  the  volume  of  carlx>nic  acid  from 
the  weight,  1000  c.c.  of  gas,  at  0°  and  0*76  m.m.,  weigh 
1*96663  gm.     100  cubic  inches  weigh  47*26  grains. 

4.     Carbonic   Acid   in   Aerated   Boreraffes,    etc. 

For  ascertaining  the  quantity  of  carbonic  acid  in  bottled  aerated 
waters,  such  as  soda,  seltzer,  potass,  and  others,  the  following 
apparatus  is  useful. 


Fig.  26. 


Fig.  27. 


Fig.  26  is  a  brass  tube  made  like  a  cork-borer,  about  five  inches  long,  having 
four  small  holes,  two  on  each  side,  and  about  two  inches  from  its  cutting  end ; 
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the  upper  end  is  securely  connected  with  the  bent  tube  from  the  absorption 
flask  (fig.  27)  by  means  of  a  Tulcanixed  tube ;  the  flssk  contains  a  tolerable 
quantity  of  pure  ammonia,  into  which  the  deliveiy  tube  dips ;  the  tube  a 
contuns  broken  glass  moistened  with  ammonia. 

Everything  being  ready  the  brass  tube  is  greased,  and  the  bottle  being 
hdd  in  the  right  hand,  the  tube  is  screwed  a  little  aslant  through  the  cork 
by  tnraing  the  bottle  round,  until  the  holes  appear  below  the  cork  and  the 
gas  escapes  into  the  flask.  When  all  visible  action  has  ceased,  after  the 
bottle  has  been  well  shaken  two  or  three  times  to  evolve  all  the  gas  that  can 
be  possibly  eliminated,  the  vessels  are  quietly  disconnected,  the  tube  a  washed 
oat  into  the  flask,  and  the  contents  of  the  bottle  added  also ;  the  whole  is 
tiiea  precipitated  with  calcic  chloride  and  boiled,  and  the  precipitate  titrated 
as  Qsosl.    This  gives  the  total  carbonic  acid  free  and  combined. 

To  find  the  quantity  of  the  latter,  another  bottle  of  the  same  manufacture 
must  be  evaporated  to  dryness,  and  the  residue  gently  ignited,  then  titrated 
with  normal  acid  and  alkali ;  the  amount  of  carbonic  acid  in  the  mono- 
carbonate  deducted  from  the  total,  will  give  the  weight  of  free  gas  originally 
present. 

The  volume  may  be  found  as  follows : — 1000  c.c.  of  carbonic  acid  at  0°, 
and  76  m.m.,  weigh  1*96663  gm.  Suppose,  therefore,  that  the  total  weight 
of  carbonic  acid  found  in  a  bottle  of  ordinary  soda  water  was  2*8  gm.,  and 
the  weight  combined  with  alkali  0*42  gm.,  this  leaves  2*38  gm.  CO^  in 
a  free  state — 

1-96663  :  2-38  :  :  1000  :  x  =  1210  c.c. 

If  the  number  of  c.c.  of  carbonic  acid  found  is  divided  by  the 
number  of  c.c  of  soda  water  contained  in  the  bottle  examined,  tlie 
quotient  will  be  the  volume  of  gas  compared  with  tliat  of  the  soda 
water.  The  volume  of  the  contents  of  the  bottle  is  ascertained  by 
marking  the  height  of  the  fluid  previous  to  making  the  experiment ; 
the  bottle  is  afterwards  filled  to  the  same  mark  with  water,  emptied 
into  a  graduated  cylinder  and  measured;  say  the  volimie  was 
292  CO.,  therefore 

^  =  4-14vok.CO*. 


6.     Carbonic   Acid   in   Air. 

A  glass  globe  or  bottle  capable  of  being  securely  closed  by  a 
stopper  or  otherwise,  and  holding  4  to  6  liters,  is  filled  with  the  air 
to  be  tested  by  means  of  a  bellows  aspirator ;  baryta  water  is  then 
introduced  in  convenient  quantity  and  of  known  strength  as 
compared  with  y^  acid  "Die  vessel  is  securely  closed,  and  the 
liquid  allowed  to  flow  round  the  sides  at  intervals  during  half  an 
hour ;  if  at  the  end  of  that  time  no  great  amount  of  cloudiness  in 
the  baryta  has  occurred,  it  may  be  advisable  to  refill  the  bottle 
with  air  one  or  more  times.  Tliis  can  of  course  be  done  with  the 
aspirator  as  at  first,  taking  care  on  each  occasion  to  agitate  the 
vessel,  so  as  to  bring  the  baryta  in  contact  with  all  parts  of  its 
surfeuse  during  the  space  of  half  an  hour.  When  sufficient  air  has 
thus  been  treated,  the  baryta  is  emptied  out  quickly  into  a  beaker, 
the  bottle  rinsed  out  with  distilled  water  free  from  CO^,  the 
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rinsings  added  to  the  baryta,  and  the  excess  of  tlie  latter  at  once 
ascertained  by  y^  hydrochloric  acid  and  turmeric  paper  as  described 
in  §  14.9 ;  or,  instead  of  taking  the  whole  of  the  baryta,  that  and 
the  rinsings  may  be  emptied  into  a  stopj^ered  cylinder,  made  up  to 
a  definite  measure,  and  half  or  one-third  taken  for  titration.  Tlie 
final  calculation  is  of  course  made  on  the  total  baryta  originally 
used,  and  upon  the  exact  measurement  of  the  air-collecting  vessel. 

It  is  above  all  tilings  necessary  to  prevent  the  absorption  of  CO*^ 
from  extraneous  sources  during  the  exj)eriment.  The  eri*or  may  be 
reduced  to  a  minimum  by  carrying  on  the  titration  in  the  vessel 
itself,  which  is  done  by  fixing  an  accurately  graduated  pij)ette 
through  the  cork  or  caoutchouc  stopper  of  the  air  vessel,  to  tlie 
uj)per  end  of  which  is  attached  a  stout  piece  of  elastic  tube,  closed 
with  a  pinch-cock ;  and  this  being  filled  to  the  0  mark  with  dilute 
standard  acid  acts  as  a  burette.  The  baryta  solution  is  placed  in 
the  air  bottle,  and  after  absorjition  of  all  CO^,  a  few  drops  of 
phenolphthalein  are  added  through  the  ventilator,  and  the  excess  of 
baryta  is  found  by  running  in  the  acid  until  the  colour  disappears. 

The  cork  or  stopper  must  have  a  second  opening  to  act  as 
ventilator ;  a  small  piece  of  glass  tube  does  very  well. 

If  a  freshly  made  solution  of  oxaHc  acid  is  used  containing 
0-2863  gm.  per  liter,  each  c.c.  represents  1  mgm.  CO^.  The  liquid 
holds  its  strength  correctly  for  a  day,  and  cun  be  matle  as  required 
from  a  strong  solution,  say  28*636  gm.  per  liter. 

Another  method  of  calculation  is,  to  convert  the  volume  of 
baryta  solution  decomposed  into  its  equivalent  volume  in  -^  acid, 
1  c.c.  of  which  =  0*0022  gm.  CO*  or  by  meiisurement  at  0°  C.  and 
760  m.m.  pressure  represents  1  '119  c.c.  The  method  here  described 
is  a  combination  of  those  of  Pcttenkofer  and  Dal  ton,  and 
though  much  used,  is  liable  to  considerable  error  from  various 
causes.  Haldane  and  Pembrey  (C,  N,  lix.  256 — 269)  jx)int  out 
that  at  the  Paris  Observatory  the  practice  is  to  absorb  the  CO*  in 
caustic  j)otasli  through  a  series  of  tubes,  then  liberate  it  by  acid 
and  measure  as  gas.  They  describe  in  the  same  paj>er  a  gravimetric 
method  of  their  own,  which  gives  very  accurate  results,  and  which 
dei)ends  on  absorption  of  the  gas  by  soda  lime  and  weigliing  tlie 
increase. 

For  rough  sanitary  puri)oses  Angus  Smith,  many  years  ago, 
described  in  his  Atr  and  Rain  a  minimetric  method  of  estimating 
CO*  in  air ;  it  depended  on  the  principle  that  the  purer  the  air  the 
larger  the  volume  of  it  is  required  to  produce  turbidity  with  lime  or 
baryta  water;  this  method  was  open  to  the  objection  that  it  is 
difficult  to  tell  precisely  when  turbidity  occurs. 

Lunge  and  Zeckendorf  have  ma<le  use  of  this  principle  with 
modifications,  which  appears  to  give  good  results  (Analyst  xiii.  185). 
They  use  a  -jr^  solution  of  sodic  carbonate,  tinted  with  phenolph- 
thalein, the  decolouration  of  which  liy  formation  of  bicarbonate  is 
taken  as  the  end-reaction.     Figures  of  the  apparatus  required  and 
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details  are  given  in  the  AncHf/^,  being  a  translation  from  the 
original  jxiper  in  Zeitschr.  f,  Anr/eir,  Cheni.,  1888.  I  have  serious 
doubts,  however,  whether  any  exact  methotl  can  be  obtained  with 
phenolphthalein  as  indicator,  where  the  CO^  is  being  absorbed. 
I  have  not  found  it  to  answer  in  the  case  of  CO^  in  coal  gas. 

Expired  Air. — Marcet  uses  a  special  vessel  for  the  treatment 
for  carbonic  acid  of  air  from  the  lungs  (/.  C,  S.  1880,  495). 
The  absorption  by  baryta,  and  the  analysis,  however,  do  not 
essentially  differ  from  the  methoil  described  above. 

6.    Scheibler'8  Apparatus  for  the  estiziLatioxi  of  Carbonic  Acid 

by  Volame. 

This  apparatus  is  adapted  for  the  estimation  of  the  CO^  contained 
in  native  carbonates,  as  well  as  in  artificial  products,  and  has  been 
specially  contrived  for  the  purpose  of  readily  estimating  the  CO* 
in  the  bone-black  used  in  sugar  refining.  The  principle  upon 
which  the  apparatus  is  foimded  is  simply  this : — That  the  quantity 
of  CO^  contained  in  calcic  carbonate  can  be  used  as  a  measure 
of  the  quantity  of  that  salt  itself ;  and  instead  of  determining,  as 
has  been  usually  the  case,  the  quantity  of  gas  by  weight,  this 
apparatus  admits  of  its  estimation  by  volume ;  and  it  is  by  this 
means  possible  to  perform,  in  a  few  minutes,  operations  which 
would  otherwise  take  hours  to  accomplish,  while,  moreover,  the 
operator  need  scarcely  possess  any  knowledge  of  chemistry.  Tlie 
results  obtained  by  this  apparatus  are  correct  enough  for  technical 
purposes. 

The  apparatus  is  shown  in  fig.  28,  and  consists  of  the  following 
parts: — The  glass  vessel,  A,  serves  for  the  decomposition  of  the 
material  to  be  tested  for  CO^,  which  for  that  purpose  is  treated 
with  dilute  HCl ;  this  acid  is  contained,  previous  to  the  experiment, 
in  the  gutta-percha  vessel  8,  The  glass  stop|)er  of  A  is  perforated, 
and  through  it  firmly  passes  a  glass  tube,  to  which  is  fastened  the 
india-rubber  tube  r,  l)y  means  of  which  communication  is  opened 
with  B,  a  bottle  having  three  openings  in  its  neck.  The  central 
opening  of  this  bottle  contains  a  glass  tube  (7*)  firmly  fixed,  which 
is  in  communication,  on  the  one  hand,  with  A,  by  means  of  the 
flexible  india-rubber  tube  already  alluded  to,  and,  on  the  other 
hand,  inside  of  B,  with  a  very  thin  india-rubber  bladder,  K. 
The  neck  {q)  of  the  vessel  B  is  shut  off  during  the  experiment  by 
means  of  a  piece  of  india-rubber  tubing,  kept  firmly  closed  with  a 
spring  clamp.  Tlie  only  use  of  this  opening  of  the  bottle  B, 
arranged  as  described,  is  to  give  access  of  atmospheric  air  to  the 
interior  of  the  bottle,  if  required.  The  other  opening  is  in 
communication  with  the  measuring  apparatus  C,  a  very  accurate 
cylindrical  glass  tube  of  150  c.c.  capacity,  divided  into  0*5  c.c. ; 
the  lower  portion  of  this  tube  C  is  in  communication  with  the 
tube  D,  serving  the  purpose  of  controlling  the  pressure  of  the  gas. 
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The  lower  part  of  this  tube  D  ends  in  a  glass  tube  of  smaller 
diameter,  to  which  is  fastened  the  indiarPubber  tube  p,  leading 
to  E,  but  the  communication  between  these  parts  of  the  apparatus 
is  closed,  as  seen  at  /?,  by  means  of  a  spring  clamp.  E  is  a  water 
reservoir,  and  on  removal  of  the  clamp  at  p^  the  water  contained 


Fig.  28. 

in  C  and  D  runs  off  towards  E ;  when  it  is  desired  to  force  tiie 
water  contained  in  E  into  C  and  D,  this  can  be  readily  done 
by  blowing  with  the  mouth  into  V,  and  opening  the  clamp 
at  p. 

The  main  portion  of   the  apparatus  above  described,  with  the 
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exception,  however,  of  the  vessel  A,  is  fixed  by  means  of  brass 
fittings  to  a  wooden  board ;  a  thermometer  is  also  attached.  The 
filling  of  the  apparatus  mth  water  is  very  readily  effected  by 
pouring  it  through  a  suitable  funnel  placed  in  the  open  end  of  the 
tube  D,  care  being  taken  to  remove,  or  at  least  to  unfasten,  the 
spring  clamp  at  p ;  in  this  manner  the  water  runs  into  E,  which 
tshould  be  almost  entirely  filled.  Distilled  water  is  preferable  for 
this  purpose,  especially  as  the  filling  only  requires  to  be  done  once, 
because  the  water  always  remains  in  £  as  long  as  the  apparatus  is 
intended  to  be  kept  ready  for  use.  Wlien  it  is  required  to  fill  the 
tubes  C  and  D  with  water,  so  as  to  reach  the  zero  of  the  scale 
of  the  instrument,  it  is.  best  to  remove  the  glass  stopi)er  from  A. 
The  spring  clamp  at  p  is  next  unfastened,  and  air  is  then  blown  by 
means  of  the  mouth  into  tlie  tube  V,  which  communicates  with  E  ; 
by  this  operation  the  water  rises  up  into  the  tubes  C  and  D, 
which  thus  become  filled  with  that  liquid  to  the  same  height 
Care  should  be  taken  not  to  force  the  water  up  above  the  zero 
of  the  scale  at  C,  and  especial  care  should  be  taken  against  forcing 
so  much  of  the  fluid  up  that  it  would  run  over  into  the  tube  tt, 
and  thence  find  its  way  to  B,  whereby  a  total  disconnection  of 
all  the  parts  of  the  apparatus  would  become  necessary.  If  by  any 
accident  the  water  should  have  been  forced  up  above  the  zero  at  C, 
before  the  operator  had  closed  the  spring  clamp  at  p^  this  is  easily 
remedied  by  gently  opening  tliat  clamp,  whereby  room  is  given  for 
the  water  to  run  off  to  E  in  such  quantity  as  may  be  required  to 
adjust  the  level  of  that  fluid  in  C  precisely  with  the  zero  of  the  scale. 
The  filling  of  the  tube  C  with  water  has  the  effect  of  forcing  the  air 
previously  contained  in  that  tube  into  B,  where  it  causes  the 
compression  of  the  very  thin  indiarrubber  ball  placed  witliin  B. 
If  it  should  happen  that  this  indiarrubber  ball  has  not  become 
sufficiently  compressed  and  flattened,  it  is  necessary  to  unfasten  the^ 
spring  clamp  at  <7,  and  to  cautiously  blow  air  into  B,  through' 
the  tube  q,  by  which  operation  the  complete  exhaustion  of  the 
indiarrubber  bladder  placed  within  B  is  readily  performed.  This 
operation  is  also  required  only  once,  because  during  the  subsequent 
experiments  the  indiarrubber  bladder  K  is  emptied  spontaneously. 
It  may  happen,  however,  that  while  the  filling  of  the  tubes  D  and  C 
with  water  is  being  proceeded  with,  the  indiarrubber  bladder  K 
has  become  fully  exhausted  of  air  before  the  water  in  C  reaches 
the  zero  of  tlie  scale.  In  that  case  the  level  of  the  water  in  the 
tubes  D  and  C  will  not  be  the  same,  but  will  be  higher  in  D : 
it  is  evident,  however,  that  this  slight  defect  can  be  at  once 
remedied  by  momentarily  unfastening  the  spring  clamp  at  q. 

The  apparatus  should  be  placed  so  as  to  be  out  of  reach  of  direct 
sunlight,  and  should  also  be  protected  against  the  heat  of  the 
operator's  body  by  intervention  of  a  glass  screen,  and  is  best  placed 
near  a  north  window,  so  as  to  afford  sufficient  light  for  reading  off 
the  height  of  the  water  in  the  tubes. 

H  2 
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In  testing  carbonates  the  method  is  as  follows  : — 

Put  the  very  finely  powdered  portion  of  carbonate  into  the  perfectly  diy 
decomposing  glass  A,  fill  the  gutta-percha  tube  with  10  c.c.  hydrochloric 
acid  of  1"12  sp.  gr.,  place  the  tube  cautiously  in  the  decomposing  glass,  and 
then  close  the  bottle  with  the  well-tallowed  stopper.  Here  the  water  will 
sink  a  little  in  C  and  rise  in  D ;  open  q  for  a  moment,  and  the  equilibrium 
will  be  restored.  Now  note  the  thermometer  and  barometer,  grasp  the  bottle 
with  the  right  hand  round  the  neck  to  avoid  warming,  raise  it,  incline  it 
slightly  so  that  the  hydrochloric  acid  may  mix  with  the  substance  gradually, 
and  at  the  same  time  with  the  left  hand  regulate  p,  so  that  the  water  in  the 
two  tubes  may  be  kept  at  exactly  the  same  height ;  continue  these  operations 
without  intermission,  till  the  level  of  the  water  in  C  does  not  change  for  a 
few  seconds.  Now  bring  the  columns  in  C  and  D  to  exactly  the  same  height, 
read  off  the  height  of  the  if^'ater,  and  note  whether  the  temperature  has 
remained  constant.  If  it  has,  the  number  of  c.c.  read  off  indicates  the 
liberated  CC^,  but  as  a  small  quantity  has  been  dissolved  by  the  hydrochloric 
acid,  it  is  necessary  to  make  a  correction.  Scheibler  has  determined  the 
small  amount  of  carbonic  acid  which  remains  dissolved  in  the  10  c.c. 
hydrochloric  acid  at  the  mean  temperature,  and  he  directs  to  add  0*8  c.c.  to 
the  volume  of  the  carbonic  acid  read  off.  Warington  (C,  N,  xxxi.  253) 
states  that  this  is  not  a  constant  quantity,  but  is  dependent  upon  the  volume 
of  gas  evolved,  and  this  ratio  he  fixes  at  7  per  cent,  of  the  gas  measured. 
Lastly,  the  volume  being  reduced  to  0°,  760  m.m.,  and  the  dry  condition,  the 
weight  is  found. 

Under  no  circumstances  can  the  method  be  considered  actually  accurate, 
but  for  technical  purposes  it  is  convenient,  as  the  operation  is  performed  in  a 
very  short  time,  and  is  specially  suitable  for  comparative  examinations  of 
various  specimens  of  the  same  material. 

If  it  is  desired  to  dispense  with  all  corrections,  each  set  of 
experiments  may  be  begun  by  establishing  the  relation  between 
the  CO^  obtained  in  the  process  (i.e,  the  CO*^  actually  yielded 
+  0*8  c.c.)  and  pure  calcic  carbonate.  This  relation  is,  of  course, 
dependent  on  the  temperature  and  jiressure  prevailing  on  the 
particular  day.  For  example,  from  0'2737  gm.  calcic  carbonate 
containing  0'1204  gm.  CO^,  63*8  c.c.  were  obtained,  including 
the  0*8  C.C. ;  and  in  an  analysis  of  dolomite  under  the  same 
circumstances  from  0*2371  gm.  substance,  57*3  c.c.  were  obtained, 
including  the  0*8  c.c. 

Therefore  63*8  :  57*3  :  :  0-1204  :  x,  or  «=0-1082,  consequently 
the  dolomite  contains  45*62  per  cent,  of  CO^. 

For  the  special  procedure  in  testing  bone-black,  used  in  sugar 
refining,  the  reader  is  referred  to  the  printed  instructions  sui)plied 
with  the  apparatus.* 

Wigner  (Analyst^  i.  158)  has  obtained  exceedingly  gootl  results 
in  the  analysis  of  lead  carbonates,  etc.,  with  Mc  Leod's  gas 
apparatus.  The  nitrometer  has  also  been  turned  to  good  account 
for  the  same  purpose. 

*It  is  perhaps  almost  needless  to  say  that  the  modern  apparatus  designed  by 
Hempel,Lauge,  and  others,  for  technical  gas  analysis,  practically  supersedes  that 
ofScheihler.  The  methods  ore  all,  however,  open  to  the  objection  that  an  uncertain, 
portion  of  CO^  is  lost  by  aqueous  absorption. 
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ESTIKATION    OF    COMBINED    ACIDS  IN    NEUTBAI.    SAI.TS. 

§  27.  This  comprehensive  method  of  determining  the  quantity 
of  acid  in  neutral  comix)unds  (but  not  the  nature  of  the  acid),  is 
applicable  only  in  those  cases  where  the  base  is  j^erf  ectly  precipitated 
by  an  excess  of  caustic  alkali  or  its  carbonate.  The  number  of 
bodies  caimble  of  being  so  precipitated  is  very  large,  as  has  been 
proved  by  the  researches  of  Langer  and  Wawnikiewicz  (Ann, 
Chem.  tt.  Phar.  1861,  239),  who  seem  to  have  worked  out  tlie 
metliod  very  carefully.  These  gentlemen  attribute  its  origin  to 
Bunsen  ;  but  it  does  not  seem  certain  who  devised  it.  The  best 
method  of  procedure  is  as  follows : — 

The  substance  is  weighed,  dissolved  in  water  in  a  300-c.o.  flask,  heated  to 
boiling  or  not,  as  may  be  desirable ;  normal  alkali  or  its  carbonate,  according 
to  the  nature  of  the  base,  is  then  added  from  a  burette,  until  the  whole  is 
decidedly  alkaline.  It  is  then  diluted  to  300  c.c.  and  put  aside  to  settle,  and 
100  c.c.  are  taken  out  and  titrated  for  the  excess  of  alkali ;  the  remainder 
multiplied  by  3,  gives  the  measure  of  the  acid  combined  with  the  original 
salt,  i.e.  supposing  the  precipitation  is  complete. 

Example :  2  gm.  crystals  of  baric  chloride  were  dissolved  in  water,  heated 
to  boiling,  and  20  c.c.  normal  sodic  carbonate  added,  diluted  to  300  c.c.  and 
100  c.c.  of  the  clear  liquid  titrated  with  normal  nitric  acid,  of  which  1'2  c.c. 
were  required :  altogether,  therefore,  the  2  gm.  required  16*4  c.c.  normal 
alkali;  this  multiplied  by  0*122  gave  2  0008  gm.  BaCl*  2H20  instead  of 
2  gm. ;  multiplied  by  the  factor  for  chlorine  0*03537,  it  yielded  0*58007  gm. 
Theory  requires  0*5809  gm.  chlorine. 

Tlie  following  substances  have  l)een  submitted  to  this  mode  of 
examination  with  satisfactory  results : — 

Salts  of  the  alkaline  earths  precipitated  with  an  alkaline 
carbonate  while  boiling  hot. 

Salts  of  magnesia,  witli  pure  or  carbonated  alkali. 

Alum,  with  carbonate  of  alkali. 

Zinc  salts,  boiling  hot,  with  the  same. 

Copper  salts,  boiling  hot,  witli  pure  potash. 

♦Silver  salts,  with  same. 

Bismuth  Siilts,  half  an  hour's  boiling,  with  sodic  carbonate. 

Nickel  and  cobalt  salts,  with  the  same. 

Lead  salts,  with  the  same. 

Iron  salts,  lx)iling  hot,  with  pure  or  carbonated  alkali. 

Mercury  salts,  with  pure  alkali. 

Protosalts  of  manganese,  boiling  hot,  with  sodic  carbonate. 

Chromium  persalts,  boiling  hot,  with  pure  potash. 

AVhere  the  compound  under  examination  contains  but  one  base 
precipitable  by  alkali,  the  determination  of  the  acid  gives,  of 
course,  the  quantity  of  base  also. 

AVolcott  Gibbs  (d  N.  1868,  i.  151)  has  enunciated  a  new 
acidimctric  principle  applicable  in  cases  wliere  a  base  is  precipitable 
at  a  boiUng  temperature  by  hydric  sulpliide,  and  the  acid  set  free 
*)  as  to  ])e  estimated  with  standartl  alkali.     Of  course  the  method 


Digitized  by  VjOOQIC 


102  VOLUMETRIC  ANALYSIS.  §   28. 

can  only  be  used  where  complete  separation  can  he  obtained,  and 
where  the  salt  to  be  analyzed  contains  a  fixed  acid  which  has  no 
effect  upon  hydric  sidphide.  A  weighed  portion  is  dissolved  in 
water,  brought  to  boiling,  and  the  gas  passed  in  until  the  metal  is 
completely  precipitated ;  which  is  known  by  testing  a  drop  of  the 
clear  liquid  upon  a  porcelain  tile  with  8uli)huretted  hydrogen 
water,  or  any  other  appropriate  agent  adapted  to  the  metallic  salt 
under  examination. 

The  liquid  is  filtered  from  the  precipitate,  and  tlie  latter  well 
washed,  and  the  solution  made  up  to  a  definite  measure.  An 
aliquot  portion  is  then  titrated  witi  normal  alkali  as  usual,  with 
one  of  the  phenol  indicators. 

In  the  case  of  nitrates  or  chlorides,  where  nitric  or  hydrochloric 
acid  would  interfere  with  the  hydric  sulphide,  it  was  found  that  the 
addition  in  tolerable  quantity  of  a  neutral  salt  containing  an  organic 
acid  (e.g.  sodic  or  potassic  tartrate,  or  the  double  salt)  obviated  all 
difficulty. 

The  results  obtained  by  Gibbs  in  the  case  of  copper,  lead, 
bismuth,  and  mercury,  as  stdphate,  nitrate,  and  chloride,  agreed 
very  closely  with  theory ;  but  the  process  would  be  very  objectionable 
to  many,  on  accoimt  of  the  oflensive  and  poisonous  character  of 
the  gas  necessarily  employed  in  the  precipitation. 

EXTENSION  OF  ALKALIKETBIG  METHODS. 

§  28.  BoHLiG  (Z.  a.  a  1870,  310)  has  described  a  method 
for  the  estimation  of  suljJiuric  acid,  baryta,  clilorine,  iodine,  and 
bromine,  which  appears  worthy  of  some  consideration,  since  the 
only  standard  solutions  required  are  an  acid  and  an  alkali. 

Alkaline  sulphates  are  known  to  be  partially  decomposed,  in 
contact  with  baric  carbonate,  into  alkaline  carbonates  and  baric 
sulphate.  The  decomjwsition  is  complete  in  the  presence  of  free 
carbonic  anliydride ;  acid  carbonates  of  the  alkali-metals  are  left  in 
solution,  together  with  some  acid  baric  carbonate,  which  can  be 
removed  by  boiling.  Tlie  solution  is  filtered,  and  the  alkaline 
carbonate  determined  T)y  means  of  a  standard  acid  solution,  and 
the  amount  of  sulphuric  acid  or  alkaline  sidphate  calculated 
from  the  amount  of  normal  acid  recjuired.  Tliis  process  has  been 
satisfactorily  used  by  Haubst  for  sulphates  in  waters  (C  A". 
xxxvi.  227),  and  by  Grossman  for  salt  cake  (C  A".  xlL  114). 
See  also  §  16.15. 

Neutral  chlorides,  bromides,  and  iodides,  more  especially  of  the 
alkali-metals,  are  most  readily  decom}>o8ed  by  pure  silver  oxide 
into  insoluble  silver  salts,  leaving  the  alkali-metal  in  solution  as 
hydrate  (ammonia  salts  always  excepted),  which  can  then  1)0 
determined  as  usual  by  standard  acid. 

The  author  treats  solutions  containing  sulphates  of  the  heavy 
metals,  of  the  earths  or  alkaline  earths,  and  free  from  acids  whose 
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presence  would  influence  the  method,  viz.,  phosphoric,  arsenic, 
oxalic,  etc.,  with  a  solution  of  potassic  carbonate,  so  as  to  precipitate 
the  bases  and  leave  about  double  or  treble  the  amount  of  alkaline 
carbonate  in  solution.  From  1  to  ^  gni.  of  substance  is  operated 
upon  in  a  flask.  The  solution  is  made  up  to  500  cc,  well  shaken, 
and  the  precipitate  allowed  to  subside.  50  cc  are  then  filtered, 
and  titrated  with  standard  acid  and  methyl  orange.  Another  100  cc 
are  filtered  in  like  manner  into  a  strong  quarter-liter  flask,  and 
diluted  with  about  100  cc  of  hot  water ;  the  requisite  quantity  of 
normal  acid  is  then  run  in  at  04ce  from  a  burette ;  tlie  solution 
<liluted  to  250  cc  ;  and  about  a  gram  of  dry  baric  carbonate 
(free  from  alkali)  added.  The  flask  is  next  closed,  and  the  liquid 
well  agitated.  The  decomposition  of  the  alkaline  sulphate  is 
complete  in  a  few  minutes.  The  flask  should  be  opened  now  and 
then  to  allow  the  carbonic  anhydride  to  escape.  Finally,  about 
J  gm.  of  pulverized  baric  hydrate  is  added,  the  whole  well  shaken, 
and  a  portion  of  the  rapidly  clearing  liquid  tested  qualitatively  for 
barium  and  sulphuric  acid.  The  result  should  be  a  negative  one. 
50  cc,  corresponding  to  20  cc  of  the  original  solution,  are  then 
filtered  and  titrated  with  normal  acid,  and  the  quantity  of  sulphuric 
acid  (sulphate)  calculated  as  usual. 

The  source  of  carbonic  anhydride  is  thus  placed  in  the  liquid 
itself,  provided  the  quantity  of  potassic  carbonate  be  not  too  smalL 

Equivalent  quantities  of  K^SO*  +  2KK:0^  +  2HC1  +  BaCO»  when 
mixed  with  sufficient  water  change  into  BaSO*  +  2KHC03  +  2KC1, 
and  it  is  therefore  more  than  sufficient  to  add  twice  the  quantity 
of  potassic  carbonate  compared  with  the  alkaline  sulphate  operated 
upon. 

Baric  hydrate  is  added  ^^dth  a  view  of  removing  any  carbonic 
anhydride  left  in  the  liquid  after  boiling,  which  would  otherwise 
dissolve  some  of  the  excess  of  baric  carbonate  contained  in  the 
precipitate. 

Any  baric  hydrate  not  required  to  remove  CO^  is  acted  upon  by 
the  acid  potassic  carbonate,  but  does  not  influence  the  final  result. 

Phosphoric  and  oxalic  acids  the  author  proposes  to  remove  by 
means  of  calcic  chloride;  chromic  acid  by  deoxidizing  agents, 
«uch  as  alcohol  and  hydrochloric  acid.  Bohlig  recommends  this 
method  for  estimating  sulphuric  acid  in  ashes,  crude  soda,  Stassfurth 
salts,  etc 

Solutions  containing  barj'ta  are  estimated  in  like  manner  by 
precipitation  as  carbonate,  and  decomposition  with  potassic  sulphate 
in  a  solution  containing  free  carbonic  acid.  Chlorine  is  determined 
in  solutions  by  first  precipitating  any  metallic  cliloride  with  potassic 
carbonate  added  in  moderate  excess.  The  filtrate  is  made  up  to 
250  cc,  and  the  excess  of  potassic  carbonate  determined  in  50  cc 
by  means  of  a  normal  solution  of  HCl,  125  cc  of  the  solution 
are  next  treated  with  excess  of  silver  oxide  and  made  up  to  250.c.c., 
well  shaken  (out  of  contact  with  the  light)  and  filtered,     100  cc 
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of  the  filtrate  are  titrated  with  nonual  hydrochloric  acid.  The 
difference  between  the  quantity  of  acid  required  in  the  last  and 
that  of  the  first  exjieriment,  multiplied  by  5,  gives  tlie  amount  of 
chlorine  contained  in  the  original  solution.  A  portion  of  the 
filtrate  should  be  tested  for  chlorine  by  means  of  mercurous  nitrate. 

The  filtrate  is  obtained  jjcrfectly  clear  only  in  the  presence  of 
some  potassic  or  sodic  carbonate,  and  by  employing  argentic  oxide 
free  from  argentous  oxide.  A  few  drops  of  pure  potassic  per- 
manganate atlded  to  the  argentic  oxide  preserved  in  water  2)revent 
formation  of  the  lattc^r.  Tlie  oxide  to  be  emjdoyed  for  each 
experiment  is  filtered  when  required,  and  thoroughly  washed. 

Bromine  and  iodine  are  determined  in  like  manner.  Tlie  author 
has  not  been  able,  however,  to  estimate  the  mixtures  of  the  halogen 
salts ;  but  he  has  made  the  interesting  ol)servation  that  jwtassic 
iodide,  when  boiled  with  potassic  permanganate,  is  completely 
oxidized  into  iodate.  This  facilitates  the  detection  of  small 
quantities  of  chlorine  and  bromine,  in  the  presence  of  much 
iodide.  The  greater  part  of  iodate  may  be  seimrated  also  by 
precipitation  with  baric  nitrate  before  determining  chlorine.  Tlie 
standard  acid  solutions  wliich  Bohlig  employed  contained  not  more 
than  one-third  of  the  ecpiivalent  of  HCl  or  SO^  per  liter. 

For  further  i)nrticulars  the  reader  is  referred  to  tlie  original 
})ai)er  (Arrh,  Pharm.  3  cxlv.  113). 

Siebold  (Year  Bool'  of  Phaiinanj^  1878,  518)  describes  a  A-ery 
ingenious  process,  devised  by  himself,  for  the  titration  of  caustic 
and  carbonated  alkalies  by  means  of  prussic  acid,  the  principle  of 
which  is  exi)lained  in  §  55.  The  process  is  usefid  in  the  case  of 
carbonates,  since  CO^  is  no  hindrance. 

0*5  to  1  gm.  of  tho  alkali  or  alkaline  carbonate  is  dissolved  in  about  100  c.c. 
of  \rater,  and  an  excess  of  hydrocyanic  acid  (say  10  or  20  c.c.)  of  5  per  cent, 
solution  added;  then  -f^  silver  solution  cautiously  added  with  constant 
stirrinj]:  until  a  faint  permanent  turbidity  occurs.  Each  c.c.  of  ^^  silver 
=0-0138  gm.  K2C03,  or  00106  gm.  Na^CO*. 

In  the  cAse  of  chlorides  being  present,  their  quantity  may  be 
determined  by  boiling  down  the  mixture  to  about  half  its  volume 
to  exi)el  all  free  prussic  acid,  adding  a  drop  or  two  of  potassic 
(rhromate  as  indicator,  then  titrating  with  -y^  silver.  Any  excess 
above  that  required  in  the  firat  titration  will  be  due  to  chlorine, 
and  may  be  calculated  accordingly. 
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Px\RT    III. 
ANALYSIS    BY    OXIDATION   OR    REDUCTION. 

§  29.  The  series  of  analyses  wliicli  occur  under  this  system  are 
very  extensive  in  number,  and  not  a  few  of  them  possess  extreme 
accuracy,  such  in  fact,  as  is  not  possible  in  any  analysis  by  weight. 
The  completion  of  the  various  i)rocesscs  is  generally  shown  by  a 
^listinct  change  of  colour ;  such,  for  instance,  as  the  occurrence  of 
the  beautiful  rose-red  permanganate,  or  the  blue  iodide  of  starch ; 
and  as  tlie  smallest  quantity  of  these  substances  will  colour 
<listinctly  large  masses  of  liquid,  the  slightest  excess  of  the  oxidizing 
agent  is  sufficient  to  produce  a  distinct  effect. 

The  i)rincii)le  involved  in  the  process  is  extremely  simple. 
Sul>stances  which  will  take  up  oxygen  are  ])rought  into  solution, 
and  titrated  with  a  siibstance  of  known  oxidizing  power ;  as,  for 
instance,  in  the  determination  of  ferrous  salts  by  permanganic 
acicL  The  iron  is  ready  and  willing  to  receive  the  oxygen, 
the  permanganate  is  equally  willing  to  part  with  it ;  while  the  inm 
is  aljsorbing  the  oxygen,  the  pennanganate  loses  its  colour  almost 
as  soon  as  it  is  added,  and  the  whole  mixture  is  colourless ;  but 
immediately  the  iron  is  satisfied,  the  rose  colour  no  longer  disai)i)ear8, 
there  being  no  more  oxidizable  iron  present.  In  the  case  of  j)()t{issic 
permanganate  the  reaction  is  :  lOFeO  +  2MnK0*  =  5Fe'-0^  + 
2MnO  +  K-0.  Oxalic  acid  occupies  the  same  position  as  the 
ferrous  salts  ;  its  comjKJsition  is  C'-^O^H^  +  211^0  =  126.  If  perman- 
ganate is  added  to  it  in  acid  solution,  the  oxalic  acid  is  oxidized  to 
carbonic  acid,  and  the  manganic  reduced  to  manganous  oxide,  thus 
Mn^O-  +  SC^O^IP  +  2H2SO*  =  10C(  )2  +  2MnS04  +  TH'^O.  When 
the  oxalic  acid  is  all  decomposed,  the  colour  of  the  permanganate 
no  longer  disappears.  On  the  other  hand,  substances  which  will 
give  up  oxygen  are  deoxidized  by  a  known  excessive  quantity  of 
reducing  agent,  the  amount  of  wliich  excess  is  afterwards  ascertained 
by  residual  titration  with  a  standanl  oxidizing  solution;  the  strength 
of  the  reducing  solution  being  known,  the  quantity  required  is  a 
measure  of  the  substance  which  has  been  reduced  by  it. 

Tlie  oxidizing  agents  best  available  are — potassic  permanganate, 
imline,  potassic  bichromate,  and  red  potassic  prussiate. 

The  reducing  agents  are — suljihurous  acid,  sodic  hyposidphite,* 
soclic  thiosulphate,  oxalic  acid,  ferrous  oxide,  arsenious  anliydride, 
stiinnous  chloride,  yellow  potassic  prussiate,  and  zinc  or  magnesium. 

With  this  variety  of  materials  a  great  many  combinations  may  be 
arranged  so  as  to  make  this  system  of  analysis  very  compreliensive ; 

*  Sehdtzeiiberger'i  preparation  is  here  meant. 
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but  the  following  are  given  as  sufficient  for  almost  all  purposes, 
and  as  being  susceptible  of  the  greatest  amount  of  purity  and 
stability  of  material,  with  exceedingly  accurate  results : — 

1.  Permanganate  and  ferrous  salts  (with  the  rose  colour  as 
indicator);  permanganate  and  oxalic  acid  (-with  the  rose  colour 
as  indicator). 

2.  Potassic  bichromate  and  ferrous  salts  (with  cessation  of  blue 
colour  when  brought  in  contact  with  red  potassic  prussiate,  as 
indicator). 

3.  Iodine  and  sodic  thiosulphate  (with  starch  as  indicator); 
iodine  and  sodic  arsenite  (with  starch  as  indicator.) 


PREPARATIOX     OF    STANDARD     SOLUTIONS. 

PEBlCANaAmC   ACID    AND    FBBBOTJS    OXIDE. 

1.    Potassic  Permanganate. 

Mn2K20s  =  315-6.     Decinomial  Solution  =  3-156  gm.  per  liter. 

§  30.  The  solution  of  this  salt  is  best  prepared  for  analysis  by 
dissolving  the  pure  crystals  in  fresh  distilled  water,  and  shoidd  be 
of  such  a  strength  that  17-85  c.c.  will  oxidize  1  decigram  of  iron. 
The  solution  is  then  decinormal.  If  the  salt  can  be  had  perfectly 
pure  and  dry,  3*156  gm.  dissolved  in  a  liter  of  water  at  16"  C.  will 
give  an  exactly  decinormal  solution ;  but,  nevertheless,  it  is  always 
well  to  verify  it  as  described  below.  If  well  kept,  it  will  retain  its 
strength  for  several  weeks,  but  should  from  time  to  time  be 
verified  by  titration  in  one  of  the  following  ways : — 

2.     Titration   of  Permanganate. 

(a)  With  Metallic  Iron. — ^The  purest  iron  to  be  obtained  is 
thin  aimealed  binding-wire  free  from  rust,  generally  known  as 
tiower  wire. 

About  0*1  gm.  of  wire  is  dissolved  in  dilute  pure  sulphuric  acid,  by  the 
aid  of  heat,  in  a  small  flask  closed  with  a  cork,  through  which  a  fine  glass  tube 
is  passed,  so  that  the  hydrogen  which  is  evolved  escapes  under  slight  pressure, 
thus  preventing  the  access  of  air;  or  the  apparatus  shown  in  §  59  may  be 
used.  When  the  iron  is  all  dissolved  the  flask  may  be  two-thirds  filled  with 
cold,  recently  boiled,  distilled  water,  and  the  titration  with  permanganate 
commenced  and  concluded  as  in  the  case  of  the  double  sulphate. 

The  decomposition  which  ensues  from  titrating  ferrous  oxide  by 
permanganic  acid  may  be  represented  as  follows : — 

lOFeO  and  Mn207  =  2M:nO  and  SFe^O^- 
(h)     With  Ammonlo-ferrou*  Sulphate. — In   order   to   ascertain 
the   strength   of   the   permanganate,    it   may  be   titrated  "wath  a 
weighed  quantity  of  this  substance  instead  of  metallic  iron. 
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This  salt  is  a  conYenient  one  for  titrating  the  permanganate,  as  it  sayes  the 
time  and  trouble  of  dissolving  the  iron,  and  when  perfectly  pure,  it  can  be 
depended  on  without  risk.  To  prepare  it,  139  parts  of  the  purest  crystals  of 
ferrous  sulphate,  and  66  parts  of  pure  crystallized  ammonio  sulphate  are 
separately  diBsolved  in  the  least  possible  quantity  of  distilled  water  of  aboui 
40**  C.  (if  the  solutions  are  not  perfectly  clear  they  must  be  filtered) ;  mix 
tiiem  at  the  same  temperature  in  a  porcelain  dish,  adding  a  few  drops  of 
pure  sulphuric  acid,  and  stir  till  cold.  During  the  stirring  the  double  salt 
will  fall  in  a  finely  granulated  form.  Set  aside  for  a  few  hours,  then  pour 
off  the  supernatant  liquor,  and  empty  the  salt  into  a  clean  funnel  with  a  little 
cotton  wool  stuffed  into  the  neck,  so  that  the  mother-liquor  may  drain  away ; 
the  salt  may  then  be  quickly  and  repeatedly  pressed  between  fresh  sheets  of 
clean  filtering  paper.  Lastly,  place  in  a  current  of  air  to  dry  thoroughly, 
so  that  the  small  grains  adhere  no  longer  to  each  other,  or  to  the  paper  in 
which  they  are  contained,  then  preserve  in  a  stoppered  bottle  for  use. 

Tlie  formula  of  the  salt  i&— Fe  (NH*)2  {S0%  6H20  =  392. 
Consequently  it  contains  exactly  one-seventh  of  its  weight  of  iron  ; 
therefore  0*7  gm.  represents  O'l  gm.  Fe,  and  this  is  a  convenient 
quantity  to  weigh  for  the  purpose  of  titrating  the  permanganate. 

0^  gm.  being  brought  into  dilute  solution  in  a  fiask  or  beaker,  and  5  or 
6  c.c.  of  dilute  sulphuric  acid  (1  to  5)  added  (the  titration  of  permanganate, 
or  any  other  substance  by  it,  should  sdways  take  place  in  the  presence  of  free 
acid,  and  preferably  sulphuric),  the  permanganate  is  delivered  from  a  burette 
with  glass  tap  divided  in  }  or  t^  c.c,  until  a  point  occurs  when  the  rose 
colour  no  longer  disappears  on  shaking.  A  drop  or  two  of  the  permanganate 
in  excess  suMces  to  produce  this  eifect.  The  titration  is  now  ended,  and 
should  the  quantity  not  be  strictly  correct,  the  number  of  c.c.  used  may  be 
marked  upon  the  bottle  as  the  quantity  for  0*1  gm.  Fe,  or  the  factor  found, 
which  is  necessary  to  reduce  it  to  decinormal  rtrength,  or  if  too  strong,  it 
may  be  diluted  to  that  strength  at  once. 

(c)  With  Ozalio  Acid. — This  is  perhaps  the  least  recommendable  of  the 
methods  of  titrating  permanganate,  owing  to  the  difficulty  of  preparing 
ozaUc  acid  of  definite  hydration.  0*68  gm.  of  the  puro  acid  is  to  be  weighed, 
or  10  c.c.  of  normal  solution  measured  with  a  pipette,  brought  into  a  flask 
with  dilute  sulphuric  acid,  as  in  the  case  of  the  iron  salt,  and  considerably 
diluted  with  water,  then  warmed  to  about  60°  C,  and  the  permanganate 
added  from  the  burette.  The  colour  disappears  slowly  at  fint,  but  after- 
wards more  rapidly,  becoming  first  brown,  then  yellow,  and  so  on  to 
colourless.  Moro  care  must  be  exercised  in  this  case  than  in  the  titration 
with  iron,  as  the  action  is  less  decisive  and  rapid. 

(d)  With  Lead  Oxalate. — S  t  o  1  b  a  prefers  this  salt  to  oxalic  acid,  for  the 
reasons  that  it  contains  no  water,  is  not  liable  to  absorb  any  from  exposure, 
and  has  a  high  molecular  weight,  1  part  of  the  salt  representing  0*42799  of 
oxalic  acid,  or  63  oxalic  acid=  147*2  lead  oxalate. 

The  method  of  titration  is  similar  to  that  with  oxalic  acid,  using  dilute 
sulphuric  acid,  and  warming  the  mixture  to  insuro  the  complete  decomposi- 
tion of  the  salt  into  lead  sulphate  and  free  oxalic  acid.  Sodic  oxalate  is 
also  anhydrous  and  equally  serviceable. 

The  lead  oxalate  is  propared  by  precipitating  puro  lead  acetate  with  oxalic 
acid  in  excess,  and  washing  the  precipitate  by  decantation  with  warm  water 
till  all  free  acid  is  removed ;  the  precipitate  is  then  dried  at  120*"  C,  and 
preserved  for  use.  Some  operators  prefer  to  use  ammonic  oxalate  in  place  of 
oxalic  acid  or  lead  oxalate,  as  being  a  substance  of  definite  hydration,  and 
easily  obtained  in  a  pure  state.  Its  formula  is  (NH*)*  <?0*,  H20=142= 
2Pe.    The  titration  is  carried  on  precisely  as  in  the  case  of  oxalic  acid. 
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(e)  With  Hydrog-en  Peroxide  in  the  Nitrometer. — In  a  papr 
on  this  subject  ])y  Lunge  {J.  S.  C,  I.  ix.  21),  it  is  showji  by 
very  carefully  conducted  experiments  with  purest  materials 
and  verified  apparatus  that  exceedingly  accurate  residts  may  be 
obtained  by  the  modilied  nitrometer  with  patent  tap  (illustrated 
at  the  end  of  Part  YIL).  Lunge's  experiments  were  made 
on  a  semi-normal  solution  of  pennanganate  (1  c.c.  =  0*004  gm,  0), 
but  whether  equally  exact  results  would  be  obtained  with  -^ 
permanganate  I  cannot  say,  not  liaving  tried  it ;  but  of  course  an 
approximately  semi-normal  solution  may  be  made  and  reduced  to 
cither  f  or  -^  strength,  if  desired,  by  dilution  with  fresh  distilled 
water.  The  exact  method  of  using  this  new  gas  volumeter  will  be 
described  under  the  head  of  Nitrometer  Ln  Part  VII. ;  but  so  far 
as  permanganate  is  concerned  it  was  found  that  convenient 
quantities  of  substances  to  use  were  10  c.c.  of  f  permanganate, 
15  c.c.  of  ordinary  10  volume  H^O-,  and  30  c.c.  of  sulphuric  acid 
1  :  5.  The  nitrometer  having  been  charged  with  water,  the 
mixture  was  shaken  uj)  and  allowed  to  sttind  ten  minutes,  shaken 
again  and  read  olf  aft^r  live  minutes.  The  volume  of  oxygen 
.so  obtiiined  was  corrected  for  temperature  and  pressure,  then 
calculated  into  weight.  The  results  of  three  experiments  using 
the  quantities  mentioned  above  were  iis  follows: — 

1.  Corrected  volume  of  O  5592  c.c. -0004007  gm. 

2.  „  „  „     55-82  c.c.  =  0004000   „ 

3.  „  „  „     55-82  c.c.  =  0-004000   „ 
Avcraj^e  0  004002  ^'m.  of  oxygen  per  c.c.  of  solution. 

Three  experiments  with  tlie  same  permanganate  solution  gJive, 
when  iron  wire  was  used,  an  average  of  0*00399  gm.,  and  with 
oxalic  acid  0*003997  gm.  of  oxygen  respectively  per  c.c. 

As  Lunge  says:  "We  cannot  but  infer  that  standardizing 
a  solution  of  permanganate  with  hydrogen  peroxide  in  the 
nitrometer  when  observing  the  prescribed  precautions  is  one  of 
the  most  accurate  known  methods  for  this  puri)ose,  and  withal 
possesses  the  great  advantage  that  it  is  carried  out  within  an 
extremely  short  time,  without  requiring  a  fundamental  substance 
of  accurately  known  conq)osition." 

Many  other  substances  have  been  proposed  for  standardizing 
permanganate,  such  as  potassic  ferrocyanide,  thiocyanate,  vanadic 
oxide,  etc.,  but  they  are  aU  inferior  in  value  to  those  above  named. 

3.     Precautions   in   Titrating:   with.   Permansranate. 

It  must  be  borne  in  mind  that  free  acid  is  always  necessary  in 
titrating  a  substance  with  permanganate,  in  order  to  keep  the 
resulting  manganous  oxide  in  solution.  8idi)huric  acid,  in  a  dilute?, 
fonu,  lias  no  prejudicial  effect  on  the  pure  permanganate,  even  at  a 
high  teiuperature.  With  hydrochloric  acid  the  solution  to  b« 
titrated  must  be  very  dilute  and  of  low  temperature,  otherwise 
chlorine  will  be  liberated  and  the  analysis  spoiled.     Tliis  acid  acts 
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as  a  reducmg   agent  on  i>crinangi\nate    in  concentrated   solution, 
tlius—  ^^^^2^7  ^  ^^jj^j  ^  ^jp^^  +  lOCl  +  2]\rnCl2. 

The  irregularities  due  to  this  reaction  may  be  entirely  obviated 
by  the  addition  of  a  few  grams  of  manganoiis  or  magnesic  sulphatt^ 
before  titration. 

Organic  matter  of  any  kind  decomposes  the  permanganate,  and 
the  solution  therefore  cannot  be  filtered  through  pai)er,  nor  can  it 
be  used  in  Mohr's  burette,  because  it  is  decomiX)sed  by  the 
india-rubber  tube.  It  may,  however,  be  filtered  throiigh  gim  cotton 
or  glass  wool. 

TITBATION    OF   FEBBIC    SAXTS    BT   PEBMAlTaAlTATE. 

§  31.  All  ferric  compounds  requiring  t(j  be  estimated  by 
permanganate  must,  of  course,  be  reduced  to  the  ferrous  state. 
This  is  best  accomplished  by  metallic  zinc  or  umgnesium  in  sulphuric 
acid  solution.  Hydrochloric  may  also  be  used  with  the  precautions 
mentioned. 

The  reduction  occurs  on  simply  adding  to  the  warm  diluted 
solution  small  pieces  of  zinc  (free  from  iron,  or  at  least  with  a 
kno^vn  quantity  present)  or  coarsely  powdered  magnesium  until 
colourless ;  or  until  a  drop  of  the  solution  brought  in  contact  with 
a  drop  of  potassic  sulphocyanide  produces  no  red  colour.  All  the 
zinc  or  magnesium  must  be  dissolved  previous  to  the  titration. 

The  reduction  may  be  hastened  considerably  as  shown  in  §  59.3. 

When  the  reduction  is  complete,  no  time  shoidd  he  lost  in 
titrating  the  solution. 

CAIiCTJLATION    OF   AITALTSES    MADE    WITH 
PEBlCANaAKATE    SOI<TJTION. 

§  32.  The  calculation  of  analyses  with  permanganate,  if  the 
solution  is  not  strictly  decinonnal,  can  be  made  ])y  ascertaining  its 
factor,  reducing  the  number  of  c.c.  used  for  it  to  decinonnal 
strength,  and  multiplying  the  number  of  c.c.  thus  found  by  ^q^^q 
of  the  ecjuivalent  weight  of  the  substance  sought ;  for  instance — 

Suppose  that  15  c.c.  of  permanganate  solution  have  been  found 
to  equal  0*1  gm.  mm;  it  is  required  to  reduce  the  15  c.c. 
to  decinonnal  strength,  which  would  require  1000  c.c.  of  per- 
manganate to  every  5*6  gm.  iron,  therefore  5*6  :  1000  :  :  O'l  :  x  = 
17*85  c.c. ;  17*85  x  0*0056  =  0*09996  gm.  iron,  which  is  as  near  to 
0"1  gm.  as  can  be  required.  Or  the  factor  necessary  to  reduce 
the  number  of  c.c.  used  may  be  found  as  follows: — 0*1   :  15  :  : 

5*6  :  ir  =  84  c.c,  therefore  ^,  =1*19.     Consequently  1*19  is  the 

factor  by  which  to  reduce  the  number  of  c.c.  of  that  special 
iwnnanganate  used  in  any  analysis  to  the  decinonnal  strength,  from 
whence  the  weight  of  substance  sought  may  be  foimd  in  the 
usual  way. 
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Another  plan  is  to  find  the  quantity  of  iron  or  oxalic  acid  repre- 
sented by  the  permanganate  used  in  any  given  analysis,  and  this  being 
done  the  following  simple  equation  gives  the  required  result : — 

Fe  (56)  eq.  weight  of  the  weight  the  weight  of 

or         :      the  substance    :  :    of  Fe  or        :        substance 

O  (63)  sought  0  found  sought 

In  other  words,  if  the  equivalent  weight  of  the  substance  analyzed 
be  divided  by  56  or  63  (the  respective  equivalent  weights  of  iron  or 
o?:alic  acid),  a  factor  is  obtained  by  which  to  multiply  the  weight 
of  iron  or  oxalic  acid,  equal  to  the  permanganate  used,  and  the 
product  is  the  weight  of  the  substance  analyzed. 

For  example:   sidphurettod  hydrogen  is  the  substance  sought, 

the  eq.  weight  of  H^S  corresponding  to  2  eq.  Fe  is  17 ;  let  this 

17 
number  therefore  be  divided  by  56,  ^  =  0*3036,  therefore,  if  the 

quantity  of  iron  represented  by  the  permanganate  used  in  an 
estimation  of  H^S  be  multiplied  by  0*3036,  the  product  will  be 
the  weight  of  the  sulphuretted  hydrogen  sought. 

Again :  in  the  case  of  manganic  peroxide  whose  equivalent 
weight  is  43*4. 

The  weight  of  iron  therefoi*e  found  by  permanganate  in  any  analysis 
multiplied  by  the  factor  0*775  will  give  the  amount  of  manganic 
peroxide,  MnO^.      Again:   if  m  gm.  iron  =  A;  c.c.  permanganate, 

then  1  c.c.  permanganate  =  -,  gm.  metallic  iron. 

The  equivalents  here  given  are  on  the  hydrogen  scale,  iii 
accordance  with  the  normal  system  of  solutions  adopted ;  and  thus 
it  is  seen  that  two  equivalents  of  iron  are  converted  from  tlie 
ferrous  to  the  ferric  state  by  the  same  quantity  of  oxygen  as 
sufl&ces  to  oxidize  one  equivalent  of  oxalic  acid,  sulphuretted 
hydrogen,  or  manganic  peroxide. 

1  c.c.  decinormal  permanganate  is  equivalent  to 


00056    gm.  Fe  estunated  in 

the  ferrous  state 

0-0072 

„    FeO        , 

0-008 

,  Fo^cp  : 

0003733 

,    Fe 

from  FeS 

0-0069 

,    Sn 

J 

SnOT 

0-00295 

,    Sn 

SnS2 

000315 

,    Cu 

CuS 

000274 

,    Mn         : 

MnS 

O-0O315     , 

,    Cu 

Cu+Fe^a* 

0-0063 

,    Cu 

}) 

CuO+Fe 

00017 

,    H^S        „ 

0-0008 

,  o 

00063 

,  o 

0-002 

,    Ca  from 

CaC^O* 

0-0120 

„    Ur     „ 

UrO,  etc.,  etc. 
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When  possible  the  necessary  factors  will  be  given  in  the  tables 
preceding  any  leading  substance. 


OHBOUIC   ACID    Ain>    FEBBOTJS    OXIDE. 

§  33.  PoTASSic  bichromate,  which  appears  to  have  been  first 
proposed  by  Penny,  possesses  the  advantage  over  permanganate, 
that  it  is  absolutely  permanent  in  solution,  may  easily  be  obtained 
in  a  pure  state,  and  its  solution  may  be  used  in  Mohr's  burette 
without  undergoing  the  change  peculiar  to  permanganate :  on  the 
other  liand,  the  end  of  the  reaction  in  the  estimation  of  iron  can 
only  be  known  by  an  external  indicator ;  that  is  to  say,  a  drop  of 
the  mixture  is  brought  in  contact  with  a  drop  of  solution  of  red 
potassic  pnissiate  (freshly  prepared)  upon  a  white  slab  or  plate. 
While  the  ferrous  oxide  is  in  tolerable  excess,  a  rich  blue  colour 
occurs  at  the  point  of  contact  between  the  drops ;  but  as  this  excess 
continues  to  lessen  by  the  addition  of  the  bichromate,  the  blue 
becomes  somewhat  turbid,  having  first  a  green,  then  a  grey,  and 
lastly  a  brown  shade.  When  the  greefiish-blue  tint  has  all 
disappeared,  the  process  is  finished.  This  series  of  changes  in  the 
colour  admits  of  tolerably  sure  reading  of  the  burette,  after  some 
httle  practice  is  obtained. 

The  reaction  between  chromic  acid  and  ferrous  oxide  may  be 
represented  by  the  formula  : 

2Cr03  +  6FeO  =  Cr208  +  SYe^O^ 

The  decomposition  takes  place  immediately,  and  at  ordinary 
temperatures,  in  the  presence  of  free  sulphuric  or  hydrocliloric  acid. 
Nitric  acid  is  of  course  inadmissible. 

The  reduction  of  ferric  compounds  to  the  ferrous  state  may  be 
accomplished  by  zinc,*  magnesium,  sodic  sulphite,  ammonic 
bisulphite,  or  sulphurous  acid;  or,  instead  of  these,  stannous 
chloride  may  be  used,  which  acts  very  rapidly  as  a  reducing  agent 
upon  ferric  oxide,  the  yellow  colour  of  the  solution  disappearing 
ahnost  immediately. 

In  the  analysis  of  iron  ores,  reduction  by  the  latter  is  very 
serviceable ;  the  greatest  care,  however,  is  necessary  that  the 
stannous  chloride  is  not  present  in  excess,  as  this  would  consume 
the  bichromate  solution  equally  with  the  ferrous  oxide,  and  so  lead 
to  false  results. 

The  discharge  of  the  yellow  colour  of  the  iron  solution  may  with 
care  be  made  a  very  sure  indicator  of  the  exact  point  of  reduction. 
The  concentrated  hydrocliloric  solution  of  iron  is  heated  to  gentle 
boiling,  and  the  moderately  dilute  tin  solution  added  with  a  pipette, 
waiting  a  moment  for  each  addition  till  the  last  traces  of  colour 
have  disappeared ;  the  solution  is  then  poured  into  a  beaker,  diluted 

•  When  zino  is  ii«ed,  the  zinc  ferricyanide  somewhat  obiCiireB  the  critical  point  in 
testing  with  the  indicator. 
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-with  boiled  and  cooled  water,  and  titrated  with  the  bichromate  as 
usual.  An  extm  security  is  obtained  by  adding  a  few  drops  of 
potassic  sulphocyanide  to  the  solution,  the  disajipearance  of  the 
blood-red  colour  indicating  that  no  more  ferric  oxide  is  present 

In  ortler  to  obviate  the  inaccuracy  which  would  be  produced  by 
an  excess  of  tin  in  the  state  of  protosalt,  Mohr  recommends  that 
chlorine  water  should  be  added  by  drops  to  the  mixture,  until  a 
rod  moistened  with  it  and  brought  in  contact  with  blue  iodide  of 
starch  paper  no  longer  removes  the  colour ;  the  excess  of  stannous 
chloride  is  then  all  converted  into  stannic  chloride,  and  the  titration 
with  bichromate  may  proceed  as  usual. 

It  is  absolutely  necessary  that  the  solution  of  potassic  ferri- 
cyanide  used  as  the  indicator  with  bichromate  should  be  free  from 
ferrocyanide ;  and  as  a  solution  when  exi)osed  to  air  for  a  short 
time  becomes  in  some  measure  converted  mto  the  latter,  it  is 
necessary  to  use  a  freshly  prepared  liquid. 


1.    Preparation  of  the  Decinormal  Solution  of  Bidiromate. 
4  "91 3  gm.  per  liter. 

The  reaction  which  takes  place  between  potassic  bichromate  and 
ferrous  oxide  is  as  follows : — 

ereO  +  Cr2K207  =  3Fe203  +  Ct^Q^  +  K^O 

It  is  therefore  necessary  that  J  eq.  in  grams  should  be  used  for  the 
liter  as  a  normal  solution,  and  ^j^  for  the  decinonnal ;  and  as  it  is 
preferable  on  many  accounts  to  use  a  dilute  solution,  the  latter  is 
the  more  convenient  for  general  purposes. 

According  to  the  latest  and  most  reliable  researches,  the  equivalent 
nund)er  of  chromium  is  52*4,  and  consequently  that  of  i)otassic 
bichromate  is  294*8  ;  if,  therefore,  ^\y  of  this  latter  number  =  4-914 
gm.  be  dissolved  in  a  liter  of  water,  the  decinonnal  solution  is 
obtiuned.  On  the  grain  system,  49*14  grains  to  10,000  grains  of 
water  will  give  the  same  solution.* 

1  c.c.  of  this  solution  is  capable  of  yielding  uj)  ^^^^qq  eq.  in 
grams  of  oxygen,  and  is  therefore  e(iuivalent  to  tlie  ^q^^q  eq.  of 
any  substance  which  takes  up  1  equivalent  of  oxygen. 

2.      Solution    of  Stannous    Chloride. 

Aliout  10  gm.  of  pure  tin  in  thin  pieces  are  put  into  a  largo 
platiiuim  capsule,  about  200  c.c.  strong  hydrochloric  acid  poured 
over  it,  and  heated  till  it  is  dissolved ;  or  it  may  bo  dissolved  in  a 
porcelain  cai)sule  or  glass  flask,  adding  i)ieces  of  platinum  foil 
to  excite  a  galvanic  current.     The  solution  so  obtained  is  diluted  to 

*  Pare  biohromate  powdered  and  dried  in  the  air  bath  should  be  naed,  and  not  the 
fnaedsalt. 
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al)oiit  a  liter  with  distilled  water,  and  preserved  in  tlie  bottle 
(fig.  20)  to  which  the  air  can  only  gain  access  through  a  strongly 
alkaline  solution  of  pyrogallic  acid.  Wlien  kept  in  this  manner, 
the  strength  will  not  alter  materially  in  a  month.  If  not  so 
preserved,  the  solution  varies  considerably  from  day  to  day,  and 
therefore  should  always  be  titrated  before  use  as  described  in 
§  60.1. 

Examples  of  Iron  Titration :  07  gm.  of  pure  and  dry  ammonio-ferrous 
sulphate =01  f(m.  iron,  was  dissolved  in  water,  and  titrated  with  decinormal 
bichromate,  of  which  17*86  c.c.  were  required;  this  multiplied  by  0*0392 
gave  0*699  gm.  instead  of  0*7  gm. 

0*56  gm.  of  iron  wire  required  99'8  c.c.  =0*5688  gm. ;  as  it  is  impossible 
to  obtain  iron  wire  perfectly  pure,  the  loss  is  undoubtedly  owing  to  the 
impurities. 

If  the  bichromate  solution  should  from  any  accidental  cause  be  found  not 
Ktrictly  of  decinormal  strength,  the  factor  necessary  for  converting  it  must 
be  foimd  as  previously  described. 

IODINE    AKD    SODIC    THI0ST7LPHATE. 

§  34.  The  principle  of  this  now  beautiful  and  exact  method  of 
analysis  was  first  discovered  by  Dupasqiiier,  wlio  used  a  solution 
of  sidphurous  acid  instead  of  sodic  thiosulphate.  Buns  en  im- 
l)roved  his  method  considerably  by  ascertaining  the  sources  of 
failure  to  which  it  was  liable,  which  consisted  in  the  use  of  a  too 
concentrated  solution  of  sulphurous  acid.  The  reaction  between 
iotline  and  very  dilute  sidphurous  acid  may  be  represented  l)y  tlie 
fonmila — 

S02  + 12  +  2H20  =  2III  +  H^SO*. 

If  the  sulpliurous  acid  is  more  concentrated,  i.e.  above  0*04  per 
cent,  in  a  short  time  the  action  is  reversed,  tlie  irregularity  of 
decomj3osition  varying  with  the  quantity  of  water  present,  and  the 
rapidity  with  which  the  iodine  is  added.* 

Sulphurous  acid,  however,  very  rapidly  changes  by  keeping  even 
in  the  most  careful  manner,  and  cannot  therefore  be  used  for  a 
stiindard  solution.  The  substitution  of  sodic  thiosulphate  is  a  great 
advantage,  inasmuch  as  the  salt  is  easily  obtained  in  a  pure  state, 
and  may  be  directly  weighed  for  the  standard  solution.  The 
reaction  is  as  follows : — 

2Xa2S203  +  21  =  2XaI  +  Xa2S*0«, 

the  result  being  that  thiosulphuric  acid  takes  oxygen  from  tlie 
water,  -with  the  production  of  tetrathionic  and  hydriodic  acids  in 
combination  with  soda. 

In  order  to  ascertain  the  end  of  the  reaction  in  analysis  by  this 
method  an  indicator  is  necessary,  and  the  most  delicate  and  sensitive 

*  This  irregnkrity  in  now  obviated  by  tbe  method  of  Giles  and  Shearer  (§  72),  in 
vbich  solationa  of  802  or  Bolphitea  of  any  strength  may  be  aocorately  titrated  idth 
iodine,  by  adding  the  latter  to  the  former  in  excess,  and  when  the  reaction  is  complete 
titrating  the  excess  of  iodine  with  thiosulphate. 
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for  the  purpose  is  starch,  which  produces  with  the  slightest  trace  of 
free  iodine  in  cold  solution  the  well-known  blue  iodide  of  starch. 
Hydriodic  or  mineral  acids  and  iodides  have  no  influence  upon  the 
colour.     Caustic  alkalies  destroy  it 

The  principle  of  this  method,  namely,  the  use  of  iodine  as  an 
indirect  oxidizing  body  by  its  action  upon  the  elements  of  water, 
f onuing  hydriodic  acid  with  the  hydrogen,  and  liberating  the  oxygen 
in  an  active  state,  can  be  applied  to  the  determination  of  a  great 
variety  of  substances  with  extreme  accuracy. 

Bodies  which  take  up  oxygen,  and  decolorize  the  iodine  solution, 
such  as  sulphurous  acid,  sulphites,  sulphuretted  hydrogen,  alkaline 
thiosulphites  and  arsenites,  stannous  chlorides,  etc.,  are  brought 
into  dilute  solution,  starch  added,  and  the  iodine  delivered  in 
with  constant  shaking  or  stirring  until  a  point  occurs  at  which 
a  final  drop  of  iodine  colours  the  whole  blue — a  sign  that  the 
substance  can  take  up  no  more  iodine,  and  that  the  drop  in  excess 
has  shown  its  characteristic  effect  upon  the  starch. 

Free  cliloriiie,  or  its  active  compounds,  cannot,  however,  be 
titrated  with  thiosiUphate  directly,  owing  to  the  fact  that,  instead  of 
tetrathionic  acid  being  produced  as  with  iodine,  sulphuric  acid  occurs, 
as  may  be  readily  seen  by  testing  with  baric  chloride.  In  such 
cases,  therefore,  the  chlorine  must  be  evolved  from  its  compound 
and  passed  into  an  excess  of  solution  of  i)ure  potassic  iodide,  where 
it  at  once  liberates  its  equivalent  of  iodine,  which  can  then,  of 
course,  be  estimated  with  thiosulphate. 

All  bodies  which  contain  available  oxygen,  and  which  evolve 
chlorine  when  boiled  with  strong  hydrochloric  acid,  such  as  the 
chromates,  manganates,  and  all  metallic  peroxides,  can  be  readily 
and  most  accurately  estimated  by  this  method. 

1.     Preparation  of  the  Decinormal  Solution  of  Iodine. 
1=  126-5 ;  12-65  gm.  per  liter. 

Chemically  pure  ioiiine  may  be  obtained  by  intimately  mixing  dry' 
commercial  iodine  with  about  one-fourth  of  its  weight  of  potassic 
iodide,  and  gently  heating  the  mixture  between  two  large  watch- 
glasses  or  porcelam  capsules ;  the  lower  one  being  placed  upon  a 
heated  iron  plate,  the  iodine  sublimes  in  brilliant  })lates,  which  are 
absolutely  pure. 

The  watch-glass  or  capside  containing  the  iodine  is  placed  under 
the  exsiccator  to  cool,  and  also  to  deprive  it  of  any  traces  of  watery 
vapour;  tlien  12*65  gm.  are  accurately  weighed,  and  together  with 
about  18  gm.  of  pure  potassic  iodide  (free  from  iodate)*  dissolved 

*  Horse  and  Barton  (Aimt.  Chtm,  Jour..  1888)  state  that  potassic  iodide  may  be 
completely  freed  from  iodate  by  boiling  a  solntion  of  it  with  sine  amalsam,  prepared 
by  shakJngr  zinc  dnst  in  good  proportion  with  mercnxy  in  preeenoe  of  taiwio  ado,  and 
washing  with  water.  The  iodate  is  completely  reduced  with  fbrmation  of  cine  hydroxide. 
The  pure  solntion  of  iodide  is  filtered  for  nse  through  a  paper  filter  saturated  with  hot 
water. 
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in  about  250  ex.  of  water,  and  diluted  to  exactly  one  liter.  The 
same  solution  may  be  obtained  by  dissolving  126*5  grains  of  iodine, 
and  180  of  potassic  iodide,  in  10,000  grains  of  water;  in  either 
case  the  solution  is  strictly  decinormal.  The  flask  must  not  be 
heated  in  order  to  promote  solution,  and  care  must  be  taken  that 
iodine  vapours  are  not  lost  in  the  operation. 

The  solution  is  best  preserved  in  stoppered  bottles,  kept  in  the 
dark,  and  which  shoiUd  be  completely  filled;  but  under  any 
circumstances  it  does  not  hold  its  strength  well  for  any  length 
of  time,  and  consequently  should  be  titrated  before  use  in 
analysis. 

Several  substances  have  been  suggested  for  the  verification  of 
iodine  solution,  but  the  preference  should  be  given  to  -^  arsenite 
of  soda,  described  in  §  36.  There  is  no  difficulty  in  procuring 
pure  arsenious  acid,  and  the  alkaline  solution  is  practically  un- 
changeable if  kept  in  well-closed  bottles.  20  c.c.  of  y^  alkaline 
arsenite  should  be  put  into  a  beaker,  diluted,  a  little  solution  of 
ammonic  carbonate  added,  together  with  starch,  and  the  iodine 
added  until  the  blue  colour  is  produced. 

An  alkalimetric  method  is  proposed  byKalmann,  in  which  the 
iodine  solution  is  diluted  with  water,  and  H^S  passed  into  the 
liquid  till  colourless;  the  hydriodic  acid  so  produced  is  then 
titrpted  with  ^  alkali  and  methyl  orange. 


2.     Decinormal  Sodlo  Thiosulphate. 

Xa2S203,5H20  =  248  =  24-8  gm.  per  liter. 

As  it  is  not  difficidt  either  to  manufacture  or  procure  pure  sodic 
thiosulphato,  this  quantity,  powdered  and  dried  between  blotting- 
paper,  may  be  weighed  directly,  and  dissolved  in  a  liter  of  distilled 
water,  and  then  titrated  with  the  iodine  solution  and  a  little  starch 
indicator :  or  the  solution  may  bo  checked  with  3^  bichromate  as 
recommended  by  Mohr,  by  digesting  a  measured  volume  of 
the  bichromate  with  an  excess  of  potassic  iodide,  and  hydro- 
chloric acid,  in  the  stoppered  flask  (fig.  31)  or  similar  well-closed 
vessel.  WTien  the  mixture  has  cooled,  the  liberated  iodine  is 
measured  by  the  tliiosulphate,  and  its  power  ascertained.  If 
impure  thiosulphate  should  liave  been  used,  or  the  sample  was 
not  entirely  free  from  accidental  moisture,  it  will  be  necessary 
to  find  a  factor  by  which  to  reduce  it  to  decinormal  strength, 
as  described  for  previous  solutions;  or  the  amount  of  impurity 
being  known,  a  fresh  quantity  may  be  prepared  of  proper  strength. 
It  is  advisable  to  preserve  the  solution  in  the  dark.  After  a 
time  all  solutions  of  thiosulphate  imdergo  a  slight  amount  of 
oxidation,  and  sulphur  deposits  upon  the  bottle;  it  is  therefore 
always  better  to  examine  it  previous  to  use.  Mohr  states  that 
the  tendency  to  deposit  sidphur  in  the  solution  may  be  entirely 

I  2 
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obviated  by  adding  to  the  y^  solution  sesquicarbonate  of  ammonia, 
in  the  proportion  of  2  grams  to  the  liter.*  Harcourt  and  Esson 
{Phil.  Trans.  [5]  clvi.  205)  state  that  a  little  caustic  soda  greatly 
increases  the  stability. 

Beside  tlie  decinormal  iodine  and  thiosulphate,  it  is  convenient 
in  some  cases  to  use  centinomial  solutions,  which  can  readily  be 
prepared  by  diluting  100  c.c.  of  each  decinormal  solution  to 
1  liter. 

In  using  the  iodine  solution  Mohr's  burette  may  be  employed, 
but  care  must  be  taken  that  the  solution  is  not  left  in  it  for 
any  length  of  time,  as  decomposition  slowly  takes  place,  and  the 
tube  becomes  hard ;  the  tap  burette  is  on  this  account  preferable. 


8.     Starch   Indicator. 

One  part  of  clean  arrowroot,  or  ^wtato  starch,  is  first  mixed 
smoothly  with  cold  water  into  a  thin  paste,  then  gradually  jwured 
into  about  150  or  200  times  its  weight  of  boiling  water,  the  boiling 
continued  for  a  minute,  then  allowed  to  stand  and  settle ;  the  clear 
solution  oidy  is  to  ])e  used  as  the  indicator,  of  which  a  few  drops 
only  are  necessary. f  The  solution  maybe  preserved  for  some  time 
by  adding  to  it  about  one  per  cent,  of  salicylic  acid,  or  saturating 
it  with  common  salt;  this,  however,  is  not  so  sensitive  as  the 
freshly  prepared  solution. 

Starch  Paste. — A  very  convenient  form  of  soluble  starch  is  made 
by  mixing  6  gm.  starch  with  100  gm.  pure  glycerine,  heating  for 
an  hour  to  100°  C,  pouring  into  about  double  its  volume  of  water, 
then  adding  sufficient  strong  alcohol  to  precipitate  the  soluble 
starch,  which  is  filtered  off  and  preserved  in  a  moist  pasty  state. 
When  required,  a  minute  quantity  is  taken  with  a  glass  rod. 

Concentrated  Solution  of  Starch. — Tliis  will  keep  almost  any 
length  of  time.  Made  by  rubbing  about  5  gm.  starch  to  a  smooth 
emulsion,  with  about  50  c.c.  water.  Then  add  25  c.c.  of  50  per 
cent,  solution  of  caustic  potash  and  shake  well,  dilute  with  half  a 
liter  of  water,  boil,  and  allow  to  settle.  This  indicator  answers  very 
well  in  cases  where  the  alkali  is  of  no  consequence,  but  is  not 
available  for  the  delicate  acidimetric  method  by  iodic  acid  unless 
the  alkali  is  exactly  corrected.  It  answers  well,  however,  with  the 
addition  of  2  gm.  of  potassic  iodide  as  a  reagent  for  nitrites,  and 
keeps  perfectly  though  exi)osed  to  liglit. 

*  This  has  been  proved  by  my  experiments  not  to  be  correct,  and  Topf  (Z.  a.  C.  zxtL 
137—217)  in  a  long  series  of  experiments  in  iodometry  oomes  to  the  same  condosion. 
Bicarbonate  of  soiaa  or  potash  have  a  better  effect,  but  even  these  are  open  to  objection. 
It  is  undoabtedly  better  to  make  fresh  solutions  nrom  pure  thiosulphate  at  intervals  of 
a  month  or  so. 

t  In  iodometrie  analyses  it  is  si  ways  advisable  in  titrating  the  free  iodine  with  thio- 
sulphate or  arsenious  solution  to  delay  adding  the  starch  until  the  iodine  colour  is  nearly 
removed :  a  much  more  delicate  ending  may  be  obtained  and  with  very  little  starch. 
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AlTAIiTSIS    OF    SUBSTANCES    BT    DISTILLATION    WITH 
HTDBOCHLOBIC    ACID. 

§  35.     There  are  a  great  variety  of  substances  containing  oxygen, 
which  when  boiled  witli  hydrochloric  acid  yield  chlorine,  equivalent 


Fig.  29. 

to  the  whole  or  a  part  only  of  the  oxygen  they  contain  according  to 
circumstances.  Upon  tliis  fact  are  based  the  variety  of  analyses 
which  may  be  accomplislied  by  means  of  iodine  and  sodic  thio- 
sulphate,  or  arsenite ;  the  chlorine  so  evolved,  however,  is  not  itself 
estimated,  but  is  conveyed  by  means  of  a  suitable  apparatus  into  a 
solution  of  potassic  iodide,  thereby  liberating  an  equivalent  quantity 
of  iodine.  This  latter  body  is  then  estimated  by  thiosidphate ;  the 
quantity  so  found  is,  therefore,  a  measure  of  the  oxygen  existing  in 
the  original  substance,  and  consequently  a  measure  of  the  substance 
itself.  Analyses  of  this  class  may  be  made  the  most  exact  in  the 
whole  range  of  volumetric  analysis,  far  outstripping  any  process 
by  weight. 

Tlie  apparatus  used  for  distilling  the  substances,  and  conveying 
the  Hberated  chlorine  into  the  alkaline  iodide,  may  possess  a  variety 
of  forms,  the  most  serviceable,  however,  being  the  three  kinds 
devised  respectively  by  Bunsen,  Frescnius,  and  Mohr. 

Buns  en's  arrangement  consists  of  an  inverted  retort,  into  the 
neck  of  which  the  tube  from  the  small  distilling  flask  is  passed. 
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A  drawing  of  the  entire  apparatus  may  be  seen  in  most  treatises 
on  chemical  analysis. 

Owing  to  the  great  solubility  of  HCl  in  the  form  of  gas,  the 
apparatus  must  be  so  constructed  that  when  all  CI  is  liberated  and 
HCl  begins  to  distil,  the  liquid  may  not  rush  back  to  the  flask 
owing  to  condensation. 


Fig.  30. 

The  best  preventive  of  this  regurgitation  is,  however,  suggested 
by  Fresenius,  and  applicable  to  each  kind  of  apparatus;  namely, 
the  addition  of  a  few  pieces  of  pure  magnesite.  This  substance 
dissolves  but  slowly  in  the  hydrochloric  acid,  and  so  keeps  up  a 
constant  flow  of  CO^,  the  pressure  of  which  is  sufficient  to  prevent 
the  return  of  the  liquid. 

The  apparatus  contrived  by  Fresenius  is  shown  in  fig.  29,  and 
is  exceedingly  useful  as  an  absorption  apparatus  for  general 
purposes. 

Mohr's  apparatus  is  shown  in  fig.  30  and  is,  on  account  of  its 
simplicity  of  construction,  very  easy  to  use. 

The  distilling  flask  is  of  about  2  oz.  capacity,  and  is  fitted  with  a 
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cork  soaked  to  saturation  in  melted  paraffin ;  through  the  cork  the 
delivery  tube  containing  one  bulb  passes,  and  is  again  passed 
through  a  common  cork,  fitted  loosely  in  a  stout  tube  about  12  or 
13  inches  long  and  1  inch  wide,  closed  at  one  end  like  a  test  tube. 
Tliis  tube,  containing  the  alkaline  iodide,  is  placed  in  an  hydrometer 
glass,  about  12  inches  high,  and  surrounded  by  cold  water;  the 
delivery  tube  is  drawn  out  to  a  fine  point,  and  reaches  nearly  to 
the  bottom  of  the  condenser.  No  support  or  clamp  is  necessary, 
as  the  hydrometer  glass  keeps  everything  in  jwsition.  The 
substance  to  be  distilled  is  put  into  the  flask  and  covered  with 
strong  hydrochloric  acid,  the  magnesite  added,  the  condenser 
suppKed  with  a  sufficient  quantity  of  iodide  solution,  and  the 
apparatus  put  together  tightly.  Either  an  argand  or  common 
spirit  lamp,  or  gas,  may  be  used  for  heating  the  flask,  but  the 
flame  must  be  manageable,  so  that  the  boiling  can  be  regulated  at 
will.  In  the  case  of  the  common  spirit  lamp  it  may  be  held  in  the 
hand,  and  applied  or  withdrawn  Bccording  to  the  necessities  of  the 
case  :  the  argand  spirit  or  gas  lamp  can,  of  course,  be  regulated  by 
the  usual  arrangements  for  the  purpose.  If  the  iodine  liberated 
by  the  chlorine  evolved  should  be  more  than  will  remain  in 
solution,  the  cork  of  the  condensing  tube  must  be  lifted,  and  more 
solution  added.  When  the  operation  is  judged  to  be  at  an  end, 
the  apparatus  is  disconnected,  and  the  delivery  tube  washed  out 
into  the  iodide  solution,  which  is  then  emptied  into  a  beaker  or 
flask  and  preserved  for  analysis,  a  little  fresh  iodide  solution  is 
put  into  the  condenser,  the  apparatus  again  put  together,  and  a 
second  distillation  commenced,  and  continued  for  a  minute  or  so, 
to  collect  every  trace  of  free  chlorine  present.  This  second 
operation  is  only  necessary  as  a  safeguard  in  case  the  first  should 
not  have  been  complete. 

The  solutions  are  then  mixed'  together  and  titrated  in  the 
manner  previously  described.  In  all  cases  the  solution  must  be 
cooled  before  adding  the  thiosulphate,  otherwise  sulphuric  acid 
might  be  formed. 

Instead  of  the  large  test  tube,  some  operators  use  a  (J  tube  to 
contain  the  potassic  iodide,  having  a  bulb  in  each  limb,  but  the 
latter  is  not  necessary  if  magnesite  is  used. 

The  solution  of  potassic  iodide  may  conveniently  be  made  of  such 
a  strength  that  ^  eq.  or  33*2  gm.  are  contained  in  the  liter.  1  c.c. 
will  then  be  sufficient  to  absorb  the  quantity  of  free  iodine,  repre- 
senting 1  per  cent,  of  oxygen  in  the  substance  analyzed,  supposing 
it  to  be  weighed  in  the  metric  system.  In  examining  peroxide  of 
manganese,  for  instance,  0*436  gm.  or  4*36  gm.  would  be  used,  and 
supposing  the  percentage  of  peroxide  to  be  about  sixty,  60  c.c.  or 
dm.  of  iodide  solution  would  be  sufficient  to  absorb  the  chlorine 
and  keep  in  solution  the  iodine  liberated  by  the  process;  it  is 
advisable,  however,  to  have  an  excess  of  iodide,  and,  therefore, 
in  this  case,  about  70  c.c.  or  dm.  should  be  used.     A  solution  of 
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§  35. 


Fig.  31. 


indefinite  strength  will  ans^ver  as  well,  so  long  as  enough  is  used  to 
ahsorh  all  the  iodine.  It  may  sometimes  hai)pen  that  not  enough 
iodide  is  present  to  keep  all  the  liberated  iodine  in  solution,  iii 
which  case  it  will  separate  out  in  the  solid  form  ;  more  iodide, 
however,  may  be  added  to  dissolve  the  ioiline,  and  the  titration 
can  then  be  made  as  usual. 

The  process  of  distillation  above  described  may  be  avoided  in 
many  cases.  Tliere  are  a  great  number  of  substances  which,  ])y 
mere  digestion  with  hydrochloric  acid  and  potassic  iodide  at  an 
elevated  temperature,  undergo  decomposi- 
tion quite  as  completely  as  by  distillation. 
For  this  purpose  a  strong  bottle  ^vith  at 
very  accurately  ground  stopper  is  necessary  ; 
and  as  the  ordinary  stoppered  bottles  of 
commerce  are  not  sufficiently  tight,  it  is 
better  to  re-grind  the  stopper  with  a  little 
vei*y  fine  emery  and  water.  It  must  then 
be  tested  by  tying  the  stopper  tightly 
down  and  immersing  in  hot  water ;  if  any 
bubbles  of  air  find  tlieir  way  through  the  f 
stopper  the  bottle  is  useless.  The  ca])a- 
city  may  vary  from  30  to  150  cc,  accoiil- 
ing  to  the  necessities  of  the  case. 

The  stopper  may  be  secured  T>y  fine  cop]ier  binding-wire,  or 
a  kind  of  clamp  contrived  by  Mohr  may  be  used,  as  sho\ni  in 
fig.  31  ;  by  means  of  the  thumb-screws  the  pressure  upon  the 
stopper  may  be  increased  to  almost  any  extent. 

The  substance  to  be  examined,  if  in  powder,  is  put  into  the 
bottle  with  jnire  flint  pebbles  or  small  garnets,  so  as  to  divide  it 
better,  and  a  sufficient  quantity  of  saturated  solution  of  ]3ota.ssic 
iodide  and  pure  hydrochloric  acid  added ;  the  stopjier  is  then 
inserted,  fastened  down,  and  the  bottle  suspended  in  a  wat^r 
bath,  and  the  water  is  gradually  heated  to  boiling  by  a  gas 
flame  or  hot  plate  as  may  be  most  convenient.  When  the 
decomposition  is  complete  the  ])ottle  is  removed,  allowed  to  cool 
somewhat,  then  placed  in  cold  water,  and,  after  being  shaken, 
emptied  into  a  beaker,  and  the  liquid  diluted  by  the  washings 
for  titration. 

The  salts  of  chloric,  iodic,  bromic,  and  chromic  acids,  together 
with  many  other  conq)ounds,  may  be  as  effectually  decomposed  by 
digestion  as  by  distillation ;  many  of  them  even  at  ordinary  tem- 
peratures. Recently  precipitated  oxides,  or  the  natural  oxides^ 
when  reduced  to  fine  powder  are  readily  dissolved  and  de- 
composed by  very  weak  acid  in  the  presence  of  potassic  iodide 
(Pickering). 

The  potassic  iodide  used  in  the  various  analyses  must  be  abso- 
lutely free  from  potassic  iodatc  and  free  iodine,  or  if  otherwise,  the 
eifect  of  the  impurity  must  be  known  by  blank  experiment. 
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ABSENIOTXS    ACID    AND    IODINE. 

§  36.  The  principle  upon  wliich  this  methcxl  of  analysis  is 
"based  is  the  fact,  that  M'hen  arsenious  acid  is  l)rought  in  contact 
with  iodine  in  the  presence  of  water  and  free  alkali,  it  is  converted 
into  arsenic  acid,  the  reaction  being — 

AsSQ^  4-  41  +  2K20  =  As^QS  +  4KI. 

The  Jilkali  must  be  in  sufficient  quantity  to  combine  with  the 
hydriodic  acid  set  free,  and  it  is  necessary  tliat  it  should  exist  in 
the  state  of  bicarbonate,  as  caustic  or  monocarbonated  alkalies 
interfere  with  the  colour  of  the  l)lue  iodide  of  starch  used  as  indicator. 

If,  therefore,  a  solution  of  arsenious  acid  containing  starch  is 
titrated  with  a  solution  of  icnline  in  the  presence  of  potassic  bicar- 
Tx)nate,  the  blue  colour  does  not  occur  until  all  the  arsenious  acid 
is  oxidized  into  arsenic  acid.  In  like  manner,  a  standard  solution 
of  arsenious  acid  may  be  used  for  the  estimation  of  iodine  or  other 
Ixxlies  which  })osse8s  the  power  of  oxidizing  it. 

The  chief  value,  however,  of  this  meth(xl  is  found  in  the  estima- 
tion of  free  clilorine  existing  in  the  so-called  chloride  of  lime, 
chloi-ine  water,  hyi^ochlorites  of  lime,  soda,  etc.,  in  solution ; 
generaUy  included  under  the  term  of  chlorimetry. 

Preparation   of  the  fo    Solution   of  Alkaline   Araenite. 
As203=  198  ;  4-95  gm.  per  liter. 

Tlie  ioiline  solution  is  tlie  same  as  described  in  §  34.1. 

The  corresponding  solution  of  potassic  arsenite  is  prepared  by 
dissolving  4*95  gm.  of  the  purest  sublimed  arsenious  anhydride  in 
about  250  c.c.  of  distilled  water  in  a  flask,  with  about  20  gm. 
of  pure  potassic  bicarbonate.  It  is  necessary  that  the  acid 
should  be  in  powder,  and  the  mixture  needs  warming  and  shaking 
for  some  time  in  onler  to  complete  the  solution ;  when  this 
i.s  accomplished  the  mixture  is  diluted  somewhat,  then  made  up  to 
the  liter. 

In  onler  to  test  this  solution,  10  c.c.  are  put  into  a  beaker  with 
a  little  starch  indicator,  and  the  ioiUne  solution  allowed  to  flow  in 
fnmi  a  burette,  graduated  in  ^j^  c.c,  until  the  blue  colour  appears. 
If  exactly  10  c.c.  are  required,  the  sohition  is  strictly  decinormal ; 
if  otherwise,  the  neces.sary  factor  must  be  foinid  for  converting  it 
to  that  strength. 

Starch-paper  Indicator. — Starch  solution  cannot  l)e  used  for  the 
<lirect  estimation  of  free  chlorine,  consecpiently  resort  must  be  had 
to  an  external  indicator ;  and  this  is  very  conveniently  found  in 
starch-iodide  paper,  which  is  best  prejiared  by  mixing  a  portion  of 
Htarch  solution  with  a  few  drops  of  solution  of  potassic  iodide  on 
a  plate,  and  soaking  strips  of  pure  filtering  paper  therein.     The 
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paper  so  prepared  is  used  in  the   damp  state,  and  is   far  more 
sensitive  than  when  dried. 

The  AnalytU :  In  all  cases  the  chloriae  to  be  estimated  must  exist  in  an 
alkaline  solution.  In  the  case  of  bleaching  powder  this  is  already  accom- 
plished by  the  caustic  lime  which  invariably  exists  in  the  compound. 

The  substance  being  brought  under  the  burette  containing  the  arsenious 
acid  solution,  the  latter  is  suffered  to  flow  until  a  drop  of  the  mixture  taken 
out  with  a  glass  rod  and  brought  in  contact  with  the  prepared  paper,  no 
longer  produces  a  blue  spot.  As  the  colour  becomes  gradually  lighter 
towards  the  end  of  the  process,  it  is  not  difficult  to  hit  the  exact  point ; 
should  it,  however,  by  any  accident  be  overstepped,  starch  may  be  added  to 
the  mixture,  and  iodine  solution  added  until  the  blue  colour  is  produced ; 
the  quantity  so  used  is  then  deducted  from  the  total  arsenious  solution. 

JExamples :  50  c.c.  of  chlorine  water  were  mixed  with  solution  of  sodic 
carbonate,  and  brought  under  the  arsenic  burette,  and  20  c.c.  of  solution 
added;  on  touching  the  prepared  paper  with  the  mixture  no  colour  was 
produced,  consequently  the  quantity  used  was  too  great ;  starch  was  therefore 
added,  and  decinormal  iodine,  of  which  3*2  c.c.  were  required  to  produce  the 
blue  colour.  This  gave  16*8  c.c.  of  arsenious  solution,  which  multiplied  by 
0003537,  gave  0*05942  gm.  of  Gl  in  the  50  c.c.  A  second  operation  with 
the  same  water  required  16*8  c.c.  of  arsenious  solution  direct,  before  the  end  of 
the  reaction  with  iodized  starch-paper  was  reached. 

The  arsenious  solution  is  as  serviceable  as  thiosulphate  for 
the  general  estimation  of  iodine,  sulphuretted  hydrogen,  cliromates, 
etc.,  by  distillation  with  hydrochloric  acid,  and  possesses  the  great 
advantage  of  being  permanent  in  strength  for  almost  any  period 
of  time. 
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PART   IV. 

AXALYSIS  BY  PRECIPITATIOX. 

§  37.  The  general  principle  of  this  method  of  determining  the 
quantity  of  any  given  substance  is  alluded  to  in  §  1,  and  in  all 
instances  is  such  that  the  body  to  be  estimated  forms  an  insoluble 
precipitate  with  a  titrated  reagent.  The  end  of  the  reaction  is, 
however,  determined  in  three  ways. 

1.  By  adding  the  reagent  until  no  further  precipitate  occurs, 
as  in  the  determination  of  chlorine  by  silver. 

2.  By  adding  the  reagent  in  the  presence  of  an  indicator  con- 
tained either  in  the  liquid  itself,  or  brought  externally  in  contact 
with  it,  so  that  the  slightest  excess  of  the  reagent  shall  produce  a 
characteristic  reaction  with  the  indicator ;  as  in  the  estimation  of 
silver  with  sodic  cldoride  by  the  aid  of  jjotassic  chromate,  or  witli 
thiocyanate  and  ferric  sulphate,  or  that  of  phosphoric  acid  with 
uranium  by  yellow  potassic  prussifite. 

3.  By  adding  the  reagent  to  a  clear  solution,  until  a  precipitate 
occurs,  as  in  the  estimation  of  cyanogen  by  silver. 

The  first  of  these  endings  can  only  be  applied  with  great  accuracy 
to  silver  and  chlorine  estimations.  Very  few  precipitates  have  the 
peculiar  quality  of  chloride  of  silver;  namely,  almost  perfect 
insolubility,  and  the  tendency  to  curdle  closely  by  shaking,  so  as  to 
leave  the  menstruum  clear.  Some  of  the  most  insoluble  precipitates, 
such  as  baric  sulphate  and  calcic  oxalate,  are  unfortunately  excluded 
from  this  class,  because  their  finely  divided  or  powdery  nature 
prevents  their  ready  and  perfect  subsidence. 

In  all  these  cases,  therefore,  it  is  necessary  to  find  an  indicator, 
which,  brings  them  into  class  2. 

The  third  class  comprises  only  two  processes;  viz.,  the  deter- 
mination of  cyanogen  by  silver,  and  that  of  cldorine  by  mercuric 
iiitrate. 

Since  the  estimation  of  chlorine  by  precipitation  with  silver,  and 
that  of  silver  by  thiocyanic  acid,  can  be  used  in  many  cases  for 
the  indirect  estimation  of  many  other  substances  with  great  exact- 
ness, the  preparation  of  the  necessary  standard  solutions  will  now 
be  described. 

SILVEB   AND    CHIiOBINE. 

1.     Declnorxnal   Solution   of  Silver. 

16-966  gm.  AgNO^  per  liter. 

10*766  gm.  of  pure  silver  are  dissolved  in  pure  dilute  nitric  acid 
•with  gentle  heat  in  a  flask,  into  the  neck  of  which  a  small  funnel 
is  dropped  to  prevent  loss  of  liquid  by  sj)irting.     When  solution  is 
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complete,  the  funnel  must  be  washed  inside  and  out  with  distilled 
water  into  the  fitxsk,  and  the  liquid  diluted  to  a  liter ;  hut  if  it  be 
desired  to  use  potassic  chromate  as  indicator  in  any  analysis,  the 
solution  must  he  neutral ;  in  which  case  the  solution  of  silver  in 
nitric  acid  is  evaporated  to  dryness,  and  the  residue  dissolved  in  a 
liter;  or,  what  is  preferable,  16 '966  gm.  of  pure  silver  nitrate, 
I)reviously  heated  to  120*  C.  for  10  minutes,  are  dissolved  in  a 
liter  of  distilled  water.  If  the  grain  system  is  used,  107 '66  gm. 
of  silver  or  169*66  grn.  of  nitrate  are  tlissolvcd,  and  the  solution 
diluted  to  10,000  grains. 

2.     Becinormal    Solution   of   Salt. 
5 '837  gm.  XaCl  per  liter. 

5*837  gm.  of  pure  sodic  chloride  are  dissolved  in  distilled  water, 
and  the  solution  made  up  to  a  liter,  or  58*37  gm.  to  10,000  grains. 

There  are  two  methods  by  which  the  analysis  may  be  ended  : 

(a)  By  adding  silver  cautiously,  and  well  shaking  after  each 
addition  till  no  further  precipitate  is  produced.  For  details  see 
§  50. 

(h)  By  using  a  few  drops  of  solution  of  pure  iK)tassic  niono- 
chromate  as  indicator,  as  devised  by  Mohr.  If  the  pure  salt  is 
not  at  hand,  some  silver  nitrate  should  be  added  to  the  solution  of 
the  ordinary  salt,  to  remove  chlorine,  and  the  clear  liquid  used. 

The  method  b  is  exceedingly  serviceable,  on  the  score  of  saving 
both  time  and  trouble.  The  solutions  must  be  absolutely  free  from 
acid  or  any  great  excess  of  alkali ;  it  is  best  to  have  them  neutral, 
and  cold.  When,  therefore,  acid  is  present  in  any  solution  to  be 
examined,  it  should  be  neutralized  with  pure  sodic  or  calcic  carbonate 
in  very  slight  excess.* 

The  Analysis :  To  the  neutral  or  faintly  alkaline  solution,  two  or  three 
drops  of  a  cold  saturated  solution  of  potassic  chromate  are  added,  and  the 
silver  solution  delivered  from  the  burette  until  the  last  drop  or  tAvo  produce 
a  faint  blood-red  tinj^e,  an  evidence  that  all  the  chlorine  has  combined  with 
the  silver,  and  the  slight  excess  has  formed  a  precipitate  of  silver  chromate ; 
the  reaction  is  very  delicate  and  easily  distinguished.  The  colour  reaction 
is  even  more  easily  seen  by  gas-light  than  by  daylight.  It  may  be  rendered 
more  delicate  by  adopting  the  plan  suggested  by  Dupr^  (Analyxi,  v.  123). 
A  glass  coll,  about  1  centimeter  in  depth,  is  filled  with  water  tinted  with 
chromate  to  the  same  colour  as  the  solution  to  be  titrated.  The  operation  is 
performed  in  a  white  porcelain  basin.  The  faintest  appearance  of  the  red 
change  is  at  once  detected  on  looking  through  the  coloured  cell.  For  the 
analysis  of  waters  weak  in  chlorine  this  method  is  very  serviceable  (see  §  40). 

Example ;  1  gm.  of  piu*e  sodic  chloride  was  dissolved  in  100  c.c.  of  water, 
a  few  drops  of  chromate  added,  and  titrate  ^with  tV  silver,  of  which  17*1  c.c. 
were  required  to  produce  the  red  colour ;  multiplied  by  the  xV  factor  for  sodic 
chloride =0005837  the  result  was  0*998  gm.  NaCl,  instead  of  1  gm. 

*  Silver  chromate  ie  sensibly  soluble  in  the  presence  of  alkaline  or  earthy  nitrates, 
especially  at  a  hi^h  temperature;  sodic  and  calcic  hydrates  bave  the  least  effect; 
ammonio,  potassic,  and  magnesic  nitrates  the  greatest.  See  also  Carpenter 
(J.  S.  C.  I.  V.  286). 
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INDIBECT  ESTIMATION  OF  AMMONIA,  SODA,  POTASH, 
LIME,  AND  OTHEB  ATiKATJES  AND  ALKALINE  EABTHS, 
WITH  THEIB  CABBONATES,  NITRATES,  AND  CHLO- 
RATES, ALSO  NITBOGEN,  BY  MEANS  OF  DECINOBMAL 
SILVBB  SOLUTION,  AND  FOTASSIO  CHBOMATE,  AS 
INDICATOB. 

1  c.c.  -^  silver  solution  =  -r^J^nr  H-  ^^-  ^^  ^^^^^  substance. 

§  38.  MoHR,  with  his  characteristic  ingenuity,  has  made  use 
of  tlie  tlelicate  reaction  between  chlorine  and  silver,  with  potassic 
chromate  as  mdicator,  for  the  determination  of  the  bodies  men- 
tioned above.  All  compounds  capable  of  being  converted  into 
neutral  chlorides  by  evaporation  to  dryness  with  liydroclUoric  acid 
may  be  determined  with  great  accuracy.  The  chlorine  in  a  com- 
bined state  is,  of  course,  the  only  substance  actually  determined ; 
but  as  the  laws  of  chemical  combination  are  exact  and  well  known, 
the  measure  of  chlorine  is  also  the  measure  of  the  base  with  which 
it  is  combined. 

In  most  cases  it  is  only  necessary  to  slightly  supersaturate  the 
alkali,  or  its  carbonate,  with  pure  hydrocliloric  acid  ;  evaporate  on 
the  water  bath  to  dryness,  and  heat  for  a  time  to  1 20°  C.  in  the  air 
bath,  then  dissolve  to  a  given  measure,  and  take  a  portion  for 
titration. 

Alkalies  and  Alkaline  Earths  with  organic  acids  are  ignited  to 
convert  them  into  carbonates,  then  treated  with  hydrochloric  acid, 
and  evaporated  as  before  described. 

Carbonic  Acid  in  combination  may  be  determined  by  i)recipita- 
tion  with  baric  chloride,  as  in  §  26.  The  washed  preci]>itate  is 
dissolved  on  the  filter  with  hydrocliloric  acid  (covering  it  with  a 
watch-glass  to  prevent  loss),  and  then  evaporated  to  dryness 
repeatedly  till  all  HCl  is  driven  off.  In  order  to  titrate  with 
accuracy  by  the  help  of  potassic  chromate,  the  baryta  must 
l)e  precipitated  by  means  of  a  solution  of  pure  sotlic  or  potassic 
sulphate,  in  slight  excess;  the  i)recipitated  baric  sulphate  does 
not  interfere  with  the  delicacy  of  the  reaction.  If  this  precaution 
>vere  not  taken,  the  yellow  baric  chromate  would  mislead. 

Free  Carbonic  Acid  is  collected  by  means  of  ammonia  and  baric 
chloride  (as  in  §  26),  and  the  estimation  completed  as  in  the  case  of 
■combined  CO^. 

Chlorates  are  converted  into  chlorides  l)y  ignition  before  titration. 

Nitrates  are  evaporated  with  concentrated  hydrocliloric  acid,  and 
the  resulting  chlorides  titrated,  as  in  the  previous  case. 
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Nitroffen. — ^The  ammonia  evolved  from  guano,  manures,  oilcakes, 
and  simdry  other  substances,  when  humed  with  soda  lime  in  Will 
and  Varrentrapp's  apparatus,  is  conducted  through  dilute  hydro- 
chloric acid ;  the  liquid  is  carefully  evaix)rated  to  dryness  before 
titration. 

In  all  cases  the  operator  will,  of  course,  take  care  that  no  chlorine 
from  extraneous  sources  other  than  the  hydrochloric  acid  is  present; 
or  if  it  exists  in  the  bodies  themselves  as  an  impurity,  its  quantity 
must  be  first  determined. 

Example:  0*25  j^.  pure  sodic  carbonate  was  dissolved  in  water,  and 
hydrochloric  acid  added  till  in  excess ;  it  was  then  dried  on  the  water  bath 
till  no  further  vapours  of  acid  were  evolved ;  the  resulting  white  mass  was 
heated  for  a  few  minutes  to  about  ISO""  C,  dissolved  and  made  up  to  300  c.c. 
100  c.c.  required  16'7  c.c.  ^  silver,  this  multiplied  by  3  gave  47*1  c.c,  which 
multiplied  by  the  xV  factor  for  sodic  carbonate =0'0053,  gave  0'2496S  gm. 
instead  of  0'25  gm. 

Indirect  Estimation  of  Potash  and  Soda  ezistinff  as  Mixed. 
Chlorides. — It  is  a  problem  of  frequent  occurrence  to  determine  the 
relative  quantities  of  potash  and  soda  existing  in  mixtures  of  the 
two  alkalies,  such  as  occur,  for  instance,  in  urine,  manures,  soils, 
waters,  etc.  The  actual  separation  of  potash  from  soda  by  means 
of  platinum  is  tedious,  and  not  always  satisfactory. 

The  following  method  of  calculation  is  frequently  convenient, 
since  a  careful  estimation  of  the  chlorine  present  in  the  mixture  is 
the  only  labour  required ;  and  this  can  most  readily  be  accom- 
plished by  yiy  silver  and  chromate,  as  previously  described. 

(1)  The  weight  of  the  mixed  pure  chlorides  is  accurately  found  and  noted. 

(2)  The  chlorides  are  then  dissolved  in  water,  and  very  carefully  titrated 
with  ^  silver  and  chromate  for  the  amount  of  chlorine  present,  which  is 
also  recorded ;  the  calculation  is  then  as  follows : — 

The  weight  of  chlorine  is  multiplied  by  the  factor  2*103 ;  from  the  product 
so  obtained  is  deducted  the  weight  of  the  mixed  salts  found  in  1.  The  re- 
mainder  multiplied  by  36288  will  give  the  weight  of  sodic  chloride  present 
in  the  mixture. 

The  weight  of  sodic  chloride  deducted  from  the  total  as  found  in  1  wiU 
give  the  weight  of  potassic  chloride. 

Sodic  chloride      x  0*5302 = Soda  (Na'O). 
Potassic  chloride  X   0*6317= Potash  (K*0). 

The  principle  of  the  calculation,  which  is  based  on  the  atomic  constitution 
of  the  individual  chlorides,  is  explained  in  most  of  the  standard  works  on 
general  analysis.  Indirect  methods  like  this  can  only  give  useful  results 
when  the  atomic  weights  of  the  two  substances  differ  considerably,  and  when 
the  proportions  are  approximately  equal. 

Another  method  of  calculation  in  the  case  of  mixed  potassic  and 
sodic  chlorides  is  as  follows : — 

The  weight  of  the  mixture  is  first  ascertained  and  noted ;  the  chlorine  is 
then  found  by  titration  with  ^  silver,  and  calculated  to  NaCl ;  the  weight 
so  obtained  is  deducted  from  the  orig^inal  weight  of  the  mixture,  and  the 
remainder  multiplied  by  2*42857  iiill  give  the  potassium. 
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SILVBB   AND    TEIOG7AinC    ACID. 

§  39.  This  process  has  been  devised  by  Yolhard  and  is  fully 
described  by  the  autlior  {Lieln(fs  Ann.  d.  Chem.  exc.  1),  and 
has  been  favourably  noticed  by  Falck  {Z.  a.  C.  xiv.  227), 
Briigelman  (Z.  a.  C,  xvi.  7),  and  Drechsel  (Z.  a.  C,  xvi.  351). 
It  differs  from  Mohr's  chromate  methoil  in  that  tlie  silver 
solutions  may  contain  free  nitric  acid. 

This  method  is  based  on  the  fact  that  when  solutions  of  silver 
and  an  alkaline  thiocyanate  are  mixed  in  the  presence  of  a  ferric 
salt,  so  long  as  silver  is  in  excess,  the  thiocyanate  of  that  metal 
is  precipitated,  and  any  brown  ferric  thiocyanate  which  may 
form  is  at  once  decomposed.  When,  however,  the  thiocyanate  is 
added  in  the  slightest  excess,  brown  ferric  thiocyanate  is  formed, 
and  asserts  its  colour  even  in  the  presence  of  much  free  acid. 
The  metliod  may  of  course  be  used  for  the  estimation  of  silver, 
and  by  the  residual  process,  for  the  estimation  of  substances  which 
are  completely  precipitated  by  silver. 

It  may  be  used  for  the  estimation  of  silver  in  the  presence  of 
copper  up  to  70  j)er  cent. ;  also  in  presence  of  antimony,  arsenic, 
iron,  zinc,  manganese,  lead,  cadmium,  bismuth,  and  also  coT)alt  and 
nickel,  unless  the  proportion  of  tliese  latter  metals  is  such  as  to 
interfere  by  intensity  of  colour. 

It  may  further  be  used  for  the  indirect  estimation  of  chlorine, 
bromine,  and  iodine,  in  presence  of  each  other,  existing  eitlier  in 
minerals  or  inorganic  compounds,  and  for  copper  and  zinc ;  these 
will  be  noticed  under  their  respective  heads. 

1.     Decinormal   Amnionic   Thiocyanate. 

This  solution  cannot  be  prepared  by  weighing  the  thiocyanate 
direct,  owing  to  the  deliquescent  nature  of  the  salt ;  but,  supposing 
it  could  be  weighed,  the  quantity  would  be  7 '6  gm.  per  liter; 
therefore  about  8  gm.  of  the  purified  crystals  may  be  dissolved  in 
about  a  liter  of  water  as  a  basis  for  getting  an  exact  solution,  which 
must  be  finally  adjusted  T)y  a  correct  decmonnal  silver  solution. 

The  standard  solution  so  i)repared  remains  of  the  same  strength 
for  a  very  long  period  if  preserved  from  evaporation. 

2.     Decinormal   Silver   Solution. 

This  is  the  same  as  described  in  a  preceding  section  (§  37),  and 
may  contain  free  nitric  acid  if  made  direct  from  metallic  silver. 

8.     Ferric   Indicator. 

Tliis  may  consist  simply  of  a  saturated  solution  of  iron  alum ; 
or  may  be  made  by  oxidizing  ferrous  sulphate  with  nitric  acid, 
evaporating  with   excess  of   sulphuric   acid  to  dissipate   nitrous 
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fumes,  and  dissolving  the  residue  in  water  so  that  the  strengtli 
is  about  10  per  cent. 

5  c.c.  of  either  of  these  solutions  are  used  for  cacli  titration, 
-which  must  alwaj^s  take  place  at  ordinary  temperatures. 

4.     Pure   Nitric   Acid. 

This  must  be  free  from  the  lower  oxides  of  nitrogen,  secured  by 
diluting  the  usual  pure  acid  with  about  a  fourth  }>art  of  water, 
and  boiling  till  perfectly  colourless.  It  shoidd  then  be  preservetl 
in  the  dark. 

The  quantity  of  nitric  acid  used  in  the  titration  may  vary  within 
wide  linuts,  and  seems  to  have  no  effect  upon  the  precision  of  the 
method. 

The  Analysis  for  Silver :  50  c.c.  of  ^  silver  solution  are  placed  into  a, 
flask,  diluted  somewhat  with  water,  and  5  c.c.  of  ferric  indicator  added, 
together  with  about  10  c.c.  of  nitric  acid.  If  the  iron  solution  should 
cause  a  yellow  colour,  the  nitric  acid  will  remove  it.  The  thioc^-anate 
is  then  delivered  in  from  a  burette ;  at  first  a  white  precipitate  is  produced 
rendering  the  fluid  of  a  milky  appearance,  and  as  each  drop  of  thioc^'anate 
falls  in,  it  produces  a  reddish-brown  cloud  which  quickly  disappears  on 
shaking.  As  the  point  of  saturation  approaches,  the  precipitate  becomes 
flocculent  and  settles  easily ;  finally,  a  drop  or  two  of  thiocyanate  produces 
a  faint  brown  colour  which  no  longer  disappears  on  shaking.  If  the 
solutions  are  correctly  balanced,  exactly  50  c.c.  of  thiocyanate  should  l>e 
required  to  produce  this  effect. 

The  colour  is  best  seen  by  holding  the  flask  so  as  to  catch  the  reflected 
light  of  a  white  wall. 


PBECISION    IN    COLOTXB    BEACTIONS. 

§  40.  DuPR^  adopts  the  following  ingenious  method  for  colour 
titrations  {Analyd^  v.  123): — As  is  well  known,  the  change  from 
pale  yellow  to  red,  in  the  titration  of  chlorides  by  means  of  silver 
nitrate  with  neutrjil  chromate  as  indicator,  is  more  distinctly 
perceived  by  gjis-light  than  by  daylight ;  and  in  the  case  of  potable 
waters,  contahiing  from  one  to  two  grains  of  chlorine  per  gallon,  it 
is  generally  considered  advisable  to  concentrate  by  evaporation 
])revious  to  titration,  or  else  to  perform  the  titration  by  gas-light. 
The  adoption  of  the  following  8imi)le  plan  enables  the  opemtor  to 
perceive  the  change  of  colour  as  sharply,  and  with  as  great  a 
certainty,  by  daylight  as  by  gas-light. 

The  water  is  placed  into  a  white  porcelain  dish  (100  c.c.  are  a 
useful  quantity),  a  moderate  amount  of  neutral  chromate  is  added 
(sufficient  to  impart  a  marked  yellow  colour  to  the  water),  but 
instead  of  lookmg  at  the  water  directly,  a  flat  glass  cell  containing 
some  of  the  neutral  chromate  solution  is  interposed  between  tlie 
eye  and  the  dish.  The  effect  of  this  is  to  neutralize  the  yellow 
tint  of  the  water ;  or,  in  other  words,  if  the  concentration  of  the 
solution  in  the  cell  is  even  moderately  fairly  adjusted  to  the  depth 
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of  tint  imparted  to  the  water,  the  appearance  of  the  latter,  looked 
at  through  the  cell,  is  the  same  as  if  the  dish  were  filled  with  pure 
water.  If  now  the  standard  silver  solution  is  run  in,  still  looking 
through  tlie  cell,  the  first  faint  ai)pearance  of  a  red  coloration 
boconies  strikingly  manifest;  and  what  is  more,  when  once  the 
correct  i)oint  has  been  reached  the  eye  is  never  left  in  doubt,  how- 
ever long  we  may  be  looking  at  the  water.  A  check  experiment 
in  which  the  water,  with  just  a  slight  deficiency  of  silver,  or  excess 
of  chloritle,  is  used  for  comparison  is  therefore  unnecessary. 

A  similar  plan  will  be  found  useful  in  other  titrations.  Thus, 
in  the  case  of  turmeric,  the  change  from  yellow  to  brown  is  per- 
ceived more  shar]>ly  and  with  greater  certainty  when  looking 
through  a  flat  cell  containing  tincture  of  turmeric  of  suitable 
concentration  than  with  the  naked  eye.  The  liquid  to  be  titrated 
should,  as  in  tlie  former  Ciise,  be  placed  into  a  white  porcelain  dish. 
Again,  in  estimating  the  amoimt  of  carbonate  of  lime  in  a 
water  by  means  of  decinonnal  acid  and  cochineal,  the  exact 
point  of  neutrality  can  be  more  sharply  fixed  by  looking  through 
the  cell  filled  with  a  cochineal  solution.  In  this  case  the  following 
plan  is  found  to  answer  best.  The  water  to  be  tested — about 
250  c.c. — is  placed  into  a  flat  porcelain  evaporating  dish,  part  of 
which  is  covered  over  with  a  white  porcelain  plate.  The  water  is 
now  tinted  with  cochineal  as  usual,  and  the  sulphuric  acid  run  in, 
the  operator  looking  at  the  dish  through  the  cell  containing  the 
neutrid  cochineal  solution.  At  first  the  tint  of  the  water  and  the 
tint  in  which  the  porcelain  plate  is  seen  are  widely  diff"erent ;  as 
however,  the  carbonate  becomes  gradually  neutralized,  the  two 
tints  approach  each  other  more  and  more,  and  when  neutrality  is 
reached  they  appear  identical ;  assuming  that  the  strength  of  the 
cochineal  solution  in  the  cell,  and  the  amount  of  this  solution 
added  to  the  water,  have  been  fairly  well  matched.  Working  in 
this  manner  it  is  not  difficult  (taking  ^  liter  of  water)  to  come 
within  O'l  c.c.  of  decinormal  acid  in  two  successive  experiments, 
and  the  difference  need  never  exceed  0'2  c.c.  In  the  cell  employed 
the  two  glass  plates  are  a  little  less  than  half  an  inch  apart. 

A  somewhat  similar  plan  may  be  found  useful  in  other  titrations, 
or,  in  fact,  in  many  operations  depending  on  the  perceptions  of 
colour  change. 

THE    OOLOBIMETEB. 

§  41.  Several  methods  of  analysis  by  colour  titration  are 
given  in  the  following  pages,  and  therefore  it  is  only  appropriate 
that  any  convenient  instrument  which  may  facilitate  these  methods 
should  be  described. 

Several  varieties  of  form  have  been  devised  by  operators,  but 
the  principle  is  the  same;  and  as  Dr.  Mills  has  given  some  con- 
siderable attention  to  the  subject,  and  his  instrument  has  found 
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acceptance  with    chemists   generally,   the    following    details   are 
given. 

Mills's  detached  colorimeter  is  made  in  two  pieces,  alike  in 
every  respect ;  one  of  these  is  represented  in  the  subjoined  figure. 
It  consists  of  a  stout  glass  tube  having  a  broad  ilat  foot,  and 
graduated  into  100  equal  parts;  its  capacity  is  about  120  cc 
On  the  top  of  this  is  a  loosely  fitting  brass  cap, 
prolonged  downwards  so  as  to  cover  and  shade 
the  surface  of  the  liquid,  thereby  preventing 
the  appearance  of  a  dark  meniscus.  The  surface 
of  the  liquid  is  only  visible  sideways  through 
the  little  aperture  cut  out  for  tliat  purpose. 
The  cap  is  perforated  centrally :  and  a  short 
tube  rises  from  the  perforatioiL  This  tube  is 
soldered  laterally  to  a  narrower  one,  and  this 
again  to  a  small  block,  from  which  rises  a  spring 
carrying  another  small  block.  The  narrower 
tube  has,  cemented  into  it,  a  glass  tube, 
which  passes  straight  downwards,  and  reappears 
below  the  flat  surface  of  the  cap,  its  end  amply 
clearing  that  surface.  This  tube  is  coned  out- 
wards at  its  upper  extremity,  but  is  left  plain 
below.  Through  it  there  passes,  with  just 
sufficient  room  to  move,  a  rod,  bent  below 
twice  at  right  angles,  so  as  to  carry  a  flat  circular 
opal  glass  disk,  to  which  it  is  attached  by 
fusion.  These  disks  are  turned  in  the  lathe: 
their  surfaces  should  be  polished  free  from 
scratehes,  and  their  edges  show  no  bevel.  The 
rod  is  prevented  from  falling  by  the  easy 
pressure  of  a  little  half -tube,  carried  by  the  small 
block.  Wlien  the  thumb  and  forefinger  are 
lightly  pressed  on  each  side  of  the  cap,  the  rod 
can  be  readily  moved  up  and  down,  and  will 
then  stay  in  any  position  in  which  it  may  have 
been  left.  It  is  convenient  to  cone  outwards  the  half-tube  at  both 
its  ends ;  but  only  traces  of  hquid  ever  reach  this  spot. 

The  instrument  has  two  accessories  which  are  of  considerable 
service.  These  consist  (1)  of  a  pair  of  glass  disks,  lying  at  the 
bottom  of  the  tube,  one  having  a  suitable  red,  the  other  a  green 
colour ;  there  is  thus  obtained  a  black  ground,  on  which  the  opal 
disk  is  always  seen  through  the  upper  opening.  An  anniUus  of 
deeper  tint  than  a  given  observed  colour  would  otherwise  surround 
the  opal  disk,  and  tend  to  confuse  the  determination.  It  is  an 
advantage  at  times  to  use  other  colours,  and  even  to  cover  the 
opal  disk  with  a  plate  of  coloured  glass.  The  other  accessory 
is  (2)  a  black  hemispherical  button.  This  lies  loosely  on  the 
opal  disk,  as  shown  in  the  figure.     It  is  used  in  the  estimation 
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of  turbulities  (Le,  precipitates)  by  lowering  it  until  its  point  just 
disappears. 

In  taking  readings,  the  position  of  the  flat  surface  with  regard 
to  the  scale  is  always  the  object  to  be  ascertained ;  and  this  can  be 
done,  as  is  the  case  with  Erdmann's  float,  so  as  entirely  to  avoid 
parallax.  The  level  of  the  liquid's  surface  is  afterwards  taken; 
and  the  difference  between  the  two  readings  is  the  depth  required ; 
but  if  the  button  be  used,  the  height  of  the  button  must  be 
subtracted  from  tliat  difference. 

It  is,  of  course,  obvious  that  any  upward  or  do^vnward  movement 
of  the  rod  must  alter  somewhat  the  level  of  the  surface  of  the 
liquid.  For  small  variations  thus  produced  (as,  for  example,  by 
a  depression  of  two  or  three  divisions)  no  correction  need  be  made. 
For  larger  variations  a  factor  is  easily  found  by  experiment ;  it  is 
prolmbly  the  same  in  every  specimen  of  the  instrument,  viz.,  nearly 
0*015  division  for  every  division  the  rod  is  moved.  This  correction 
is  perhaps  rather  better  than  direct  reading. 

The  colorimeter  has  been  of  late  years  more  extensively  used 
than,  formerly;  but  it  would  probably  be  much  more  widely 
employed  if  its  service  were  better  understood.  Thus,  for  example, 
a  red  liquid  like  a  solution  of  magenta  is  admirably  suited  for 
colorimetric  measurement,  it  having  a  tint  to  which  the  eye  readily 
adapts  itself.  On  the  other  hand,  it  is  rare  to  find  any  one  who 
can  accurately  estimate  yellow.  Something  thus  depends  on  the 
eye,  and  on  the  employment  of  the  same  eye.  It  must  also  be 
borne  in  mind  that  very  few  liquids  will  stand  a  dilution  of  over 
20  per  cent  without  undergoing  chemical  change.  Thus,  a  very 
weak  solution  of  magenta  differs  in  actual  colour  from  a  strong  one. 
Hence  it  is  obviously  necessary  to  use  the  first  determination  as  a 
mere  approximation  ;  and,  on  that  as  a  basis,  to  alter  the  strengths 
of  the  standard  and  trial  liquid  to  equality.  A  second  determina- 
tion is  now  made,  and  a  still  closer  approximation  obtained  by  its 
means.  This  process  being  repeated  imtil  there  is  only  a  difference 
of  a  division  or  two  between  the  two  liquids. 

The  second  approximation  ^vill  in  general  be  foimd  sufficiently 
exact.  All  dilutions  should,  as  far  as  possible,  have  the  same  age. 
AVith  regard  to  the  standard  tint  selected,  the  operator  has  in  this 
colorimeter  the  means  of  varying  his  standard  to  any  extent  by 
i5hif  tmg  one  opal  disk ;  he  can  thus  work  at  the  particidar  depth  of 
tint  which  he  finds  most  suitable  to  his  own  eye.  Steady  accuracy 
in  •any  particular  measurement  can  generally  be  obtained  by  at 
most  a  few  days'  practice. 

Turbidities. — A  black  or  coloured  disk,  lowered  through  a  turbid 
liquid,  eventually  vanishes,  and  tlie  depth  at  which  disappearance 
takes  place  is  a  measure  of  the  amount  of  turbidity  present. 
In  this  way,  for  example,  it  is  easy  to  estimate  the  amount  of  water 
added  to  milk.     It  is  obvious,  however,  that  tliis  method  admits  of 
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quantitative  extension  to  all  sorts  of  precipitates,  provided  we  can 
find  a  suitable  medium  to  ensure  their  suspension  as  a  turbidity, 
and  not  in  the  aggregated  state,  during  a  suitable  time. 

The  suspensory  liquid  consists  of  100  gm.  of  gelatine,  100  gm. 
at  most  of  glacial  acetic  acid,  and  1  gm.  of  salicylic  acid,  dissolved 
in  a  liter  of  distUled  watei ;  this  is  clarified  with  a  little  white  of 
egg,  and  filtered  hot.  It  remains  permanently  liquid  in  the  cold, 
and  does  not  putrefy.  It  may,  if  desired,  be  charged  w-ith  any 
special  reagent  (baric  chloride  for  instance);  a  volume  of  the 
mixture  can  then  be  added  to  a  volvune  of  a  very  weak  standard 
sidphate,  and  also  to  a  volume  of  sulphate  of  unknown  strength ; 
by  depressing  tlie  black  buttons,  the  colorimeters  detennine  the 
relation  between  the  two.  The  reacting  bodies  should  in  such 
cases  be  the  same ;  thus,  hydric  sulphate  should  not  be  compared 
against  potassic  sulphate.  The  key  to  success  in  colorimetry  is,  in 
fact,  equality  of  condition. 

If  the  precipitant  should  be  alkaline,  or  an  alkaline  carbonate, 
the  gelatine  solution  should  first  be  neutralized,  and  then  mixed 
with  more  alkali  or  carbonate.  Such  solutions  as  aqueous  magnesia 
chloride  and  zinc  sulphate  can  then  be  added,  the  whole  instantly 
well  shaken,  and  the  result  compared  with  a  standard  efibct  in  the 
other  tube. 

Lime  can  be  determined  by  adtling  ammonia  and  ammonic  oxalate 
to  the  suspensory  liquid,  and  then  a  weak  solution  of  calcic  salt. 

There  is  probably  no  substance  incapable  of  suspension  for  more 
than  half  an  hour — a  period  sufficient  for  thirty  comparisons ;  and 
most  precipitates  will  refuse  to  fall  for  hours,  sometimes  for  days, 
together.  Traces  of  argentic  chloride  will  remain  unprecipitated  in 
this  liquid  for  months.  The  operator  has  therefore  onjy  to  select 
such  a  strength  of  standard  precipitate  as  shall  give  him  not  too 
great  an  amount  to  suspend,  and  an  opacity  equal  to  about  fifty 
scale-divisions.  If  the  substance  precipitated  should  be  soluble  in 
the  solution  of  gelatine,  that  solution  should  be  saturated,  before 
use,  with  the  precipitate  in  question. 

The  colorimeter  is  an  instrument  admirably  adapted  for  use  in 
comparatively  unskilled  hands,  and  especially  in  those  industrial 
analyses  where  one  class  of  product  is  constantly  tested  by  a  single 
person. 

Directions   for   TXse.  , 

1.  Clear  Liquids. — The  two  coloured  disks  are  put  in  first.  The  cap  is 
then  placed  on  one  of  the  tubes,  and  the  piston  pushed  down  as  far  as  it  mil 
go,  the  little  window  being  over  the  scale.  A  clear  coloured  solution  of 
known  strength  is  poured  in  throup^h  the  brass  tube  at  the  top,  until  the 
mark  100  is  exactly  reached.  The  tube  is  then  placed  on  a  table,  preferably 
behind  a  ground-glass  window,  and  the  piston  moved  to  a  position  such  that, 
on  looking  down  at  it  with  one  eye,  the  visible  depth  of  tint  is  easy  to 
remember.  The  other  tube  is  similarly  filled  ^rith  the  solution  of  unknown 
strength,  and  placed  beside  the  first ;  its  piston  is  raised  until,  when  observed 
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with  the  same  eye,  the  depth  of  tint  in  hoth  tuhes  appears  to  be  the  same. 
This  depth  is  taken  by  subtracting  the  scale-reading  opposite  the  piston's 
top  from  the  reading  at  the  level  of  the  surface  of  the  liquid.  The  relative 
strengths  of  the  liquids  are  inversely  as  the  depths.  Thus  the  standard 
being  50,  and  containing  2  per  cent.,  the  other  solution  reads  75;  its  strength 
was  therefore  75  :  50  :  :  2%  :  I'SSV^.  It  is  well  to  work  with  different 
depths  of  the  standard  tint,  and  take  the  mean  of  the  results.  If  the 
strengths  differ  by  more  than  10  per  cent.,  they  should  be  adjusted  by 
dilution  to  less,  and  re-determined. 

2.  Turbid  Liquids. — Milks  are  examined  by  diluting  them  100  times, 
and  comparing  them  with  a  milk  of  known  strength,  equally  diluted.  The 
comparison  is  made  by  lowering  a  black  button  through  the  liquid,  until  its 
rounded  top  just  disappears.  The  calculation  is  made  as  above.  Colourless 
metallic  solutions  are  examined  by  precipitating  them  with  some  suitable 
reagent,  and  shaking  with  an  equal  volume  of  a  10-per-cent.  a<;etic  solution 
of  gelatine ;  the  turbid  liquid  thus  made  is  compared  with  a  similar  prepara- 
tion of  known  strength,  by  lowering  the  black  buttons. 
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PART    V. 

APPLICATION   OF  THE   FOREGOIXG  PRIXCIPLES   OF 
ANALYSIS   TO    SPECIAL   SUBSTANCES. 

AKTIMONT-. 

Sb  =  120. 

1.     Conversion   of    Antimonioiui   Add   in   Alkaline   Solution   into 
Antlmonio    Aoid   by   Iodine    (Iffolir). 

§  42.  AxTiMoxious  oxide,  or  any  of  its  coinpoimcls,  is  brought 
into  solution  as  tartrate  by  tartaric  acid  and  Avater ;  the  excess  of 
acid  neutralized  by  sodic  carbonate ;  then  a  cold  saturated  solution 
of  sodic  bicarbonate  added,  in  the  proportion  of  10  c.c.  to  about 
O'l  gni.  Sb^O'^ ;  to  the  clear  solution  y^  iodine  and  starch  are 
added  until  the  blue  colour  occurs.  No  delay  must  occur  in  the 
titration  when  the  bicarbonate  is  added,  otherwise  a  portion  of  the 
metal  is  precipitated  as  antimonious  hydrate,  ui)on  which  the  iodine 
has  little  effect.* 

For  the  estimation  of  antimonic  acid  and  its  salts,  G.  von  Knorre 
(Zeit  Arujew.  Chein.,  1888,  155)  gives  the  following  method  as 
accurate : — 

The  solution  of  the  salt,  strongly  iwiidified  with  hydrochloric  acid,  is  treated 
in  a  roomy  flask  with  strong  solution  of  sodic  sulphite,  added  gradually  in 
small  portions.  It  is  then  tigorously  boiled  until  all  SO^  is  expelled,  a  drop 
of  phenolphthalein  is  added,  then  caustic  potash  until  red ;  this  is  in  turn 
removed  by  a  small  excess  of  tartaric  acid.  Sodic  bicarbonate  is  then  added, 
and  the  titration  with  iodine  carried  out  in  the  usual  wij. 

The  colour  disappears  after  a  little  time,  therefore  the  first 
appearance  of  a  permanent  blue  is  accepted  as  the  true  measure 
of  iodine  required. 

1  c.c.  t\  iodine  =  0-0060  gm.  Sb. 

Estimation  of  Antimony  in  presence  of  Tin   (Tsrpe  and 
Britannia  metal,  etc.). 

The  finely  divided  alloy  is  dissolved  in  strong  hydrochloric  acid 
by  heat,  adding  frequently  small  (quantities  of  potassic  chlorate. 
The  liquid  is  boiled  to  remove  free  chlorine,  cooled,  a  slight  excess 

*  Dunstan  and  Boole  (Pharm.  Jour.^  Nov.  1888)  have  proTed  that  the  accurate 
estimation  of  the  antimony  in  tartar  emetic  may  be  secured  by  this  method,  using  the 
precautions  above  mentioned. 
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of  strong  solution  of  potassic  iotlide  added,  and  the  liberated  iodine 
estimated  by  standard  tliiosidphate.  Some  operators  prefer  to 
collect  the  liberated  iodine  in  carbon  bisulphide  previous  to 
titration. 

120  Sb  liberate  253  I,  and  the  weight  of  I  found  multiplied 
by  0-475  =  Sb. 

If  iron  or  other  metal  capable  of  liberating  iodine  be  present, 
treat  tlie  alloy  with  nitric  acid,  and  evaporate  to  obtain  the  oxides 
of  antimony  and  tin — wash,  boil  in  hydrochloric  acid,  and  proceed 
as  before  described.  .  The  rationale  is,  that  antimonic  chloride  is 
reduceil  to  antimonious  chloride,  while  stannic  chloride  is  not 
affected. 


2.    Oxidation  by  Potassic  Bichromate  or  Permanganate  (Kessler). 

Bichromate  or  permanganate  added  to  a  solution  of  antimonious 
cliloride,  containing  not  less  than  ^  of  its  volume  of  hydrochloric 
acid  (sp.  gr.  1*12),  converts  it  into  antimonic  cliloride. 

The  reaction  is  uniform  only  when  the  minimiun  quantity  of  acid 
indicated  above  is  present,  but  it  ought  not  to  exceed  ^  the  volume, 
and  the  precautions  before  given  as  to  the  action  of  hydrochloric 
acid  on  permanganate  must  be  taken  into  account,  hence  it  is 
preferable  to  use  bichromate. 

Kessler  (PoggeTid.  Anncd,  cxviii.  17)  has  carefully  experimented 
upon  tills  method  and  adopts  the  following  processes. 

A  standard  solution  of  arsenious  acid  is  prepared  containing  5  gm. 
of  the  pure  acid,  dissolved  by  the  aid  of  sodic  hydrate,  neutralized 
with  hydrochloric  acid,  100  c.c.  concentrated  hydrochloric  acid 
added,  then  diluted  mth  water  to  1  liter;  each  c.c.  of  this  solution 
contains  0*005  gm.  As^O^,  and  represents  exactly  0*007253  gm. 
Sb«03. 

Solutions  of  potassic  bichromate  and  ferrous  sulphate  of  known 
strength  in  relation  to  each  other,  are  prepared  in  the  usual  way ; 
and  a  freshly  prepared  solution  of  potassic  ferricyanide  used  as 
indicator. 

The  relation  between  the  bichromate  and  arsenious  solution  is 
found  by  measuring  10  c.c.  of  the  latter  into  a  beaker,  20  cc. 
hydrochloric  acid  of  sp.  gr.  1*12,  and  from  80  to  100  c.c.  of  water 
(to  insure  uniformity  of  action  the  volume  of  HCl  must  never  be 
less  than  J-  or  more  than  ^) ;  the  bichromate  solution  is  then  added 
in  excess,  the  mixture  allowed  to  react  for  a  few  minutes,  and  the 
ferrous  solution  added  until  the  indicator  shows  the  blue  colour. 
To  find  the  exact  point  more  closely,  ^  or  1  c.c.  bichromate  solution 
may  be  added,  and  again  iron,  until  the  precise  ending  is  obtained. 

The  Analysis :  The  material,  free  from  organic  matter,  organic  acids",  or 
heavy  metad,  is  dissolved  in  the  proper  proportion  of  HCl,  and  titrated 
precisely  as  just  described  for  the  arsenious  solution;  the  strength  of  the 
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bichromate  solution  having  been  found  in  relation  to  As^O'  the  calculation 
as  respects  SVO^  presents  no  difficulty.  Where  direct  titration  is  not 
possible  the  same  course  may  be  adopted  as  with  arsenic  (§  43.2) ;  namely, 
precipitation  with  H^  and  digestion  with  mercuric  chloride. 

In  tlie  case  of  using  pemianganate  it  is  equally  necessiiry  to  have 
the  same  proportion  of  HCl  present  in  the  mixture,  and  the 
standard  solution  must  he  added  till  the  rose  colour  is  permanent. 
The  permanganate  may  he  safely  used  with  -  the  volume  of  HCl, 
with  the  addition  of  some  magnesic  sulphate,  and  as  tlie  double 
tartrate  of  antimony  and  potassium  can  readily  be  obtiiined  pure, 
and  the  organic  acid  exercises  no  disturbmg  effect  in  the  titration, 
it  is  a  convenient  material  ujion  which  to  standardize  the  solution. 


8.  Distillation  of  AzLtiznonioiui  or  AzLtimonic  Sulphide  with 
Hydrochloric  Acid,  and  Titration  of  the  evolved  Sulphuretted 
Hydrogen  (Schneider). 

Wlien  either  of  the  sulphides  of  antimony  is  heated  with 
hydrochloric  acid  in  Bun  sen's,  Fresenius',  or  Mohr's  distillmg 
apparatus  (§  35),  for  every  1  eq.  of  antimony  present  as  sulphide, 
3  eq.  of  H-S  are  liberated.  If,  therefore,  the  latter  be  estimated, 
the  quantity  of  antimony  is  ascertained.  The  i)rocess  is  best  con- 
ducted as  follows : — 

The  antimony  to  be  determined  is  brought  into  the  form  of  ter-  or  penta- 
sulphide  (if  precipitated  from  a  hydrochloric  solution,  tartaric  acid  must  be 
previously  added  to  prevent  the  precipitate  being  contaminated  with  chloride), 
which,  together  with  the  filter  containing  it,  is  put  into  the  distilling  flask 
with  a  tolerable  quantity  of  hydrochloric  acid  not  too  concentrated.  The 
absorption  tube  contains  a  mixture  of  caustic  soda  or  potash,  \^ith  a  definite 
quantity  of  ^  arsenious  acid  solution  (§  36)  in  sufficient  excess  to  retain  all 
the  sulphuretted  hydrogen  evolved.  The  flask  is  then  heated  to  boiling,  and 
the  operation  continued  till  all  evolution  of  sulphuretted  hydrogen  has  ceased ; 
the  mixture  is  then  poured  into  a  beaker,  and  acidified  with  hydrochloric 
acid,  to  precipitate  all  the  arsenious  sulphide.  The  whole  is  then  diluted  to, 
say  3(X)  c.c ,  and  lOD  c.c.  taken  with  a  pipette,  neutralized  with  sodic  carbonate, 
some  bicarbonate  added,  and  the  titration  for  excess  of  arsenious  acid 
performed  with  ^(f  iodine  and  starch,  as  directed  in  §  36.  The  separation  of 
antimony  may  generally  be  insured  by  precipitation  as  sulphide.  If  arsenic 
is  precipitated  at  the  same  time,  it  may  be  removed  by  treatment  with 
ammonic  carbonate. 


ABSENIC. 

As  =  75.     As203  =  1 98.     As^O^  =  230. 
1.     Oxidation   by   Iodine    (Mohr). 

§  43.  The  principle  upon  which  the  detennination  of  arsenious 
acid  by  iodine  is  based  is  explained  in  §  36. 

Experience  has  shown,  that  in  the  estimation  of  arsenious 
compounds  by  the  method  there  described,  it  is  necessary  to  use 
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sodic  bicarbonate  for  rendering  the  solution  alkaline  as  in  the  case 
of  antimony. 

Tks  Analytis  :  To  a  neutral  aqueous  solution,  add  about  20  c.c.  of  saturated 
solution  of  pure  bicarbonate  to  every  0"1  gm.  or  so  of  As^O^,  and  then  titrate 
with  yV  iodine  and  starch.  When  the  solution  is  acid,  the  excess  may  be 
remov^  by  neutral  sodic  carbonate,  then  the  necessary  quantity  of  bicar- 
bonate added,  and  the  titration  completed  as  before. 

The  titration  of  arsenic  acid  is  best  done  by  dissolving  the  acid  in  \i'ater, 
and  boiling  with  potassio  iodide  in  the  presence  of  hydrochloric  acid  in  large 
excess  until  all  iodine  vapours  are  dissipated.  The  AsHO**  is  completely 
reduced  to  AsHO'.  The  liquid  is  then  cooled,  sodic  carbonate  added  to 
neutrality,  then  some  bicarbonate,  and  the  arsenious  acid  titrated  with 
iodine  in  the  usual  way.  Younger  {J.  IS.  C.  I.  ix.  158)  has  verified  this 
method  and  proved  that  the  reduction  is  complete :  he  also  states  that  when 
the  boiled  solution  cools,  the  liberation  of  a  slight  amount  of  iodine  occurs, 
which  may  be  prevented  by  using  a  few  c.c.  of  glycerine.  Of  course  the 
arsenic  acid  must  contain  no  nitric  acid,  nitrates,  or  similar  interfering  bodies. 

1  C.C.  ^^  iodine  =  0*00495  gm.  As^O%  or  0*00575  giu.  As205. 

Titration  of  Alkaline  Arseniates. — In  the  fourth  edition  of  this 
book  it  was  recommended,  on  the  authority  of  Barnes,  to  estimate 
the  arsenic  acid  in  commercial  arseniates  of  soda,  etc.,  by  reduction 
with  sulphurous  acid  (passing  the  gas  through  the  liquid),  boiling 
off  the  excess  of  SO'-,  neutralizing  with  sodic  bicarbonate,  and 
titrating  with  iodine  as  described  above.  This  method  has  not 
f^iven  me  satisfactory  results.  The  mere  passing  the  gaseous  SO^ 
tlirougli  the  liquid  does  not,  in  all  cases,  insure  the  complete 
reduction  to  arsenious  acid. 

Holthof  (Z.  rt.  a  xxii.  378)  and  McKay  ((7.  N.  liii.  221—243) 
have  experimented  largely  on  this  method  of  estimating  arsenic, 
which  W41S  really  originally  suggested  by  Mohr,  but  never  widely 
adopted,  owing  to  the  defect  already  mentioned.  Holthof  proved 
that  various  forms  of  arsenic,  on  beuig  converted  into  arsenic  acid, 
-would  bear  evaporation  to  dryness  with  HCl  without  loss,  and  that 
arsenic  sulphide  could  be  oxidized  by  strong  nitric  acid,  or  with 
HCl  and  KCIO*'^  to  arsenic  acid,  and  reduced  to  the  lower  state  of 
oxidation  by  copious  treatment  with  SO^,  the  method  being  to  add 
300  or  400  c.c.  of  strong  solution  of  SO'-^,  digest  on  the  water  bath 
for  two  hours,  then  boil  down  to  one-half,  and  when  cool  add 
sodic  bicarbonate,  and  titrate  with  iodine  and  starch. 

McKay  shortens  the  method  considerably  by  placing  the  mixture 
in  a  well-stoppered  bottle,  tying  down  the  stopper,  and  digesting  in 
boiling  water  for  one  hour.  At  the  end  of  that  time  the  bottle  is 
removed  and  allowed  to  cool  somewhat,  then  emptied  into  a  boiling 
flask,  diluted  with  about  double  its  volume  of  water,  and  boiled 
ilown  by  help  of  a  platinum  si)iral  to  one-half.  The  liquid  is 
cooled,  diluted,  and  either  the  whole  or  an  ahquot  portion  titrated 
ill  the  usual  way. 

For  quantities  of  material  representing  about  0*1  gm.  As,  30  c.c. 
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of  saturated  solution  of  SO^  will  suffice,  and  tlie  reduction  may 
therefore  be  made  in  a  bottle  holding  50  or  60  c.c.  (§  35).  The 
results  are  very  satisfactory.  In  the  case  of  titrating  commercial 
alkaline  arseniates,  which  often  contain  small  quantities  of 
arsenious  acid,  this  must  be  estimated  first,  and  the  amorait 
deducted  from  the  total  obtained  after  reduction. 

2.     Oxidation   by   Potassic   Bichromate    (K easier). 

This  method  is  exactly  the  same  as  is  fully  described  in  §  42  for  antimony. 

The  arsenious  compound  is  mixed  with  ^  bichromate  in  excess  in  presence 
of  hydrochloric  aci  and  water,  in  such  proportion  that  at  least  ^  of  the  total 
volume  consists  of  hydrochloric  acid  (sp.  gr.  1*12). 

The  excess  of  bichromate  is  found  by  a  standard  solution  of  pure  iron,  or 
of  double  iron  salt,  with  potassic  ferricyanide  as  indicator ;  the  quantity  of 
bichromate  reduced  is,  of  course,  the  measure  of  the  quantity  of  arsenious 
converted  into  arsenic  acid. 

1  c.c.  /i^  bichromate  =0-00495  gm.  As203. 

In  cases  where  the  direct  titration  of  the  hydrochloric  acid  solution  cannot 
be  accomplished,  the  arsenious  acid  is  precipitated  with  H^S  (with  arsenates 
at  70°C.),  the  precipitate  well  washed,  the  filter  and  the  precipitate  placed  in 
a  stoppered  flask,  together  with  a  saturated  solution  of  mercuric  chloride  in. 
hydrochloric  acid  of  1*12  sp.  gr.,  and  digested  at  a  gentle  heat  until  the 
precipitate  is  white,  then  water  added  in  such  proportion  that  not  less  than  i 
of  the  volume  of  liquid  consists  of  concentrated  HCl ;  tV  bichromate  is  then 
added^  and  the  titration  with  standard  ferrous  solution  completed  as  usual. 

8.     Indirect   Eatixnation   by   Diatillinflr   with    Chromio   and 
Hydrochloric   Acids    (B  n  n  a  e  n) . 

The  principle  of  this  very  exact  method  de})ends  upon  the  fact, 
that  when  potassic  bichromate  is  boiled  with  concentrated  hycbo- 
chloric  acid,  chlorine  is  liberated  in  the  proportion  of  3  eq.  to  1  eq^ 
chromic  acid  (see  §  52.2). 

If,  however,  arsenious  acid  is  present,  but  not  in  excess,  the 
chlorine  evolved  is  not  in  the  proportion  mentioned  above,  but  so 
much  less  as  is  necessary  to  convert  the  arsenious  into  arsenic  acid. 

As203  +  4C1  +  2H20=:  As205  +  4HC1. 

Therefore  every  4  eq.  of  chlorine,  short  of  the  quantity  yielded 
when  bichromate  and  hydrochloric  acid  are  distilled  alone,  represent 
1  eq.  arsenious  acid.  The  operation  is  conducted  in  the  apparatus 
Hg.  29  or  30. 

4.     By   Precipitation   as   TTranic   Arsenate    (Bodeker). 

The  arsenic  must  exist  in  the  state  of  arsenic  acid  (As^O^),  and  the  process 
is  in  all  respects  the  same  as  for  the  estimation  of  phosphoric  acid,  devised 
by  Neubauer,  Pincus,  and  myself  (§  69).  The  strength  of  the  uranium. 
!«ohition  may  be  ascertained  and  fixed  by  pure  sodic  or  potassic  arsenate,  or 
by  means  of  a  weighed  quantity  of  pure  arsenious  acid  converted  into  arsenic 
acid  by  evaporation  with  strong  nitric  acid,  and  neutralizing  with  alkali,  then 
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diasolTed  in  acetic  acid.  The  method  of  testing  is  precisely  the  same  as  with 
phosphoric  acid ;  the  solution  of  uranium  should  be  titrated  upon  a  weighed 
amount  of  arsenical  compound,  bearing  in  mind  here,  as  in  the  case  of  P^O*, 
that  the  titration  must  take  place  under  precisely  similar  conditions  as  to 

Quantity  of  liquid,  the  amount  of  sodic  acetate  and  acetic  acid  added,  and 
be  depth  of  colour  obtained  by  contact  of  the  fluid  under  titration  with  the 
jeUow  prussiate  solution  (see  §  69). 

Boam  ((7.  iV.  Ixi.  219),  who  has  had  large  experience  in  the 
examination  of  arsenical  ores,  recommends  this  method  as  being 
rapid  and  accurate,  and  carries  it  out  as  follows  : — 

1  to  1*5  gm.  of  dried  and  powdered  ore  is  boiled  to  dryness  with  20—25 
C.C.  of  strong  nitric  acid ;  when  cool  about  30  c.c.  of  307o  caustic  soda 
solution  is  added  and  boiled  for  a  few  minutes ;  then  diluted,  filtered  and 
made  up  to  250  c.c.  25  c.c.  of  the  liquid  is  acidified  with  a  solution 
coDtaining  10  per  cent,  of  sodic  acetate  in  50  per  cent,  acetic  acid,  and 
heated  to  near  boiUng,  then  titrated  with  the  standard  uranium  as  usual.  For 
this  latter,  the  same  authority  recommends  what  he  terms  a  fourth  normal 
solution  of  uranium,  containing  17*1  gm.  uranic  acetate,  and  15  c.c.  glacial 
acetic  acid  made  up  to  2  liters  with  water,  1  c.c.  being  equal  to  1'25  m.gm. 
As.  But  if  the  method  has  to  be  considered  accurate,  this  suggestion  can 
scarcely  be  adopted,  since  the  uranic  acetate  of  commerce  is  of  indefinite 
hydration;  and  moreover,  to  insure  exactitude,  it  is  necessary  that  the 
titration  should  be  carried  out  with  the  same  proportions  of  saline  matters, 
acetic  acid,  etc.,  as  existed  in  originally  standai^izing  the  uranium.  I  there- 
fore unhesitatingly  recommend  that  the  uranium  should  be  standardized 
with  a  known  weight  of  pure  arsenic  or  arsenate  in  the  presence  of  the  same 
proportions  of  sodic  hydrate,  acetate  of  soda,  acetic  acid,  etc.,  as  will  actually 
be  used  in  the  analysis  of  an  ore.  The  method  may  be  used  for  all  ores 
which  can  be  attacked  by  nitric  acid.  It  is  also  available  for  iron  pj-rites 
containing  tolerable  quantities  of  arsenic ;  the  ferric  arsenate  being  readily 
decomposed  by  excess  of  NaHO,  thus  allowing  the  ferric  hydrate  to  be 
filtered  off  free  from  As. 

The  solution  of  arsenic  acid  must  of  course  be  free  from  metals 
liable  to  give  a  colour  with  the  indicator  and  from  phosphates. 
Alkalies,  alkaline  earths,  and  zinc  are  of  no  consequence,  but  it  is 
advisable  to  add  nearly  the  required  volume  of  uranium  to  the 
liquid  before  heating.  Tlie  arsenic  acid  must  be  separated  from 
all  bases  which  would  yield  compounds  insolul)le  in  weak  acetic 
acid. 

The  arsenetted  hydrogen  evolved  from  Marsh's  apparatus  may 
be  passed  into  fuming  HXO^  evaporated  to  dryness,  the  arsenic 
acid  dissolved  in  water  (antimony  if  present  is  insoluble),  then 
titrated  cautiously  with  uranium  in  presence  of  free  acetic  acid  and 
sodic  acetate  as  above  described. 


5.     By   Standard   Silver   as   Arsenate. 

The  principle  of  this  method  has  been  adopted  by  Pearce 
of  the  Colorado  Smelting  Company,  and  also  by  McCay  ((7.  N. 
xlviii.  7).  The  authors,  however,  differ  in  the  details  of  the 
process.      The  former   prefers   to  separate   the   arsenic   as  silver 


Digitized  by  VjOOQIC 


1-iO  VOLUMETRIC  ANALYSIS.  §   43. 

arsenate,  and,  estimating  the  silver  so  combined,  thence  calculate 
the  arsenic.  The  latter  uses  a  known  excess  of  standard  silver, 
and  esthnates  the  combined  silver  residually. 

Pearce' 8  Process. — The  finely-powdered  substance  for  analysis  is  mixed 
in  a  large  porcelain  crucible  with  from  six  to  ten  times  its  weight  of  a 
mixture  of  equal  parts  of  sodic  carbonate  and  potassic  nitrate.  The  mass  is 
then  heated  with  a  gradually  increasing  temperature  to  fusion  for  a  few- 
minutes,  allowed  to  cool,  and  the  soluble  portion  extracted  by  warming  with 
water  in  the  crucible,  and  filtering  from  the  insoluble  residue.  The  arsenic 
is  in  the  filtrate  as  alkaline  arsenate.  The  solution  is  acidified  with  nitric 
acid  and  boiled  to  expel  CO^  and  nitrous  fumes.  It  is  then  cooled  to  the 
ordinary  temperature,  and  almost  exactly  neutralized  as  follows : — Place  a 
small  piece  of  litmus  paper  in  the  liquid  :  it  should  show  an  acid  reaction. 
Now  gradually  add  strong  ammonia  till  the  litmus  turns  blue,  avoiding 
a  great  excess.  Again  make  slightly  acid  with  a  drop  or  two  of  strong  nitric 
acid ;  and  then,  by  means  of  very  dilute  ammonia  and  nitric  acid,  added  drop 
by  drop,  bring  the  solution  to  such  a  condition  that  the  litmus  paper,  after 
having  previously  been  reddened,  will,  in  the  course  of  half  a  minute, 
begin  to  show  signs  of  alkalinity.  The  litmus  paper  may  now  be  removed 
and  washed,  and  the  solution,  if  tolerably  clear,  is  ready  for  the  addition  of 
silver  nitrate.  If  the  neutralization  has  caused  much  of  a  precipitate 
(alumina,  etc.),  it  is  best  to  filter  it  off  at  once,  to  render  the  subsequent 
filtration  and  washing  of  the  arsenate  of  silver  easier. 

A  solution  of  silver  nitrate  (neutral)  is  now  added  in  slight  excess ;  and 
after  stirring  a  moment,  to  partially  coagulate  the  precipitated  arsenate, 
which  is  of  a  brick-red  colour,  the  liquid  is  filtered,  and  the  precipitate 
washed  with  cold  water.  The  filtrate  is  then  tested  with  silver  and  dilute 
ammonia,  to  see  that  the  precipitation  is  complete. 

The  object  is  now  to  determine  the  amount  of  silver  in  the  precipitate, 
and  from  this  to  calculate  the  arsenic.  The  arsenate  of  silver  is  dissolved  on 
the  filter  with  dilute  nitric  acid  (which  leaves  undissolved  any  chloride 
of  silver),  and  the  filtrate  titrated,  after  the  addition  of  ferric  sulphate,  with 
ammonic  thiocyanate  (§  30). 

From  the  formula  3  Ag20.As20^  648  parts  Ag=150  pai-ts  As, 
or  Ag  :  As  =  108  :  25. 

Mc Cay's  Process. — The  preliminary  fusion  is  the  sjime  as  in  the 
former  method,  but  after  acidulating  with  nitric  acid  and  boilmg 
off  CO^,  the  liquid  is  eva])orated  to  dryness  and  heated  till  no  more 
acid  fumes  are  given  off.  The  residue  is  tiiken  up  with  water, 
filtered,  made  up  to  a  definite  volume,  and  the  arsenic  detennined 
in  the  following  manner : — 

The  solution  of  arsenic  acid  or  arsenate  is  heated  to  boiling,  and  excess  of 
standard  silver  nitrate  nm  in ;  the  liquid  is  then  stirred  briskly  until  the 
precipitate  begins  to  settle  and  the  liquid  becomes  clear,  when  the  beaker  is 
to  be  removed  from  the  flame  and  left  to  cool  to  about  37".  Dilute  ammonia 
is  now  carefully  added  until  a  cloudiness  ceases  to  form.  The  solution 
should  be  well  stirred  before  each  successive  addition,  so  as  to  obtain  a  clear 
liquid  in  order  to  observe  the  cloud  formation  more  distinctly.  The  silver 
arsenate  is  finally  filtered  off  and  well  washed ;  the  filtrate  is  acidulated  with 
nitric  acid;  ferric  sulphate  added;  and  the  silver  titrated  with  ammonic 
thiocyanate  according  to  Volhard's  method  (§  39).  The  amount  of  silver 
thus  found  deducted  from  the  quantity  taken  gives  the  amount  combined  with 
the  arsenic;  and  from  this  datum  the  quantity  of  arsenic  present  is  calculated. 
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Of  these  two  methods  the  preference  must  be  given  to  the  first 
on  the  score  of  accuracy,  there  being  less  probability  of  error  from 
contaminating  substances ;  both,  however,  are  availably  for  technical 
piir^wses. 

Owing  to  the  large  amount  of  arsenate  of  silver  formed  from 
a  small  quantity  of  arsenic  (nearly  six  times  })y  weight),  it  is 
not  at  all  necessary  or  even  desirable  to  work  with  large  amounts 
of  substance.  0*5  gm.  is  usually  sufficient  for  the  detennination  of 
the  smallest  quantity  of  arsenic ;  and  where  the  percentage  is  high, 
as  little  as  0*1  gm.  may  be  tiiken  with  advantiige.  The  method 
lias  been  used  with  very  satisfactory  results  on  the  suli)hide  of 
arsenic  obtained  in  the  ordinary  course  of  analysis. 

Substances  such  as  molybdic  and  phosphoric  acids,  which  may 
heliave  similarly  to  arsenic  under  this  treatment,  interfere,  of  couise, 
witli  the  method.  Antimony,  by  forming  antimoniate  of  sodium, 
remains  practically  insoluble  and  without  effect. 

Tlie  method  has  been  used  by  McCay  for  the  estimation  of 
arsenic  in  the  presence  of  {ilkaline  earths,  as  occurrmg  in  some 
minerals,  with  success. 


BABIT7M. 
l]a=  136-8. 

§  44.  In  a  great  number  of  instances  the  estimation  of  barium 
is  simply  the  converse  of  the  process  for  sulphuric  acid  (§  73), 
using  either  a  standard  solution  of  sulphuric  acid  or  a  neutral 
sulphate,  in  a  known  excess,  and  finding  the  amount  by  residual 
titration. 

When  bariimi  can  be  separated  as  carbonate,  the  estimation 
is  made  as  in  §  17. 

Precipitation  as  Baric  Chromate. — A  decinormal  solution  of 
bichromate  for  precipitation  purjjoses  must  differ  from  that  used 
for  oxidation  purposes.  In  the  present  case  the  solution  is  made 
by  dissolving  7*37  gm.  of  jnire  ijotiissic  bichromate,  and  diluting 
to  1  liter. 

The  barium  compound,  which  may  contain  alkalies,  magnesia,  strontia, 
and  lime,  is  dissolved  in  a  good  quantity  of  water,  ammonia  free  from 
carbonate  added,  heated  to  60''  or  TO""  C,  and  the  standard  bichromate  added 
cautiously,  vnih.  shaking,  so  long  as  the  yellow  precipitate  of  baric  chromato 
is  formed,  and  until  the  clear  supernatant  liquid  possesses  a  faint  yellow^ 
colour.     1  CO.  j*^  solution =0*00684  gm.  Ba. 

Titration  of  tlie  Precipitate  witli  Permanganate.— In  this  case  the 
precipitate  of  baric  chromate  is  well  washed,  transferred  to  a  flask,  and  mixed 
with  an  excess  of  double  iron  salt ;  the  amount  of  iron  oxidized  by  the 
chromic  acid  is  then  estimated  by  titration  with  permanganate ;  the  quantity 
of  iron  changed  to  the  ferric  state  multiplied  by  the  factor  0*8187 =Ba. 
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BISMUTH. 

Bi  =  208. 

§  45.  The  estimation  of  this  metal  or  its  compounds  volumet- 
rically  has  occupied  tlie  attention  of  Pattinson  Muir,  to  whom 
we  are  indebted  for  several  methods  of  gaining  this  end.  Two  of 
the  best  are  given  here,  namely,  (1)  precipitation  of  the  metal 
as  basic  oxalate,  and  titration  vnth  peraianganate ;  (2)  precipitation 
as  phosphate  witli  excess  of  standard  sodic  phosphate,  and  titration 
of  that  excess  by  standard  uranic  acetate. 

1.     Titration   as   Oxalate. 

Xormal  bismuth  oxalate,  produced  by  adding  excess  of  oxalic 
acid  to  a  nitric  solution  of  the  metal  when  separated  by  filtration, 
and  boiled  with  successive  quantities  of  water  for  three  or  four 
times,  is  transformed  into  basic  oxalate.  The  metliod  of  titration 
is  as  follows  : — 

The  solution  containing  bismuth  must  bo  free  from  hydrochloric  acid,  as 
the  basic  oxalate  is  readily  soluble  in  that  acid.  A  large  excess  of  nitric 
acid  must  also  be  avoided.  Oxalic  acid  must  be  added  in  considerable 
excess.  If  the  precipitate  be  thoroughly  shaken  up  with  the  liquid,  and  the 
vessel  be  then  set  aside,  the  precipitate  quickly  settles,  and  the  supernatant 
liquid  may  be  poured  off  through  a  filter  in  a  very  short  time.  If  the 
precipitate  be  boiled  for  five  or  ten  minutes  with  successive  quantities  of 
about  50  c.c.  of  water,  it  is  quickly  transformed  into  the  basic  salt.  So  soon 
as  the  supernatant  hquid  ceases  to  show  an  acid  reaction,  the  transformation 
is  complete.  It  is  well  to  employ  a  solution  of  permanganate  so  dilute,  that 
at  least  50  c.c.  are  required  for  the  titration  (^  strength  suffices).  The  basic 
oxalate  may  be  dissolved  in  dilute  sulphuric  acid  in  place  of  hydrochloric ; 
it  is  more  soluble,  however,  in  the  latter  acid.  If  the  solution  contains  but 
little  hydrochloric  acid,  there  is  no  danger  of  chlorine  being  evolved  during 
the  process  of  titration. 

In  applying  this  process  to  the  estimation  of  bismuth  in  a  solution 
containing  other  metals,  it  is  necessary,  if  the  solution  contain  substances 
capable  of  acting  upon,  or  of  being  acted  on  by  permanganate,  to  separate 
the  bismuth  from  the  other  metals  present.  This  is  easily  done  by 
precipitating  in  a  partially  neutralized  solution  with  much  warm  water  and 
a  little  ammonic  chloride.  The  precipitate  must  be  dissolved  in  nitric  acid, 
and  the  liquid  boiled  down  once  or  twice  with  addition  of  the  same  acid  in 
order  to  expel  all  hydrochloric  acid,  before  precipitating  as  oxalate.  The 
liquid  should  contain  just  sufficient  nitric  acid  to  prevent  precipitation  of 
the  basic  nitrate  before  oxalic  acid  is  added.  1  molecule  oxaUc  acid  corresponds 
to  1  atom  bismuth,  or  126=208. 

A  shorter  method,  based  on  tlie  same  reactions,  has  been  arranged 
by  Muir  and  Robbs  (/.  C.  S.  I.  xli.  1).  In  this  case,  however, 
the  double  oxalate  of  potassium  and  bismuth  is  the  compound 
obtained,  tlie  excess  of  oxalate  of  potash  being  determined 
residually.  Reis  (Berirhte,  xiv.  1172)  has  shown  that  when 
normal  potassic  oxahitc  is  added  to  a  solution  of  bismuth  nearly 
free  from  mineral  acid,  but  contahiing  acetic  acid,  a  double  salt  of 
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the  formula  Bi^  (C^O"*)^  K^C^O^  is  precipitated.  Li  applying  this 
process  for  the  estimatiou  of  bismuth  in  mixtures,  it  is  necessary 
to  separate  the  metal  as  oxychloritle,  and  that  it  should  be  obtained 
in  solution  as  nitrate  livith  a  small  excess  of  nitric  acid.  This  is 
done  by  evaporating  off  the  greater  part  of  the  free  acid,  allowing 
just  sufficient  to  remain  that  the  bismuth  may  remain  in  solution 
wliile  hot.  A  large  excess  of  acetic  acid  is  then  added,  it  is  made 
up  to  a  definite  measure,  and  an  aliquot  jwrtion  taken  for  titration. 
Tlie  solution  of  nonnal  potassic  oxalate  standardized  by  perman- 
ganate must  not  be  added  in  great  excess.  It  is  Avell,  therefore,  to 
deliver  it  -into  tlie  bismuth  liquid  from  a  burette  until  the 
precipitation  is  apparently  complete,  then  add  a  few  extra  cc,  and 
allow  to  remain  for  some  time  with  shaking.  It  is  then  filtered 
through  a  dry  filter,  a  measured  portion  taken,  and  the  residual 
oxalic  acid  found  by  permanganate. 

2.     Precipitation    as    Fhosphato. 

The  necessary  standard  solutions  are — 

(a)  Standard  sodic  phosphate  containing  35*8  gm.  per  liter. 
1  cc.  =  0-0071  gm.  P20^ 

(b)  Standard  uranic  acetate,  corresponding  volume  for  volume 
with  the  above,  when  titrated  with  an  approximately  equal  amount 
of  sodic  acetate  and  free  acetic  acid. 

Success  depends  very  much  upon  identity  of  conditions,  as  is 
explained  in  §  69. 

The  bismuth  to  be  estimated  must  be  dissolved  in  nitric  acid ;  bases  other 
than  the  alkalies  and  alkaline  earths  must  be  absent.  The  absence  of  those 
acids  which  interfere  with  the  determination  of  phosphoric  acid  by  the 
oranium  process  (non-volatile,  and  reducing  organic  acids,  sulphuretted 
hydrogen,  hydriodic  acid,  etc.)  must  be  assured.  As  bismuth  is  readily 
separated  from  other  metals,  with  the  exception  of  antimony  and  tin,  by 
addition  of  much  warm  water  and  a  little  ammonic  chloride  to  feebly  acid 
solutions,  a  separation  of  the  bismuth  from  those  other  metals  which  are 
present  should  precede  the  process  of  estimation.  If  alkalies  or  alkahne 
earths  be  alone  present,  the  separation  may  be  dispensed  with.  The  pre- 
cipitated bismuth  salt  is  to  be  washed,  dissolved  in  a  little  strong  nitric  acid, 
and  the  solution  boiled  down  twice  with  addition  of  a  little  more  nitric  acid, 
in  order  to  remove  the  whole  of  the  hydrochloric  acid  present. 

Such  a  quantity  of  a  tolerably  concentrated  solution  of  sodic  acetate  is 
added  as  shall  insure  the  neutralization  of  the  nitric  acid,  and  therefore  the 
presence  in  the  liquid  of  free  acetic  acid.  If  a  precipitate  form,  a  further 
addition  of  sodic  acetate  must  be  made.  The  liquid  is  heated  to  boiling ;  a 
measured  volume  of  the  sodic  phosphate  solution  is  run  in ;  the  boiling  is 
continued  for  a  few  minutes ;  the  liquid  is  passed  through  a  ribbed  filter,  the 
precipitate  being  washed  repeatedly  with  hot  water ;  and  the  excess  of  phos- 
phoric acid  is  determined  in  the  filtrate  by  titration  with  uranium.  If  the 
filtered  liquid  be  received  in  a  measuring  flask,  which  is  subsequently  filled 
to  the  mark  with  water,  and  if  the  inverted  uranium  method  be  then 
employed,  the  results  are  exceedingly  accurate.  This  method  is  especially  to 
be  recommended  in  the  estimation  of  somewhat  large  quantities  of  bismuth, 
since  it  is  possible  that  in  such  cases  a  large  amount  of  sodic  acetate  will 
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have  been  ased,  which,  as  is  well  known,  has  a  considerable  disturbing  effect 
on  the  reaction  of  the  indicator. 

If  the  bismuth  solution  contain  a  large  excess  of  nitric  acid,  it  is  better  to 
neutralize  nearly  with  sodic  carbonate  before  adding  sodic  acetate  and  titrating. 

Fuller  details  of  both  the  above  processes  are  contained  in  J,  C.  S. 
1877  (p.  674)  and  1878  (p.  70). 

BBOMIKE. 

Br=80. 

§  46.  This  element,  or  its  unoxidized  compounds,  can  be 
estimated  precisely  in  the  same  way  as  chlorine  by  -j^  silver  solution 
(§  37),  or  alkalimetrically  as  in  §  28,  or  by  sulphocyanate  (§  39), 
but  these  methods  are  seldom  of  any  avail,  since  the  absence  of 
chlorine  or  its  combinations  is  a  necessary  condition  of  accuracy. 

Bromine  in  aqueous  solution,  or  as  gas,  may  be  estimated  by 
absorption  with  solution  of  i)ot}issic  iodide,  in  many  cases  by  mere 
digestion,  and  in  other  cases  by  distillation,  in  any  of  the  forms  of 
apparatus  given  in  §  35,  and  the  operation  is  carried  out  i)recisely 
as  for  chlorine  (§  50).     1  eq.  1=1  eq.  Br.  or  I  found  x  0*63  =  Br. 

A  process  for  the  estimation  of  bromine  in  presence  of  chlorine 
is  still  much  wanted  in  the  case  of  examining  kelp  liquors,  etc. 
Heine  {Journ,  /.  j^^*^-  Chem.  xxxvi.  184)  uses  a  colour  method 
in  which  the  bromine  is  liberated  by  free  chlorine,  absorbed  by 
ether,  and  the  colour  compared  ^vith  an  ethereal  solution  of  bromine 
of  known  strength.  Fehling  states  that  with  care  the  process 
gives  fairly  accurate  residts.  It  is  of  course  necessary  to  have  an 
approximate  knowledge  of  the  amount  of  bromine  present  in  any 
given  solution. 

Reimann  (Annal.  (L  Chem,  u.  Pharm,  cxv.  140)  adopts  the 
following  methotl,  which  gives  tolerably  accurate  results,  but 
requires  skiU  and  practice. 

The  neutral  bromine  solution  is  placed  in  a  stoppered  vessel, 
together  with  a  globule  of  chloroform  about  the  size  of  a  hazel  nut. 
Chlorine  water  of  known  strength  is  then  added  cautiously  from 
a  burette,  protected  from  bright  light,  in  such  a  way  as  to  insure 
fii*st  the  liberation  of  the  bromine,  which  colours  the  chloroform 
orange  yellow ;  then  more  chlorine  water,  until  the  yellowish  white 
colour  of  chloride  of  bromine  occurs  (KBr  +  2Cl=KCl  +  BrCl). 

The  operation  may  be  assisted  by  making  a  weak  solution  of 
potassic  chromate,  of  the  same  colour  as  a  solution  of  chloride  of 
bromine  in  chlorofonn,  to  serve  as  a  standard  of  comparison. 

The  strength  of  the  chlorine  water  is  ascertained  by  potassic 
iodide  and  -^  hyposulphite.     2  eq.  Cl=l  eq.  Br. 

In  examining  mother-liquors  containing  organic  matter,  they 
must  be  evaporated  to  drj'ness  in  jiresence  of  free  alkali,  ignited, 
extracted  with  water ;  then  neutralized  with  hydrochloric  acid 
before  titrating  as  above. 
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Cavazzi  {Gasz.  Cliim.  Ital.  xiii.  174)  gives  a  method  which 
answers  well  for  estiinatmg  bromine  in  small  quantity,  when  mixed 
with  large  proportions  of  alkaline  chlorides.  It  is  based  on  the 
fact  that,  when  such  a  mixture  is  heated  to  lOO"  C.  with  baric 
peroxide  and  sulphuric  acid,  the  whole  of  the  bromine  is  liberated 
with  a  mere  trace  of  chlorine ;  the  bromine  so  evolved  is  absorbed 
in  any  convenient  apjxiratus,  such  as  fig.  29,  p.  117.  The  dis- 
tillation is  made  in  a  350  c.c.  flask  with  double-bored  stopper ;  one 
bore  contains  an  open  tube  reaching  to  th«  bottom  of  the  flask,  the 
other  carries  the  delivery  tube  which  is  connected  with  the  U  tubes. 
The  first  U  tube  is  empty;  the  second  contains  20  c.c.  of  a 
standanl  solution  of  arsenious  acid  in  hydrochloric  acid,  containing 
0*005  gm.  As-O^  in  each  c.c,  and  is  connected  with  an  aspirator. 
The  apparatus  is  arranged  so  that  the  flask  and  empty  (J  tube  are 
immersed  in  boiling  water,  the  vapours  of  H^O^  are  thus  decomposed, 
and  the  stream  regulated  by  the  aspirator. 
The  requisites  used  by  the  author  are — 
Baric  peroxide,  containmg  about  63%  BaO^. 
Dilute  sulphuric  acid  1  :  2. 

Arsenious  acid  dissolved  in  dilute  hydrochloric  acid,  5  gm.  of 
pure  As^O^  i)er  liter. 

Standard  pennanganate,  3*55  gm.  per  liter. 
It  was  found  that  the  relative  strengths  of   the  arsenic  and 
permangtinate  solutions,  when  titrated  togetlier,  diluted,  and  boiling, 
were,  18*2  c.c.  of  the  latter  to  20  c.c,  of  the  former.     Therefore 
1  c.c.  of  permanganate  by  calculation  =  0*00888  gm.  Br. 

The  author  found  that  treating  2  gm.  of  KCl  in  the  apparatus, 
without  bromine,  always  gave  a  faint  trace  of  CI,  so  that  only 
18  c.c.  of  permanganate  were  required  for  the  20  c.c.  of  arsenic, 
instead  of  18*2  c.c. ;  and  this  he  regards  as  a  constant  for  that 
quantity  of  material.  Tlie  examples  of  analysis  with  from  0*05  to 
0'2  gm.  KBr,  and  all  with  the  correction  of  0*2  c.c,  are  satisfactory. 
\Xorman  McCulloch  ((7.  N,  Ix.  259)  has  described  a  method, 
devised  by  himself,  for  the  rapid  and  accurate  estimation  of  bromine, 
in  presence  of  iodine  or  chlorine,  in  any  of  the  ordinary  commercial 
forms  or  chemical  combinations,  free  from  oxidizing  and  reducing 
agents  and  metals  forming  bromides,  insoluble  in  hydrochloric 
acid.  The.  author's  explanation  of  the  principles  upon  which 
the  method  is  based  is  complicated  and  voluminous,  for  which  the 
reader  is  referred  to  the  original  article.  I  have  not  been  able  to 
verify  the  method,  but  as  the  author  is  kno\^Ti  to  have  practical 
experience,  as  well  as  theoretical  knowledge,  a  short  summary  is 
given  here. 

The  requisites  described  by  the  author  are — 
Standard  permanganate,  31*9  grains  of  the  salt  in  10,000  grains 
of  water  (or  3*19  gm.  per  liter). 

Standard  potassic  iodide,  8278  grains  of  KI  in  10,000  grains  of 
water  (or  8*278  gm,  per  liter). 

L 
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The  solutions  should  agree  volume  for  volume,  but  it  is  preferable 
to  verify  them  by  dissolving  3-5  grains  of  iodine  in  caustic  soda, 
in  a  5-oz.  stoppered  bottle,  adding  HCl  in  good  excess,  cooling, 
then  adding  the  permanganate  from  a  burette,  imtil  nearly  colour- 
less. A  little  chloroform  as  indicator  is  then  added,  and  the 
permanganate  cautiously  run  in,  with  shaking,  until  the  violet 
colour  of  the  iodine  is  discharged,  owing  to  production  of  ICl, 
due  to  the  reaction  of  CI  liberated  by  the  i^ermanganate  from 
HCL 

The  iodine  equivalent  of  the  permanganate  is  calculated  to 
bromine  by  the  factor  x  0*6713,  and  each  decem  of  permanganate 
should  represent  about  0*04  grain  Br  (or  each  c.c.  0*004 
gm.  Br). 

The  other  reagents  are  purified  chloroform,  made  by  adding 
some  permanganate,  then  HCl  till  colour  is  discharged,  then  a  little 
KI  and  the  I  so  liberated  again  discharged  with  permanganate, 
finally  the  chloroform  is  washed  free  from  all  acid. 

A  three  per  cent  solution  of  hydrocyanic  acid,  made  by  decom- 
posing a  solution  of  pure  potassic  cyanide,  with  excess  of  HCl,  and 
adding  permanganate  till  a  faint  pink  colour  remains.  600  grains 
of  KCN  in  13 J  ounces  of  water  (or  40  gm.  in  400  c.c.)  with 
2^  ounces  of  HCl  (or  70  c.c.)  will  give  such  a  solution.  Owing  to 
its  poisonous  nature  great  caution  must  be  used  in  making  this 
solution,  and  to  avoid  as  much  as  possible  the  evolution  of  prussie 
acid  the  temperature  must  be  kept  down  by  ice,  or  a  freezing 
mixture  of  nitre  and  sal  ammoniac.  If  the  cyanide  contains,  as  is 
often  the  case,  some  alkaline  carbonate,  this  should  be  removed 
previously  by  BaCl,  as  otherwise  CO^  will  be  liberated  and  a  loss 
of  HCN  occur,  finally  the  cool  solution  is  rendered  faintly  pink 
with  some  permanganate. 

Solution  of  manganous  chloride,  made  by  dissolving  half  a  poimd 
of  MnCl^  +  4H20  in  4  oz.  of  warm  water  (or  500  gm.  in  250  c.c). 
This  solution  is  used  to  prevent  the  liberation  of  free  chlorine 
from  the  HCl  in  the  analysis. 

2^  Analysis:  The  weighed  bromide,  containing  from  1  to  8  grains  of 
Br  (0*05  to  0*15  gm.),  is  dissolved  in  half  an  ounce  (15  c.c.)  of  water  in  a  5  oz. 
stoppered  bottle,  and  about  an  ounce  (30  c.c.)  of  the  manganese  solution 
added ;  permanganate  is  then  run  in  excess  of  the  required  qualitity,  and  the 
bottle  cooled  rapidly  to  60**  F.  (10"  C.)  by  ice  or  a  freezing  mixture.  "When 
cooled,  the  bottle  is  shaken  by  a  rotary  motion,  and  about  half  an  ounce 
(16  c.c.)  of  moderately  strong  HCl  slowly  added,  with  motion  of  the  bottle 
to  dissolve  the  manganic  hydroxide,  3  to  6  dm.  (2 — 4  c.c.)  of  hydro- 
cyanic solution  are  then  delivered  in,  the  bottle  closed  and  returned  to  the 
cooling  mixture  for  about  half  an  hour.  The  liquid  is  then  titrated  with 
the  standard  potassic  iodide,  until  nearly  decolorizMl  from  the  decomposition 
of  the  manganic  chloride,  and  then  slightly  coloured  from  liberation  of  free  I. 
Lastly,  the  slight  excess  of  iodide  is  estimated  by  adding  a  little  chloroform^ 
and  the  titration  finished  with  permanganate.  The  bromine  is  calculated  by 
taking  the  difference  between  the  amounts  of  bromine,  represented  by  total 
permanganate  and  iodide  used.    If  iodine  is  present  it  is  of  coarse  recorded 
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as  bromine,  and  its  amount,  if  required,  must  be  ascertained  by  some  other 
method  capable  of  its  estimation  in  the  presence  of  bromine. 

The  author  gives  several  very  good  results  with  pure  sodic 
bromide,  an  example  of  which  may  be  given.  Each  measure  of 
permanganate  =  0*0392  Br,  1  '032  grain  Br  was  taken,  and  40*6 
measures  of  permanganate  with  14*3  measures  of  iodide  used,  then 
40-6 -  14-3  =  26-3  which  multiplied  by  00392  =  1-031  Br. 


CADMITTM. 

Cd=  111-6 

§  47.  This  metal  may  be  estimated,  as  is  the  case  with  many 
others,  by  precipitation  as  sulphide,  and  decomposing  the  sulphide 
with  a  ferric  salt,  the  iron  being  reduced  to  the  ferrous  state  in 
proportion  to  the  amount  of  sulphide  present. 

Follenius  has  found  that  when  cadmium  is  precipitated  as 
sulpbide  in  acid  liquids,  the  precipitate  is  apt  to  be  contaminated 
with  salts  other  than  sulphide  to  a  small  extent.  The  separation 
as  sulphide  is  best  made  by  passing  H^S  into  the  hot  liquid  which 
contains  the  ciulmium,  and  which  should  be  acidified  with  10  per 
cent,  of  concentrated  sulphuric  acid  by  volume.  From  hydrochloric 
acid  solutions  the  metal  is  only  completely  separated  by  H^S  when 
the  hot  solution  contains  not  more  than  5  per  cent,  of  acid  of 
sp.  gr.  1*11,  or  14  per  cent,  if  the  liquid  is  cold. 

Ferric  chloride  is  to  ])e  preferred  for  the  decomposition  of  the 
cadmium  sulphiile,  and  the  titration  is  carried  out  precisely  as  in 
the  case  of  zinc  (§  78.2). 

P.  von  Berg  (Z.  a.  C.  xxvi.  23)  gives  a  good  teclmical  process 
for  the  estimation  of  either  cadmium  or  zinc  as  sulphides,  by 
means  of  io<line,  as  follows : — 

The  Trashed  sulphide  of  zinc  or  cadmium  is  allowed  to  drain  upon  the 
filter,  and  then  transferred,  together  with  the  Alter,  to  a  stoppered  flask 
containing  800  c.c.  of  water  deprived  of  air  by  boiling  and  the  passage  of 
carbonic  acid  f^.  The  whole  is  well  shaken  to  break  up  the  precipitate  and 
bring  it  into  the  most  finely  divided  condition  possible,  so  that  the  sulphide 
may  not  be  protected  from  the  action  of  the  iodine  by  serrated  sulphur. 
A  moderate  quantity  of  hydrochloric  acid  is  added,  there  being  no  necessity 
to  entirely  dissolve  the  sulphide,  and  then  an  excess  of  iodine  solution  of 
known  strength.  The  residual  free  iodine  is  then  titrated  with  thiosulphate 
without  loss  of  time.  The  whole  operation,  from  the  transference  of  the 
sulphide  to  the  flask  to  the  final  titration,  occupies  about  five  minutes,  and 
gives  results  varying  between  98*8  and  100-2  per  cent.  The  reaction  proceeds 
according  to  the  equation,  ZnSH-2HCl+2l=ZnCIH2HI+8. 

Cadmium  may  also  be  estimated,  when  existing  as  sulphate  or 
nitrate,  by  precipitation  as  oxalate,  and  titration  of  the  washed 
precipitate  by  permanganate.  The  details  are  carried  out  precisely 
as  in  the  case  of  estimating  zinc  as  oxalate  (§  78). 
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CAIiCIUM. 
Ca  =  40. 

1  C.C.  Y^  permanganate         =  0-0028  gm.  CaO 

=  0-0050  gin.  CaCOS 
=  0-0086  gm.  CaSO*  +  2H20 
„      normal  oxalic  acid  =  0*0280  gm.  CaO 

Cryst.  oxalic  acid  x  0-444      =  CaO 

Double  iron  salt  x  0-07143  =  CaO 

§  48.  The  estimation  of  calcium  alktdimetrically  has  already  been 
given  (§  17),  but  that  method  is  of  limited  application,  unless  calcic 
oxalate,  in  which  form  Ca  is  generally  separated  from  otlier  bases, 
be  converted  into  carbonate  or  oxide  by  ignition,  and  thus 
determined  with  normal  nitric  acid  and  alkali.  This  and  the 
following  method  by  Hemp  el  are  as  exact  in  their  results  as  the 
determination  by  weight ;  and  where  a  series  of  estimations  have 
to  be  made,  the  method  is  very  convenient. 

Titration  with  Permanganate. — The  readiness  with  which  calcium 
can  be  separated  as  oxalate  facilitates  the  use  of  this  method,  so 
that  it  can  be  applied  successfully  in  a  great  variety  of  instances. 
It  is  not  necessary  here  to  enter  into  detail  as  to  the  method  of 
precipitation ;  except  to  say,  that  it  may  occur  in  either  ammohiacal 
or  weak  acetic  acid  solution ;  and  that  it  is  absolutely  necessary  to 
remove  all  excess  of  ammonic  oxalate  from  the  precipitate  by 
washing  with  wann  water  previous  to  titration. 

When  the  clean  precipitate  is  obtained,  a  hole  is  made  in  the  filter,  and 
the  bulk  of  the  precipitate  is  washed  through  the  funnel  into  a  flask ;  the 
filter  is  then  treated  with  small  quantities  of  hot  dilute  hydrochloric  acid, 
and  again  washed  into  the  flask.  Hydrochloric  acid  in  moderate  quantity 
may  be  safely  used  for  the  solution  of  the  oxalate,  since  there  is  not  the 
danger  of  liberating  free  chlorine  which  exists  in  the  case  of  iron  (Fleischer, 
Titrirmethode,  p.  76). 

When  the  precipitate  is  completely  dissolved,  the  solution  is  freely  diluted 
with  water,  and  further  acidified  with  sulphuric  acid,  warmed  to  70"*  or  80°, 
and  the  standard  permanganate  cautiously  delivered  into  the  liquid  with 
constant  agitation  until  a  faint  permanent  pink  tinge  occurs,  precisely  as  in 
the  case  of  standardizing  permanganate  with  oxalic  acid  (§  30.2c). 

In  all  cases  where  a  clean  oxalate  precipitate  can  be  obtained, 
such  as  mineral  waters,  manures,  etc.,  very  exact  results  are  obtain- 
able; in  fact,  quite  as  accurate  as  by  the  gravimetric  method. 
Ample  testimony  on  this  point  is  given  by  Fresenius,  Mohr, 
Hempel,  and  others. 

Tucker  {Iron,  Nov.  16,  1878)  has  given  the  results  of  many 
experiments  made  by  him  upon  mixtures  of  Ca  with  abnonnal 
proportions  of  irop,  magnesia,  alumina,  etc. ;  and  even  here  the 
numbers  obtained  did  not  vary  more  than  2  to  3  per  cent,  from  the 
truth.     In  the  case  of  large  proportions  of  these  substances  it  will 
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be  preferable  to  re-precipitate  tlie  oxalate,  so  as  to  free  it  from 
adhering  contaminations  previous  to  titration. 

Tucker  recommends  the  method  for  the  rapid  estimation  of  Ca 
in  furnace  slags,  etc.,  by  dissolving  in  mjua  rerjia,  without  filtering, 
precipitating  witli  amnionic  oxalate,  and  then  filtering,  washing 
-well,  anil  titrating  as  usual.  If  the  slag  contain  much  manganese 
or  iron  they  should  first  be  removed. 

Indirect  Titration. — In  the  case  of  calcic  salts  soluble  in  water  and 
of  tolerably  pure  nature,  the  estimation  by  permanganate  can  be 
made  by  adding  to  the  solution  a  measured  excess  of  normal  oxalic 
acid,  neutralizing  with  ammonia  in  slight  excess,  and  heating  to 
boiling,  so  as  to  rapidly  separate  the  precipitate.  The  mixture  is 
tlien  cooled,  diluted  to  a  measured  volume,  filtered  through  a  dry 
filter,  and  an  aliquot  portion  titrated  with  permanganate  after 
acidifying  with  sulphuric  acid  as  usual.  A  great  variety  of  calcium 
salts  may  be  converted  into  oxalic  by  a  short  or  long  treatment 
with  oxalic  acid  or  amnionic  oxalate,  including  calcic  sulphate, 
phos]>hate,  tartnite,  citrate,  etc. 

OEBIXTIC. 
Ce=  141-2. 

§  49.  The  most  exact  method  of  estimating  this  metal  is  by 
precipitating  as  cerous  oxalate,  then  drying  the  precipitate,  and 
strongly  igniting  in  an  oi)en  crucible,  so  as  to  convert  it  into  eerie 
oxide. 

Stolba  (Z,  a.  (7.  xix.  194)  states  that  the  moist  oxalate  may  be 
titrated  precisely  as  in  the  case  of  calcic  oxalate  with  permanganate, 
and  with  accurate  results.  Xo  examples  or  details,  however,  are 
given. 

CHIiOBIKE. 

CI  =  35-37. 

1  c.c.  or  1  dm,  ^  sQvcr  solution  =  0-003537  gni.  or  0*03537  gm. 

CI. 
„  „  =  0-005837  gm.  or  0*05837  grn. 

NaCl. 

§  50.  The  powerful  affinity  existing  between  clilorine  and  silver 
in  solution,  and  the  ready  precipitation  of  the  resulting  chloride, 
seem  to  have  led  to  the  earliest  important  volumetric  process  in 
existence,  viz.,  the  assay  of  silver  by  the  wet  method  of  Gay 
Lussac.  The  details  of  the  process  are  more  particularly  described 
under  the  article  relating  to  the  assay  of  silver  (§  70) ;  the  deter- 
mination of  chlorine  is  just  the  converse  of  the  process  there 
described,  and  the  same  precautions,  and  to  a  certain  extent  the 
same  apparatus,  are  required. 
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The  solutions  required,  however,  are  systematic,  and  for  exactness 
and  convenient  dilution  are  of  decinonnal  strength,  as  described  in 
§  37.  In  many  cases  it  is  advisable  to  possess  also  centinormal 
solutions,  made  by  diluting  100  c.c.  of  -^j^  solution  to  1  liter. 

1.     Direct   PreclpitaUon   with   ^   Silver. 

Very  weak  solutions  of  chlorides,  such  as  drinking  waters,  are  not  easily 
examined  for  chlorine  by  direct  precipitation,  unless  they  are  considerably 
concentrated  by  evaporation  previous  to  treatment,  owing  to  the  fact  that, 
imless  a  tolerable  quantity  of  chloride  can  be  formed,  it  will  not  collect 
together  and  separate  so  as  to  leave  the  liquid  clear  enough  to  tell  on  the 
addition  of  fresh  silver  whether  a  distinct  formation  of  chloride  occurs. 
The  best  effects  are  produced  when  the  mixture  contains  chlorine  equal  to 
from  li  to  2  gm.  of  salt  per  100  c.c.  Should  the  proportion  be  much  less 
tban  this,  the  difficultjjr  of  precipitation  may  be  overcome  by  adding  a 
quantity  of  freshly  precipitated  chloride,  made  by  mixing  equal  volumes  of 
^  salt  and  silver  solution,  shaking  vigorously,  pouring  off  the  clear  liquid, 
and  adding  the  chloride  to  the  mixture  under  titration.  The  best  vessel  to 
use  for  the  trial  is  a  well-stoppered  round  white  bottle,  holding  100  to  150 
c.c,  and  fitting  into  a  paper  case,  so  as  to  prevent  access  of  strong  light 
during  the  analysis.  Supposing,  for  instance,  a  neutral  solution  of  potassic 
chloride  requires  titration,  20  or  30  c.c.  are  measured  into  the  shaking 
bottle,  a  few  drops  of  strong  nitric  acid  added  (free  acid  must  always  be 
present  in  direct  precipitation),  and  a  round  number  of  c.c.  of  silver  solution 
added  from  the  burette.  The  bottle  is  placed  in  its  case,  or  may  be  enveloped 
in  a  dark  cloth  and  vigorously  shaken  for  half  a  minute,  then  uncovered, 
and  gently  tapped  upon  a  table  or  book,  so  as  to  start  the  chloride  downward 
from  the  surface  of  the  liquid  where  it  often  swims.  A  quick  clarification 
indicates  excess  of  silver.  The  nearer  the  point  of  exact  counterbalance  the 
more  difficult  to  obtain  a  clear  solution  by  shaking,  but  a  little  practice  soon 
accustoms  the  eye  to  distinguish  the  faintest  precipitate. 

In  case  of  overstepping  the  balance  in  any  trial,  it  is  only 
necessary  to  add  to  the  liquid  under  titration  a  definite  volume  of 
y5j^  salt  solution,  and  finish  the  titration  in  the  same  liquid, 
deducting,  of  course,  the  same  number  of  c.c.  of  silver  as  has  been 
added  of  salt  solution. 

Fuller  details  and  precautions  are  given  in  §  70. 


2.    Precipitation  by  iq  Silver  in  Neutral  Solution  with  Chromate 
Indicator  (see  §  87,  2  b). 

8.  .Titration  with  ^  Sulphocyanate  (see  §  89). 

This  method  requires  some  little  practice  to  ensure  accurate 
results,  owing  to  the  fact  that  silver  cliloride  slowly  decomposes 
silver  sulphocyanate. 

In  cases  where  the  amount  of  chlorine  is  approximately  known,  the 
material  is  dissolved  in  300  c.c.  or  so  of  water;  5  c.c.  of  ferric  indicator 
(§  39.3)  and  10  c.c.  of  nitric  acid  (§  39.4)  are  added ;  then  ^  silver  in 
moderate  excess  deUvercd  in  from  the  burette  with  constant  agitation.    The 
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flask  is  then  brought  under  the  sulphocyanate  burette,  and  the  solution 
delivered  in  with  a  constant  gentle  movement  of  the  liquid  until  a  permanent 
light-brown  colour  appears.  The  immediate  mixing  of  the  solutions  is 
necessary  in  order  to  prevent  the  solvent  effect  of  the  concentrated  sulpho- 
cyanate. 

If  the  amount  of  chlorine  is  totally  unknown,  the  method  of 
procedure  is  as  follows : — 

Dilute  the  solution  and  add  the  indicator  and  acid  as  above ;  but  during 
the  addition  of  the  silver  solution^  add  from  a  burette,  ready  filled  with 
Sulphocyanate,  a  drop  or  two  from  time  to  time.  So  long  as  there  is  chlorine 
present  the  dark  red  colour  disappears  slowly  and  gradually ;  but  when  the 
colour  produced  by  a  fresh  drop  goes  off  at  once  on  agitation,  and  the  liquid 
I4>pear8  of  a  pure  milk  white,  the  silver  will  bo  in  excess.  The  titration  is 
then  completed  as  above.  The  volume  of  sulphocyanate  used,  including  the 
amount  u^ed  during  the  addition  of  the  silver,  deducted  from  the  ^  silver, 
will  show  the  volume  of  the  latter  necessary  for  precipitating  the  chlorine 
present. 


4.    By  Distillation  and  Titration  with  Thiosulphate  or  Arsenite. 

In  cases  where  cUorine  is  evolved  direct  in  the  gaseous  form  or 
as  the  representative  of  some  other  Ixxly  (see  §  35),  a  very  useful 
absorption  apparatus  is  shown  in  lig  29.  The  little  flask  a  is  used 
as  a  distilling  vessel,  connected  with  the  bulb  tubes  by  an  indiar 
rubber  joint;*  the  stoppers  for  the  tubes  are  also  of  the  same 
material,  the  whole  of  which  should  be  cleansed  from  sulphur  by 
boiling  in  weak  alkali.  A  fragment  of  solid  magnesite  may  with 
advantage  be  added  to  the  acid  liquid  in  the  distilling  flask ;  in 
all  other  respects  the  process  is  conducted  exactly  as  is  described 
in  §  35. 

This  apparatus  is  equally  well  adapted  to  the  absorption  of 
ammonia  or  other  gases,  and  possesses  the  great  recommendation 
that  there  is  scarcely  a  possibility  of  regurgitation. 

Mohr's  apparatus  (fig.  30)  is  also  equally  serviceable  for  ihis 
method. 

CHIiOBINE    GAS   AND    BLEACHING    COMPOUNDS. 

1  c.c.  Y^r  arsenious  or  thiosulphate  solution  =  0*003537  gm.  CI. 
1  liter  of  chlorine  at  O^C,  and  760  m.m.,  weighs  3*167  gm. 

§  51.  Chlorine  water  may  be  titrated  with  thiosulphate  by 
adding  a  measured  quantity  of  it  to  a  solution  of  potassic  iodide, 
then  delivering  the  thiosulphate  from  a  burette  tUl  the  colour  of 
the  free  iodine  has  disappeared ;  or  by  using  an  excess  of  the 
reducing  agent,  then  starch,  and  titrating  residually  with  -^  iodine. 
AVhen  arsenious  solution  is  used  for  titration,  the  chlorine  water  is 
delivered  into  a  solution  of   sodic   carbonate,  excess  of   arsenic 

*IndiA*nib!)er  and  tp^doUj  Tulcanized  rubber  is  open  to  some  objection  in  these 
suslyses,  and  apparatus  is  now  readily  to  be  had  with  glass  connections. 
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added,  then  starch  and  ^jj  iodine  till  the  colour  *apj)ears,  or  the 
iodized' starch-pai)er  may  be  used  (§  36). 

Bleaohingr' Powder. — Tlie  chief  substance  of  imiwrtauce  among 
the  compounds  of  hyp^chlorous  acid  is  the  so-ailled  chloride  of 
lime.  The  estimation  of  the  free  cldorine  contained  in  it  presents 
no  difficulty  when  arsenious  solution  is  used  for  titration. 

Commercial  bleaching  powder  consists  of  a  mixture  in  variable 
proportions  of  calcic  hypochlorite  (the  true  bleaching  agent),  calcic 
chloride,  and  hydrate ;  and  in  some  cases  the  preparation  contains 
considerable  quantities  of  cldorate,  due  to  imi^erfect  manufacture. 
In  such  cases  Bun  sen's  methoid  of  analysis  gives  inaccurate 
results,  the  chlorate  being  recortled  as  a  bleaching  agent,  whereas 
it  is  not  so.  It  is  genemUy  valued  and  sold  in  this  country  by  its 
percentage  of  chlorine.  In  France  it  is  sold  by  degrees  calculated 
from  the  volume  of  gaseous  chlorine:  lOO**  French  =  31*78  per 
cent.  English. 

1.     Titration   by   ArBeniouB   Solution. 

The  first  tiling  to  be  done  in  determining  the  value  of  a  sample 
of  bleacliing  powder  is  to  bring  it  into  solution,  which  is  best 
managed  as  follows  : — 

The  sample  is  well  and  quickly  mixed,  and  7*17  g:m.  weighed,  put  into  a 
mortar,  a  little  water  added,  and  the  mixture  rubbed  to  a  smooth  cream ; 
more  water  is  then  stirred  in  with  the  pestle,  allowed  to  settle  a  little  while, 
then  poured  off  into  a  liter  flask ;  the  sediment  again  rubbed  with  water, 
poured  off,  and  so  on  repeatedly,  until  the  whole  of  the  chloride  has  been 
conveyed  into  the  flask  without  loss,  and  the  mortar  washed  quite  clean. 
The  flask  is  then  filled  to  the  mark  with  water,  well  shaken,  and  50  c.c.  of 
the  milky  liquid  taken  out  with  a  pipette,  emptied  into  a  l^ker,  and  the  tV 
arsenious  solution  delivered  in  from  a  burette  until  a  drop  of  the  mixture 
taken  out  with  a  glass  rod,  and  brought  in  contact  with  the  prepared  starch- 
X)aper  (§  36)  gives  no  blue  stain. 

The  starch-paper  may  be  dispensed  with  by  adding  arsenious  solution  in 
excess,  then  starch,  and  titrating  residually  with  -nr  iodine*  till  the  blue 
colour  appears.  The  number  of  c.c.  of  arsenic  used  shows  direct  percentage 
of  available  chlorine. 

A  more  rapid  method  can  be  adopted  in  cases  where  a  series  of  samples 
has  tq, be  tested,  as  follows: — 4*95  gm.  of  pure  arsenious  acid  are  finely 
powdered  and  dissolved  by  the  aid  of  a  gentle  heat  in  about  15  c.c.  of 
glycerine,  then  diluted  with  water  to  1  liter ;  25  c.c.  are  measured  into  a 
flask,  and  1  c.c.  of  indigo  solution  added.  The  turbid  solution  of  bleaching 
powder  is  poured  into  a  suitable  burette,  and  before  it  has  time  to  settle  is 
delivered  with  constant  shaking  into  the  blue  arsenious  solution  until  the 
colour  is  just  discharged ;  the  percentage  of  chlorine  is  then  foimd  by  a  slight 
calculation. 

2.    Sanson's   Method. 

10  or  20  c.c.  of  the  chloride  of  lime  solution,  prepared  as  above,  tfre 
measured  into  a  beaker,  and  an  excess  of  solution  of  potassic  iodide  added ; 
the  9iixture  is  then  diluted  somewhat,  acidified  with  hydrochloric  acid,  and 
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the  liberated  iodine  titiuted  with  ^  thiosulphate  and  starch ;  1  eq.  iodine  so 
found  represents  1  eq.  chlorine. 

This  is  an  exceedingly  read^'  method  of  estimating  chlorine,  but  in  cases 
where  calcic  chlorate  is  present,  it  records  the  chlorine  in  it,  as  well  as  that 
existing  as  hypochlorite;  but  as  the  chlorate  is  of  no  value  in  bleaching,  it 
is  always  preferable  to  analyze  bleaching  powder  by  means  of  arsenious 
solution.  The  amount  of  ^lorate  can  always  be  found  by  taking  the 
difference  between  the  two  methods. 


3.     Gasometric    ProceBS. 

This  method  has  been  devised  by  Lunge  {Berkhte  xix.  868, 
also  J.  JS.  C.  I.  ix.  22)  and  is  both  accurate  and  rapid.  The 
instrument  used  for  the  analysis  is  preferably  the  new  gas 
volumeter,  with  patent  tap  and  bulb  (see  Part  VII.),  which  permits 
the  use  of  a  larger  weight  of  the  sample  than  the  ordinary  50  c.c. 
nitrometer.  In  both  instruments  for  this  class  of  analysis  onlinary 
tap  water  may  be  used,  insteail  of  mercury,  with  equally  accurate 
results. 

The  reagent  used  for  the  decomposition  of  the  bleach  is 
hydrogen  peroxide,  and  the  reaction  is  CaOC12  +  H=^02=CaCl-  + 
H-0  +  0*^.     Lunge's  directions  are  as  follows: — 

It  is  not  necessary  to  know  the  exact  composition  oi  the  hydrogen  peroxide, 
but  as  it  is  desirable  not  to  employ  too  large  an  excess  of  it  in  this  case,  it  is 
best  to  estimate  its  percentage  by  a  preliminary  test  occupying  but  a  few 
minutes,  in  ^hich  a  certain  volume  of  H'^O*  is  decomposed  by  an  excess  of 
bleach  solution  (the  inverse  of  the  titration  of  the  latter).  This  need  be 
done  only  quite  roughly.  Por  the  analysis  of  chloride  of  lime  the  hydrogen 
peroxide  must  be  diluted  before  use  so  a^  not  to  give  out  more  than  7  o.c.  of 
oxygen  per  c.c,  and  it  must  be  made  alkaline  by  means  of  caustic  soda 
solution  up  to  the  point  where  a  flocculent  precipitate  appears.  The  alkaline  • 
reaction  ought  to  be  quite  distinct,  but  any  great  excess  of  alkali  should  be 
avoided.  It  is  not  necessary  to  shake  much,  and  the  reading  ought  to  be 
made  quickly,  say  five  minutes  after  mixing  the  liquids,  otherwise  the  results 
will  be  too  high  owing  to  the  gradual  evolution  of  more  oxygen  from  the 
alkaline  liquid.  It  might  be  thought  that  muddy  solutions,  such  as  are 
regularly  employed  in  testing  commercial  bleaching  powder,  would  yield  less 
reliable  results,  the  solid  matter  favouring  the  evolution  of  oxygen  from 
H*0*  ot'aerwise  than  through  the  action  of  CaOCl- ;  but  this  is  not  so ; 
muddy  solutions  can  be  tested  by  the  nitrometer  just  as  well  as  clear  bleach 
liquors,  provided  the  time  of  five  minutes  is  not  exceeded.  As  the  reaction 
does  not  produce  a  sensible  change  of  temperature,  that  l^me  i/vill  quite 
suffice,  provided  that  the  operator  has  avoided  raising  the  temperature  of  the 
flask  in  manipulating  it,  which  he  can  do  by  handling  it  always  by  the  neck 
with  hb  thumb  and  forefinger  only. 

In  order  to  find  the  percentage  of  available  chlorine  by  weight,  that  is, 
the  English  chlorometrical  degrees,  it  should  be  borne  in  mind  that  every 
c.c.  of  gas  evolved,  reduced  to  0"  and  760  mm.,  represents  0*003167  gm.  of 
chlorine. .  Hence,  if  the  quantity  of  bleach  employed  is  =  1  gm.  (for 
instance,  by  dissolving  20  gm.  in  500  c.c.  of  water,  and  employing  25*  c.c. 
of  the  solution  for  each  test),  each  c.c.  of  gas  is =0*8167  per*  cent*,  of 
available  chlorine  in  the  bleach.  T^is  involves  the  use  of  a  bulb  nitrometer 
holding  140  c.c.  If  only  a  50  c.c.  instrument  is  at  hand,  it  will  .be  necessary 
to  take,  say,  5  c.c.  of  the  firsVmentioned  bleach  solution,  in  which  case  every 
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c.c.  of  gas  represents  5x0*3167 -1*58  per  cent,  of  chlorine.  The  most  con- 
venient way  is  to  dissolye  7*917  gm.  of  bleach  in  250  c.c.  of  water,  and 
employing  10  c.c.  of  the  solution  for  each  test,  when  each  c.c.  of  oxygen 
evolved  will  directly  indicate  1  per  cent  of  available  chlorine,  and  a  50  c.c 
nitrometer  should  be  used. 

The  general  method  of  luanipulatiiig  the  nitrometer  is  descriljed. 
in  Part  VII. 


CHLORATES,    lODATBS,    AND    BBOMATBS. 

Chloric  tuilivdride,  Cl-W =150*74.     Iodic  anhydride,  PO^=333. 
Bromic  anhydride,  Iir205=239-5. 

Tlie  com}X)imds  of  chloric,  iodic,  and  bromic  anhydrides  may  all 
be  determined  by  distillation  or  digestion  with  excess  of  hydro- 
chloric acid;  with  cldonites  the  quantity  of  acid  must  be  con- 
siderably in  excess. 

In  each  case  1  e<j.  of  the  respective  anhydrides  taken  as  mono- 
])asic,  or  their  compounds,  liberates  6  eq.  of  cldorine,  and  conse- 
quently 6  cq.  of  iodine  when  decomposed  in  the  digestion  flusk. 
In  the  case  of  distillation,  however,  iodic  and  bromic  acids  only 
set  free  4  ecj.  iodine,  while  io<lous  and  bromous  chlorides  remain  in 
the  retort.     In  both  these  cases  digestion  is  preferable  to  distillation. 

Example :  0'2043  gm.  pure  potassic  chlorate,  equal  to  the  sixth  part  of 
Tirhrv  ^-9  v&fl  decomposed  by  digestion  with  potassic  iodide  and  strong 
hydrochloric  acid  in  the  bottle  shown  in  fig.  28.  After  the  reaction  was 
complete,  and  the  bottle  cold,  the  stopper  was  removed,  and  the  contents 
washed  out  into  a  beaker,  starch  added,  and  103  c.c.  tV  thiosulphate  ddivered 
in  from  tho  burette ;  then  again  23*2  c.c.  of  yj^r  iodine  solution,  to  reproduce 
the  blue  colour ;  this  latter  was  therefore  equal  to  2*32  c.c.  ^s  iodine,  which 
deducted  from  the  103  c.c.  thiosulphate  gave  100*68  c.c,  which  multiplied  by 
the  factor  0*002043,  gave  0*2056  gm.  instead  of  0*2043  gm. 

CHB0MIT7M. 

Cr=52*4. 
1.     Beduction   by   Iron. 

§  52.  The  estimation  of  chromates  is  very  simply  and  success- 
fully performed  by  the  aid  of  ferrous  sulphate,  being  the  converse 
of  the  process  devise^l  by  Penny  for  the  estimation  of  iron 
(see  §  33). 

The  best  plan  of  procedure  is  as  follows  : — 

A  very  small  beaker  or  other  convenient  vessel  is  partly  or  wholly  filled,  as 
may  be  requisite,  with  perfectly  dry  and  granular  double  sulphate  of  iron  and 
ammonia ;  the  exact  weight  then  taken  and  noted.  The  chromium  com- 
pound is  brought  into  solution,  not  too  dilute,  acidified  with  sulphuric  acid, 
and  small  quantities  of  the  iron  salt  added  from  time  to  time  with  a  dry  spoon, 
taking  care  that  none  is  spilled,  until  the  mixture  becomes  green,  and  the 
iron  is  in  excess,  best  known  by  a  small  drop  being  brought  in  contact  with  a 
drop  of  red  prussiate  of  potash  on  a  white  plate ;  if  a  blue  colour  appears  at 
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the  point  of  contact,  the  iron  is  in  excess.  It  is  necessary  to  estimate  this 
excess,  which  is  most  conveniently  done  by  ^  bichromate  being  added  until 
the  blue  colour  produced  by  contact  with  the  red  prussiate  disappears.  The 
Tessel  containing  the  iron  mlt  is  again  weighed,  the  loss  noted ;  the  quantity 
of  the  salt  represented  by  the  ^  bichromate  deducted  from  it,  and  the 
remainder  multiplied  by  the  factor  required  by  the  substance  sought. 
A  freshly  made  standard  solution  of  iron  salt  may  be  used  in  place  of  the 
dry  salt. 

Example :  0'5  gm.  pure  potassic  bichromate  was  taken  for  analysis,  and  to 
its  acid  solution  4*15  gm.  double  iron  salt  added.  3*3  c.c.  of  ^  bichromate 
were  required  to  oxidize  the  excess  of  iron  salt ;  it  was  found  that  0*7  gm.  of 
the  8alt=l7'85  c.c.  bichromate,  consequently  3*3  c.c.  of  the  latter  were  equal 
to  0*12985  gm.  iron  salt ;  this  deducted  from  the  quantity  originally  used 
left  4'02015  gm.,  which  multiplied  by  01255  gave  0*504  gm.  instead  of 
0*5  gm. 

.In  tlie  case  of  lead  chromato  being  estimated  in  this  way,  it  is 
best  to  niix  both  tlie  chroniate  and  the  iron  salt  together  in  a 
mortar,  nibbmg  them  to  powder,  adding  hydrocldoric  acid,  stirring 
well  together,  then  diluting  with  water  and  titrating  as  before. 
WTiere  pure  double  iron  salt  is  not  at  liand,  a  solution  of  iron  wire 
in  sulphuric  acid,  freslily  made,  and  of  ascertained  strength,  may  be 
used. 

2.  Ectimation  of  Chromates  by  Distillation  with  Hydrochloxic  Acid. 

When  chromates  are  boiled  with  an  excess  of  strong  hydrochloric 
acid  in  one  of  the  apparatus  (fig.  29  or  30),  every  1  eq.  of  chromic 
acid  liberates  3  eq.  cldorinc.  For  instance,  with  potassic  bichromate 
the  reaction  may  be  expressed  as  follows — 

K2Cr207  +  UHC1=2KC1  +  Cr^Cl^  +  1W0  +  6CL 

If  the  hberated  chlorine  is  conducted  into  a  solution  of  potas.sic 
iodide,  3  eq.  of  iodine  are  set  free,  and  can  be  estimated  by  yjy 
arsenite  or  thiosulphate.  3  eq.  of  iotline  so  obtained =379*5 
represent  1  eq.  chromic  acid =100*40.  The  same  decomposition 
takes  place  by  mere  digestion,  as  described  in  §  35. 

3.     ChTOHLe    Iron   Ore. 

The  ore  varies  in  quality,  some  samples  being  very  rich,  while 
others  are  very  poor,  in  chromium.  In  all  cases  the  sample  is  to 
be  first  of  all  brought  into  vei'y  fine  powder.  About  a  gram  is 
rubbed  tolerably  fine  in  a  steel  mortar,  then  finished  fractionally 
in  an  agate  mortar. 

Christomanos  recommends  that  tlie  coarse  powder  should  be 
ignited  for  a  short  time  on  platinum  previous  to  powdering  with 
the  agate  mortar ;  after  that  it  should  be  sifted  through  the  finest 
material  that  can  be  used,  and  the  coarser  particles  returned  to  the 
mortar  for  regrinding. 

Previous  to  analysis  it  should  be  again  ignited,  and  the  analysis 
made  on  the  dry  sample. 
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(a)  O'Neill's  Process. — The  very  finely  powdered  ore  is  fused  with 
ten  times  its  weight  of  potassio  bisulphate  for  twenty  minutes,  taking  care 
that  it  does  not  rise  over  the  edge  of  the  platinum  crucible ;  when  the  fusion 
is  complete,  the  molten  mass  is  caused  to  flow  over  the  sides  of  the  crucible, 
so  as  to  prevent  the  formation  of  a  solid  lump,  and  the  crucible  set  aside  to 
cool.  The  mass  is  transferred  to  a  porcelain  dish,  and  lixiviated  with  warm 
water  until  entirely  dissolved  (no  bhick  residue  must  occur,  otherwise  the 
ore  is  not  completely  decomposed) ;  sodic  carbonate  is  then  added  to  the 
liquid  until  it  is  strongly  alkaline ;  it  is  then  brought  on  a  filter,  washed 
slightly,  and  the  filter  dried.  When  perfectly  dry,  the  precipitate  is 
detached  from  the  filter  as  much  as  possible ;  the  filter  burned  separately  ; 
the  ashes  and  precipitate  mixed  with  about  twelve  times  the  weight  of  the 
ori^nal  ore,  of  a  mixture  of  two  parts  potassic  chlorate  and  three  parts 
sodic  carbonate,  and  fused  in  a  platinum  crucible  for  twenty  minutes  or  so ; 
the  resulting  mass  is  then  treated  with  boiling  water,  filtered,  and  the  filtrate 
titrated  for  chromic  acid  as  in  §  52.1. 

The  ferric  oxide  remaining  on  the  filter  is  titrated,  if  required, 
l)y  any  of  the  methods  described  in  g§  59  and  60. 

(b)  Britten's  Process. — Reduce  the  mineral  to  the  finest  state  of 
division  possible  in  an  agate  mortar.  Weigh  off  0*5  gm.,  and  add  to  it 
4  gm.  of  flux,  previously  prepared,  composed  of  one  paJt  potassic  chlorate 
and  three  parts  sodar-lime;  thoroughly  mix  the  mass  by  triturating  in  a 
porcelain  mortar,  and  then  ignite  in  a  covered  platinum  crucible  at  a  bright- 
red  heat  for  an  hour  and  a  half  or  more.  20  minutes  is  sufficient  with  the 
gas  blowpipe.  The  mass  will  not  fuse,  but  when  cold  can  be  turned  out  of 
the  crucible  b}^  a  few  gentle  taps,  leaving  the  interior  of  the  vessel  clean 
and  bright.  Triturate  in  the  mortar  again  and  turn  the  powder  into  a  tall 
4-oz.  beaker,  and  add  about  20  c.c.  of  hot  water,  and  boil  for  two  or  three 
minutes;  when  cold,  add  15  c.c.  of  HCl,  and  stir  with  a  glass  rod,  till 
the  solid  matter,  with  the  exception  probably  of  a  little  silica  in  flakes, 
becomes  dissolved.  Both  the  iron  and  chromium  will  then  be  in  the  highest 
state  of  oxidation — Fe^O^  and  Cr^O^.  Pour  the  fluid  into  a  white  porcelain 
dish  of  about  20^z.  capacity,  and  dilute  with  washings  of  the  beaker  to 
about  3  oz.  Immediately  after,  also,  add  cautiously  1  gm.  of  metallic  iron 
of  known  purity,  or  an  equivalent  quantity  of  double  iron  salt,  previously 
dissolved  in  dilute  sulphuric  acid,  and  further  dilute  with  cold  water  to 
about  5  oz.,  to  make  up  the  volume  in  the  dish  to  about  8  oz.,  then  titrate 
mth  T^  permanganate  the  amount  of  ferrous  oxide  remaining.  The 
difference  between  the  amount  of  iron  found  and  of  the  iron  weighed  will 
be  the  amount  oxidized  to  sesquioxide  by  the  chromic  acid.  Every  one  part 
so  oxidized  will  represent  0*320  of  Cr  or  0*4663  of  sesquioxide,  Cr*0',  in 
which  last  condition  the  substance  usually  exists  in  the  ore. 

If  the  amount  of  iron  only  in  the  ore  is  to  be  determined,  the  process  is 
still  shorter.  After  the  fluxed  mineral  has  been  ignited  and  reduced  to 
powder,  as  already  directed,  dissolve  it  by  adding  first,  10  c.c.  of  hot  water 
and  applying  a  gentle  heat,  and  then  15  c.c.  of  HCl,  continuing  the  heat  to 
incipient  boiling  till  complete  decomposition  has  been  effected;  cool  by 
immersing  the  tube  in  a  bath  of  cold  water,  a4d  pieces  of  pure  metallic  zinc 
sufficient  to  bring  the  iron  to  the  condition  of  protoxide  and  the  chromium 
to  sesquioxide,  and  apply  heat  till  small  bubbles  of  hydrogen  cease,  and  the 
zinc  has  become  quite  dissolved ;  then  nearly  fill  the  tube  with  cold  water, 
acidulated  with  one-tenth  of  sulphuric  acid,  and  pour  the  contents  into  the 
j)orcelain  dish,  add  cold  water  to  make  up  the  volume  to  about  8  oz.,  and 
complete  the  operation  with  standard  permanganate  or  bichromate. 

{(')     Sell's  Process. — This  method  is  described  in  /.  C.  S.  1879 
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(p.  292),  and  is  carried  out  by  first  fusing  the  finely  ground  ore 
with  a  mixture  of  sodic  bisulphate  and  fluoride  in  the  proportion 
of  1  moL  bisulphate,  and  2  niol.  fluoride,  and  subsequent 
titration  of  the  chromic  acid  by  standard  thiosulphate  and  iodine. 

Prom  0*1  to  0*5  gm.  of  the  ore  is  placed  on  the  top  of  ten  times  its  weight 
of  the  aboTe-mentioned  mixture  in  a  large  platinum  crucible,  and  ignited  for 
fifteen  minutes ;  an  equal  weight  of  sodic  bisulphate  is  then  added  and  well 
incorporated  by  fusion,  and  stirring  with  a  platinum  wire ;  then  a  further 
like  quantity  of  bisulphate  added  in  the  same  way.  When  complete 
decomposition  has  occurred,  the  mass  is  boiled  with  water  acidulated  with 
sulphuric  acid,  and  the  solution  diluted  to  a  definite  volume  according  to  the 
quantity  of  ore  originally  taken. 

To  insure  the  oxidation  of  all  the  chromium  and  iron  previous  to  titration, 
a  portion,  or  the  whole,  of  the  solution  is  heated  to  boiling,  and  permanganate 
added  until  a  permanent  red  colour  occurs.  Sodic  carbonate  is  then  added 
in  slight  excess,  and  sufficient  alcohol  to  destroy  the  excess  of  permanganate ; 
the  manganese  precipitate  is  then  filtered  oS,  and  the  clear  solution  titrated 
with  j^  thiosulphate  and  iodine. 

The  author  states  that  the  analysis  of  an  ore  by  this  method 
may  be  accomplished  in  one  hour  and  a  half. 

For  the  oxidation  of  salts  of  chromium,  the  same  authority 
recommends  boiling  with  potash  or  sodic  carbonate,  to  which 
a  small  quantity  of  hydrogen  peroxide  is  added  for  15  minutes. 

For  the  preliminary  fusion  and  oxidation  of  chrome  iron  ore, 
Dittmar  recommends  a  mixture  of  two  parts  borax  glass,  and  one 
and  a  half  part  each  of  sodic  and  potassic  carbonate.  These  are 
fused  together  in  a  platinum  crucible  untU  all  effervescence  ceases, 
then  poured  out  into  a  large  platinum  basin  or  upon  a  clean  iron 
plate  to  cool,  broken  up,  and  preserved  for  use. 

Ten  parts  of  this  mixture  is  used  for  one  part  of  chrome  ore, 
and  the  fusion  made  in  a  platinum  crucible,  closed  for  the  first  five 
minutes,  then  opened  for  about  forty  minutes,  frequently  stirring 
with  a  platinum  wire,  and  using  a  powerful  Buns  en  flame. 

The  gas  blowpipe  hastens  this  method  considerably. 


OOBAIiT. 

Co  =  59. 

Estimation  by  Mercurio  Oxide  and  Permanganate  (Winkler). 

§  53.  If  an  aqueous  solution  of  cobaltous  chloride  or  sulphate  be 
treated  with  moist  finely  divided  mercuric  oxide,  no  decomposition 
ensues,  but  on  the  addition  of  permanganate  to  the  mixture, 
hydrated  cobaltic  and  manganic  oxides  are  precipitated.  It  is 
probable  that  no  definite  formula  can  be  given  for  the  reaction, 
and  therefore  practically  the  working  effect  of  the  permanganate  is 
best  established  by  a  standard  solution  of  cobalt  of  known  strength, 
say  metallic  cobalt  dissolved  as  chloride,  or  neutral  cobaltous 
sulphate. 
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The  AnaUfsis :  The  solution,  free  from  any  great  excess  of  acid,  is  placed 
in  a  flask,  diluted  to  about  200  c.c,  and  a  tolerable  quantity  of  moist  mer- 
curic oxide  (precipitated  from  the  nitrate  or  perchloride  by  alkidi  and  washed) 
added.  Permanganate  from  a  burette  is  then  slowly  added  to  the  cold  solution 
with  constant  shaking  until  the  rose  colour  appears  in  the  clear  liquid  abovo 
the  bulky  brownish  precipitate. 

The  appearance  of  the  mixture  is  somewhat  puzzling  at  the 
beginning,  but  as  more  permanganate  is  added  the  precipitate 
settles  more  freely,  and  the  end  as  it  approaches,  is  very  easily 
distinguished.  The  final  ending  is  when  the  rose  colour  is 
persistent  for  a  minute  or  two ;  subsequent  bleaching  must  not 
be  regarded. 

The  actual  decomposition  as  between  cobaltous  sidphato  i^nd 
permanganate  may  be  formulated  thus — 

6CoSO*  +  5H20  +  2MnK04  =  K^SCH  +  5H2S04  +  SCo^O^  +  2Mn02 

but  as  this  exact  decompasition  cannot  be  depended  upon  in  all  the 
mixtures  occurring,  it  is  not  possible  to  accept  systematic  numbers 
calculated  from  normal  solutions. 

Solutions  containing  manganese,  phosphorus,  arsenic,  active 
chlorine  or  oxygen  compounds,  or  organic  matter,  cannot  be  used 
in  this  estimation ;  motlerate  quantities  of  nickel  are  of  no 
consequence. 

Norman  McCuUocli  (C  N,  lix.  51)  lias  proved  that  cobaltic 
oxide,  as  cobalticyanide,  is  a  stable  compound,  and  makes  use  of 
this  fact  to  establish  a  process  wliich  gives  very  good  results,  by 
conversion  of  cobiiltocyanide  to  the  higher  state  of  oxidation,  the 
estimation  of  the  oxygen  being  the  measure  of  the  cobalt  itself. 
The  method  is  exact  in  the  presence  of  nickel,  manganese,  lead, 
arsenic,  zinc,  antimony,  uranium,  etc.,  but  not  in  tliat  of  iron  or 
copper. 

The  stiindard  solutions  required  are  the  ordinary  -^  potassic 
l)ichromate,  1  c.c.  of  which  represents  0*0059  gm.  or  1  tlm.  0*059 
grn.  of  Co,  and  an  acid  solution  of  ammonio-ferrous  sulphate, 
whose  strength  is  kno^vn  by  titration  with  the  bichromate.  Thero 
is  also  required  a  5  per  cent,  solution  of  pure  potiissic  cyanide,  and 
a  solution  of  nickel  sulphate. 

The  apparatus  required  may  be  simply  a  12-oz.  flask,  fitted  witli 
two-hole  stopper,  one  for  a  thistle  funnel  and  the  other  as  an 
escape  for  vapour.  The  mouth  of  the  funnel  shouhl  be  somewhat 
constricted,  and  the  lower  end  must  dip  beneath  the  surface  of  the 
liqiud  in  the  flask. 

The  AnaliftU :  The  standard  bichromate  and  cyanide  solutions  are  conveyed 
in  their  proper  quantities  to  the  flask  above  described,  a  few  drops  of  ammonia 
added  for  subsequent  neutralization  of  any  free  acid  in  solution  to  be  tested, 
and  the  whole  diluted,  if  necessar}-,  to  a  convenient  bulk  with  water. 

The  amount  of  bichromate  taken  need  not  greatly  exceed  the  theoretical 
requirement  for  the  greatest  probable  quantity  of  cobalt  to  be  estimated,  but. 
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with  the  cyanide,  an  allowance  is  made  also  for  the  conversion  to  soluble 
double  cyanides  of  such  other  metals  as  may  be  present. 

The  cork  and  thistle-funnel  are  now  pliiced  in  position,  and  the  solution 
boiled  to  expel  air  from  the  flask.  The  hot  solution  to  be  tested,  of  con- 
irenient  bulk  and  not  too  acid,  and  free,  of  course,  from  oxidizing  or  reducing 
constituents,  is  now  added,  and  the  ensuing  reaction  is  instantaneously 
complete. 

After  this  stage  the  continued  use  of  the  cork  and  thistle-funnel  is 
necessary  only  in  presence  of  manganese. 

The  contents  of  the  flask  are  now  cautiously  treated  with  excess  of  a 
moderately  warm  concentrated  solution  of  ammonic  chloride,  and  the 
ebulUtion  sustained  for  about  ten  minutes  longer  to  expel  volatile  cyanide 
(an  operation  conducted  in  acid  chamber  or  in  a  draught  of  air  to  carry  off 
poisonous  fumes). 

It  now  remains,  preceding  the  estimation  of  non-reduced  chromic  acid 
with  ferrous  salt,  to  throw  down  soluble  cobaltocyanido  and  decompose 
potassium-nickel  cyanide  by  the  addition  of  nickel  sulphate.  This  is  to 
prevent  the  subsequent  formation  of  ferrous  cobaltocyanlde  and  double 
cyanide  of  iron  and  nickel  respectively — compounds  difficultly  soluble  in 
dilute  acid— and,  consequently,  low  results.  To  effect  the  above  precipitation, 
a  weight  of  nickel  is  required  at  least  equal  to  that  of  the  nickel  and  cobalt 
existing  in  the  contents  of  the  flask,  but  if  such  acids  as  arsenic  and  phosphoric 
are  present  more  is  needed,  as  their  precipitation  is  involved.  Simply,  the 
solution  of  nickel  is  added  until  no  further  precipitate  is  formed,  or  until  the 
precipitate  settles  in  a  peculiar  manner,  to  be  known  by  experience ;  great 
excess  of  nickel  is  thus  avoided,  which  would  tend  to  interfere  with  the 
ferricyanide  reaction  in  the  subsequent  operation. 

The  contents  of  the  flask  are  now  poured  into  excess  of  a  hot  aqueous 
solution  of  standard  ferrous  salt  contained  in  a  basin,  acidified  with  a  few 
drops  of  hydrochloric  acid,  and  titrated  with  bichromate  in  usual  way. 

The  cobalt  is  calculated  by  multiplying  the  difference  between  the  number 
of  c.c.  or  dm.  of  bichromate  taken  at  the  outset  of  the  estimation  and  that 
found  at  the  completion  by  0*0059  or  0*059  respectively,  and  correcting  this 
by  a  slight  allowance  for  reducing  action  of  the  potassic  cyanide  and  its 
impurities  on  the  chromate.  In  the  author's  case  this  correction  was  taken 
from  experiment,  and  it  was  deemed  sufficiently  near  to  accept  the  reducing 
action  of  the  cyanide  as  simply  proportionate  to  the  quantity  of  this  reagent 
used  in  the  estimation,  although  it  is  not  altogether  independent  of  the 
proportion  and  amount  of  the  bichromate,  the  degree  of  dilution,  length  of 
time  of  boiling,  etc.  The  result  showed  that  100  dm.  of  the  bichromate  boiled 
for  a  few  minutes  with  its  own  bulk  of  the  cyanide,  and  then  for  about  ten 
minutes  more  with  addition  of  excess  of  ammonic  chloride,  lost  in  value  to 
the  extent  of  about  one  decem,  which  was  deducted  from  the  amount  of 
bichromate  reduced  by  the  oolmltocyanide  in  such  estimations,  using  the 
above  bulk  of  cyanide,  a  fifth  of  this  for  25  or  30  dm.,  and  so  on.  It  is,  of 
course,  advisable,  where  the  highest  accuracy  is  desired,  to  determine  the 
necessary  correction  by  a  blank  experiment,  and  duplicating  also  the 
approximate  quantity  of  cobalt. 

It  is  best  to  separate  iron  as  well  as  copper,  and  in  the  case  of  a  cobalt  ore 
the  author  would  dissolve  the  sample  in  aqua-regia,  and  evaporate  to  dryness. 
The  nitric  acid  would  then  be  destroyed  by  two  or  three  evaporations  to 
dryness  with  hydrochloric  acid,  and  the  copp^  precipitated  from  the  solution 
of  the  residue  by  sulphuretted  hydrogen.  In  the  filtrate  from  sulphide  the 
iron  would  be  separated  by  the  acetate  of  soda  method,  and  the  iron 
precipitate  re-dissolved  and  re-precipitated  in  a  similar  way  to  separate  any 
small  portion  of  cobalt.  The  combined  filtrates  from  the  acetate  precipitates 
would  be  evaporated  to  convenient  bulk,  and  the  excess  of  acid  neutralized 
by  caustic  or  carbonated  soda.  The  solution  so  obtained  would  then  be  added 
to  suitable  amounts  of  bichromate  and  cyanide,  as  described  above. 
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JExampUt :  1*14  grain  Co  taken  and  25*4  dm.  respectively  of  bichromate 
and  cyanide  used.  The  volume  of  bichromate  reduced,  allo^dng  for  the 
correction,  was  192  dm.  =  1*13  gm.  Co.  Again,  114  Co  and  228  Ni  taken, 
25  c.c.  of  bichromate  and  50  c.c.  of  cyanide  used,  the  volume  of  the  former 
reduced  was  191  dm.  =  1*12  gm.  Co.  Equally  good  results  were  obtained 
with  mixtures  of  manganese,  lead,  arsenic,  etc. 


COPPER. 

Cu  =  63. 

Factors. 

1  C.C.  y^^  .solution  =  0-0063  giu.  Cii. 
Iron  X  1-125         =--Cu. 
Double  Iron  Salt  x  0-1607  =  Cu. 

1.    deduction  by  Ghmpe  Suerar  and  Bubsequent  titration  with  Ferric 
Chloride  and  Permanflranate  (Schwarz). 

§  54.  This  process  is  based  upon  the  fact  that  grape  sugar 
precipitates  cuprous  oxide  from  an  alkaline  solution  of  the  metal 
contiiining  tartaric  acid  ;  the  oxide  so  obtained  is  collected  and 
mixed  with  ferric  chloride  and  hydrochloric  acid.  The  result  is 
the  following  decomposition  : — 

Cu20  +  Fe2Cl«  +  2HC1  =  2CuC12  +  2FeC12  +  H^O. 

Each  equivalent  of  copper  reduces  one  equivalent  of  ferric  to  ferrous 
chloride,  which  is  estimated  by  permanganate  with  due  precaution. 
The  iron  so  obtained  is  calculated  into  copper  by  the  requisite  factor. 

The  AnalytU :  The  weighed  substance  is  brought  into  solution  by  nitric 
or  sulphuric  acid  or  water,  in  a  porcelain  dish  or  flask,  and  most  of  the  acid 
in  excess  saturated  with  sodic  carbonate;  neutral  potassic  tartrate  is  then 
added  in  not  too  large  quantity,  and  the  precipitate  so  produced  dissolved  to 
a  clear  blue  fluid  by  adding  caustic  potash  or  soda  in  excess ;  the  vessel  is 
next  heated  cautiously  to  about  50*  C.  in  the  water  bath,  and  suflicieut 
grape  sugar  added  to  precipitate  the  copper  present ;  the  heating  is  continued 
xmtil  the  precipitate  is  of  a  bright  red  colour,  and  the  upper  liquid  is 
brownish  at  the  edges  from  the  action  of  the  alkali  on  the  sugar :  the  heat 
must  never  exceed  90"  C.  When  the  mixture  has  somewhat  cleared,  the 
upper  fluid  is  poured  through  a  moistened  filter,  and  afterwards  the  precipitate 
brought  on  the  same,  and  washed  with  hot  water  till  thoroughly  clean ;  the 
precipitate  which  may  adhere  to  the  dish  or  flask  is  well  washed,  and  the 
filter  containing  the  bulk  of  the  protoxide  put  with  it,  and  an  excess  of 
solution  of  ferric  chloride  (free  from  nitric  acid  or  free  chlorine)  added, 
together  with  a  little  sulphuric  acid ;  the  whole  is  then  warmed  and  stirred 
until  the  cuprous  chloride  is  all  dissolved.  It  is  then  filtered  into  a  good- 
sized  flask,  the  old  and  new  filters  being  both  well  washed  with  hot  water,  to 
which  at  first  a  little  free  sulphuric  acid  should  be  added,  in  order  to  be 
certain  of  dissolving  all  the  oxide  in  the  folds  of  the  paper.  The  entire 
solution  is  then  titrated  with  permanganate  in  the  usual  way.  Bichromate 
may  also  be  used,  but  the  end  of  the  reaction  is  not  so  distinct  as  usual,  from 
the  turbidity  produced  by  the  presence  of  copper. 
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2.     Beduotion   by  Zinc    and   subaeauent   titration   with   Ferric 
Chloride   and   Permaniranate    (Fleitmann). 

The  metallic  solution,  free  from  nitric  acid,  bismuth,  or  lead,  is 
precipitated  with  clean  sticks  of  pure  zinc ;  the  copper  collected, 
washed,  and  dissolved  in  a  mixture  of  ferric  chloride  and  hydro- 
chloric acid :  a  little  sodic  carbonate  may  be  added  to  expel  the 
Atmospheric  air.     The  reaction 


Cu  +  Fe2Cl«=CuC12  +  2FeC12. 

When  the  copper  is  all  dissolved,  the  solution  is  diluted  and 
titrated  with  permanganate ;  56  Fe=31"5  Cu. 

If  the  original  solution  contains  nitric  acid,  bismuth,  or  lead, 
the  decomposition  by  zinc  must  take  place  in  an  ammoniacal 
solution,  from  which  the  precipitates  of  either  of  the  above  metals 
have  been  removed  by  fdtration ;  the  zinc  must  in  this  case  be 
finely  divided  and  the  mixture  warmed.  The  copper  is  all 
precipitated  when  the  colour  of  the  solution  has  disappeared.  It 
is  washed  first  with  hot  water,  then  with  weak  HCl  and  water  to 
remove  the  zinc,  again  with  water,  and  then  dissolved  in  the  acid 
.and  ferric  chloride  as  before. 

3.     Estimation   as    Cuproiui   Iodide    (B.    O.    Brown). 

This  process  is  based  on  the  fact  that  when  potassic  iodide  is 
mixed  with  a  salt  of  copper  in  acid  solution,  cuprous  iodide  is 
precipitated  as  a  dirty  white  powder,  and  iodine  set  free.  If  the 
latter  is  then  immediately  titrated  with  thiosulphate  and  starch, 
the  corresponding  quantity  of  copper  is  found. 

The  solution  of  the  metal,  if  it  contain  nitric  acid,  is  evaporated 
-with  sulphuric  acid  till  the  former  is  expelled,  or  the  nitric  acid  is 
neutralized  with  sodic  carbonate,  and  acetic  acid  added ;  the  sulphate* 
:solution  must  be  neutral,  or  only  faintly  acid ;  excess  of  acetic 
-acid  is  of  no  consequence,  but  iron  or  arsenic  acid  must  be  absent, 
41S  they  sensibly  affect  the  amount  of  iodine  set  free. 

It  is  always  preferable  to  get  rid  of  aU  free  mineral  acids  and 
work  only  with  free  acetic  acid. 

Westmorland  (/.  S,  C.  /.  v.  51),  who  has  had  very  large 
•experience  in  examining  a  variety  of  copper  products,  strongly 
recommends  this  process  for  the  estimation  of  copper  in  its  various 
ores.  The  metal  may  very  conveniently  be  separated  from  a  hot 
sulphuric  acid  solution  by  sodic  thiosulphate:  this  gives  a  flocculent 
precipitate  of  subsulphide  mixed  with  sulphur,  which  filters  readily, 
4ind  can  be  washed  with  hot  water.  Arsenic  and  antimony,  if 
present,  are  also  precipitated;  tin,  zinc,  iron,  nickel,  cobalt,  and 
manganese  are  not  precipitated.  On  igniting  the  precipitate  most 
of  the  arsenic  and  the  excess  of  sulphur  is  expelled,  an  impure 
subsulphide  of  copper  being  left  Sulphuretted  hydrogen  may  of 
course  be  used  instead  of  the  thiosidphate,  but  its  use  is  objection- 

M 


Digitized  by  VjOOQIC 


162  VOLUMETRIC  ANALYSIS.  §    54 

able  to  many  operators.  Rich  copper  ores,  matts,  or  precipitates, 
are  dissolved  in  appropriate  solvents,  and  a  quantity  representing 
about  0*5  gm.  Cu  taken  for  analysis.  The  metal  is  separated 
either  with  thiosulphate  or  H^S,  the  sulphide  dissolved  in 
nitric  acid,  evaporated  with  sulphuric  acid  to  separate  lead, 
diluted,  filtered,  sodic  carbonate  added  in  excess,  and  then 
acetic  acid  to  acid  reaction.  Cupreous  pyrites,  burnt  ores,  etc.,  are 
taken  in  larger  quantity,  according  to  their  contents  of  copper,  and 
treated  in  the  same  way ;  or  they  maybe  calcined,  dissolved  in  HCl, 
the  ferric  salt  reduced  by  boiling  with  sodic  sulphide,  and  H^S 
]iassed  through  the  cold  solution :  the  precipitated  sulphides  are 
then  treated  as  before. 

Standardizing  the  Thiosniphata  Solution. — ^Tliis  is  best  done  on 
pure  electrotype  copper,  dissolved  first  in  nitric  acid,  boiling  to 
expel  nitrous  fumes,  diluting,  neutralizing  with  sodic  carbonate  till 
a  precipitate  occurs,  then  adding  acetic  acid  till  clear.  The  liquid 
is  then  made  up  to  a  definite  volume,  and  a  quantity  equal  to  about 
0*5  gm.  Cu  taken  in  a  flask  or  beaker,  a  few  crystals  of  potassic 
iodide  added,  and  when  dissolved  the  thiosulphate  is  run  in  from 
a  burette  until  the  free  iodine  is  nearly  removed,  add  then  some 
starch,  and  finish  the  titration  in  the  usual  way.  The  thiosulphate 
will  of  course  need  to  be  checked  occasionally,  as  it  is  not 
permanent. 

If  strictly  -^  thiosulphate  is  used,  each  c.c. =0*0063  gm.  Cu. 

4.    Bstimatlon  by  Potassic  Cyanide   (Parke s  and  O.  Xohr). 

This  well-known  and  much-used  process  for  estimating  copper 
<lepends  upon  the  decoloration  of  an  ammoniacal  solution  of  copper 
by  i>otassic  cyanide.  The  reaction  (which  is  not  absolutely  uniform 
with  variable  quantities  of  ammonia)  is  such  that  a  double  cyanide 
of  copper  and  ammonia  is  formed ;  cyanogen  is  also  liberated,  whicli 
reacts  on  the  free  ammonia,  producing  urea,  oxalate  of  urea, 
ammonic  cyanide  and  formate  (Liebig).  Owing  to  the  influence 
exercised  by  variable  quantities  of  ammonia,  or  its  neutral  salts, 
upon  the  decoloration  of  a  copper  solution  by  the  cyanide,  it  has 
l^een  suggested  by  Beringer  to  substitute  some  other  alkali  for 
neutralizing  the  free  acid  in  the  copper  solution  otlier  than 
ammonia.  The  suggestion  has  been  adopted  by  Da  vies  ((7.  N. 
Iviii.  131)  and  by  Fessenden  ((7.  N.  Ixi.  131),  who  both 
recommend  sodic  carbonate.  My  own  experiments  completely 
confirm  their  statement  that  none  of  the  in'egularity  common  to 
variable  quantities  of  ammonia  or  its  salts  occurs  with  soda  or 
potash.  Suppose  for  example  that  copper  has  been  separated  as 
sulphide,  and  brought  into  solution  by  nitric  acid,  the  free  nitro- 
sulphuric  acid  is  neutralized  with  Na^CO^,  and  an  excess  of  it 
added  to  redisitolve  the  precipitate.  The  cyanide  solution  is  then 
cautiously  ran  into  the  light  blue  solution  until  the  colour  is  just 
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discharged.  My  own  experience  is,  tliat  it  is  impossible  to 
redissolve  the  whole  of  the  precipitate  without  using  a  very  large 
excess  of  soda;  but  there  is  no  need  to  add  such  an  excess,  as 
ihe  precipitate  easily  dissolves  when  the  cyanide  is  added. 
I  have  used  a  modification  of  this  method,  which  gives  excellent 
results,  viz.,  to  neutralize  the  acid  copper  solution  either  with 
!NaK30^  or  NaHO,  add  a  trifling  excess,  and  then  1  c.c.  of 
ammonia  0*960  sp.  gr. ;  a  deep  blue  clear  solution  is  at  once  given, 
-which  permits  of  very  sharp  end-reaction  with  the  cyanide. 

J.  J.  and  C.  Beringer  (0.  N.  xlix.  iii.)  have  already  adopted 
the  method  of  neutralizing  the  acid  copper  solution  with  soda, 
then  adding  ammonia,  but  the  proportion  they  recommend  is  larger 
than  necessary. 

In  standardizing  the  cyanide,  it  is  advisable  to  aiTange  so  that 
copper  is  precipitated  with  soda  exactly  as  in  the  titration  of 
a  copper  ore;  that  is  to  say,  free  nitric  or  nitro-sulphuric  acid 
should  be  added,  then  neutralized  with  slight  excess  of  soda, 
cleared  with  1  c.c.  of  ammonia,  then  titrated  with  cyanide.  Large 
quantities  of  nitrate  or  sulphate  of  soda  or  potash,  however,  make 
very  little  difference  in  the  quantity  of  cyanide  used. 

It  has  generally  been  thought  that  where  copper  and  iron  occur  together, 
it  is  neoessary  to  separate  the  latter  before  using  the  cyanide.  F.  Pie  Id, 
however,  has  stated  that  this  is  not  necessary  (C  If,  i.  25) ;  and  I  can  fally 
endorse  his  statement  that  the  presence  of  the  suspended  ferrio  oxide  is  no 
Mndianoe  to  the  estimation  of  the  copper ;  in  fact,  it  is  rather  an  advantage, 
at  it  acts  as  an  indicator  to  the  end  of  the  process. 

While  the  copper  is  in  excess,  the  oxide  possesses  a  purplish-brown  colour, 
but  as  this  excess  lessens,  the  colour  becomes  s^udually  lighter,  until  it  is 
orsnge  brown.  If  it  be  now  allowed  to  settle,  which  it  does  very  rapidly,  the 
clear  liquid  above  will  be  found  nearly  colourless.  A  little  practice  is  of 
oourse  necessary  to  enable  the  operator  to  hit  the  exact  point. 

It  is  impossible  to  separate  the  ferric  oxide  by  filtration  without 
leaving  some  copper  in  it,  and  no  amount  of  washing  will  remove 
it  For  example,  10  c.c.  of  a  copper  solution  with  10  c.c.  of  ferric 
solution  were  directly  titrated  with  cyanide  after  treatment  with 
NaHO  in  slight  excess  and  1  c.c.  of  ammonia.  The  cyanide 
required  was  12  c.c.  Another  10  c.c.  of  the  same  copper  and  iron 
solutions  were  then  precipitated  with  soda  and  ammonia  in  same 
proportions.  This  gave  a  complete  solution  of  the  copper  with  the 
ferric  oxide  suspended  in  it.  The  solution  was  filtered,  and  the 
ferric  oxide  well  washed  with  hot  water,  then  the  filtrate  cooled  and 
titrated  with  cyanide,  9  5  c.c.  only  being  required.  On  treating  the 
ferric  oxide  on  the  filter  with  nitric  acid,  neutralizing  with  NaHO 
and  NH^  in  proper  proportions  exactly,  2*5  c.c.  of  cyanide  were 
required,  showing  that  the  ferric  oxide  had  retained  20  per  cent. 
of  the  copper. 

I  strongly  recommend  that  operators  who  have  to  deal  with 
copper  determinations  upon  samples  containing  much  iron,  should 
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practise  the  use  of  the  cyanide  method  in  the  presence  of  the  irpn, 
and  accustom  their  eyes  to  the  exact  colour  which  the  ferric  oxide 
takes  when  the  titration  is  finished,  always,  however,  with  this 
proviso,  that  the  cyanide  solution  is  standardized  upon  a  known 
weight  of  copper  in  the  presence  of  a  moderate  amount  of  iron. 

The  solution  of  potassic  cyanide  should  be  titrated  afresh  at 
intervals  of  a  few  days.  Further  details  of  this  process  are  given 
in  §  54.8. 

6.     Estimation   as    Snlphide    (Pel o use). 

It  is  first  necessary  to  have  a  solution  of  pure  copper  of  known 
strength,  which  is  best  made  by  dissolving  39*523  gm.  of  pure 
cupric  sulphate  in  1  liter  of  water ;  each  c.c.  will  contain 
001  gm.  Cu. 

Precipitation  in  Alkaline  Solution. — ^This  process  is  based  on  the 
fact  that  if  an  ammoniacal  solution  of  copper  is  heated  to  from  40** 
to  80"  C,  and  a  solution  of  sodic  sulphide  added,  the  whole  of 
the  copper  is  precipitated  as  oxysulphide,  leaving  the  liquid 
colourless.  The  loss  of  colour  indicates,  therefore,  the  end  of  the 
process,  and  this  is  its  weak  point.  Special  practice,  however,  will 
enable  the  operator  to  hit  the  exact  point  closely. 

Example :  A  measured  quantity  (say  60  c.c.)  of  standard  solution  of  coppor 
is  freely  supersaturated  with  caustic  ammonia,  and  heated  till  it  begins  to 
boil.  The  temperature  will  not  be  higher  than  80**  0.  in  consequence  of  the 
presence  of  the  ammonia ;  it  is  always  well,  however,  to  use  a  thermometer. 
The  sodic  sulphide  is  delivered  cautiously  from  a  Mohr's  burette,  untU  the 
last  traces  of  blue  colour  have  disappeared  from  the  clear  liquid  above  the 
precipitate.  The  experiment  is  repeated,  and  if  the  same  result  is  obtained, 
the  number  of  c.c.  or  dm.  required  to  precipitate  the  amount  of  copper 
contained  in  60  c.c.  or  dm. = 0*5  gm.  or  6  gm.  respectively,  is  marked  upon 
the  alkaline  sulphide  bottle.  As  the  strength  of  the  solution  gradually 
deteriorates,  it  must  be  titrated  afresh  every  day  or  two.  Special  regard 
must  be  had  to  the  temperature  of  the  precipitation,  otherwise  the  accuracy 
of  the  process  is  seriously  interfered  with. 

C  as  am  a  j  or  (C.  N.  xlv.  167)  uses  instead  of  ammonia  the  alkaline 
tartrate  solution  same  as  for  Fehling,  adding  a  slight  excess  so  as 
to  make  a  clear  blue  solution.  The  addition  of  the  sulphide  gives 
an  intense  black  brown  precipitate,  which  is  stirred  vigorously  till 
clear.  The  copper  sulphide  agglomerates  into  curds,  and  the 
reagent  is  added  until  no  further  action  occurs  with  a  drop  of 
the  sodic  sulphide.  This  modification  can  also  be  used  for  lead. 
PbSO*  is  easily  soluble  in  the  tartrate  solution,  and  can  be  estimated 
by  the  sodic  sulphide  in  the  same  way  as  copper. 

The  colour  of  the  solution  is  not  regarded,  but  the  clotty 
precipitate  of  sulphide,  which  is  easily  cleared  by  vigorous  stirring, 
^"^ery  good  results  may  be  gained  by  this  modification. 

Copper  can  also  be  first  separated  by  glucose,  or  as  sulphocyanate 
(Rivot),  then  dissolved  in  HNO^,  and  treated  with  the  tartrate.     . 
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Fraoipltation  in  Aoid  SolTition. — ^Tlie  copper  solution  is  placed 
in  a  tall  stoppered  flask  of  tolerable  size  (400  or  500  cc),  freely 
acidified  with  hydrochloric  acid,  then  diluted  with  about  200  c.c. 
of  hot  water. 

The  alkaline  sulphide  is  then  delivered  in  from  a  burette, 
the  stopper  replaced,  and  the  mixture  well  shaken ;  the  precipitate 
of  copper  sulphide  settles  readily,  leaving  the  supernatant  liquid 
clear ;  fresh  sulphide  solution  is  then  at  intervals  added  until  no 
more  precipitate  occurs.  The  calculation  is  the  same  as  in  the  case 
of  alkaline  precipitation,  but  the  copper  is  precipitated  as  pure 
sulphide  instead  of  oxysulphide. 


6.     Estimation   by   Stannous   Chloride    (Weil). 

Tliis  process  is  based  on  the  fact,  that  a  solution  of  a  cupric  salt 
in  large  excess  of  hydrochloric  acid  at  a  boiling  heat  shows,  even 
when  the  smallest  trace  is  present,  a  greenish-yellow  colour.  If  to 
such  a  solution  stannous  chloride  is  added  in  minute  excess,  a 
colourless  cuprous  chloride  is  produced,  and  the  loss  of  colour 
indicates  the  end  of  the  process. 

2CuC12  +  SnC12  =  Cu2C12  +  SnCl*. 

The  change  is  easily  distinguishable  to  the  eye,  but  should  any 
doubt  exist  as  to  whether  stannous  chloride  is  in  excess,  a  small 
portion  of  the  solution  may  be  tested  with  mercuric  cldoride.  Any 
precipitate  of  calomel  indicates  the  presence  of  stannous  chloride. 

The  tin  solution  is  prepared  as  described  in  §  33.2. 

A  standard  co))per  solution  is  made  by  dissolving  pure  cupric 
sulphate  in  distilled  water,  in  the  projwrtion  of  39*523  gm.  per 
liter  =  10  gm,  of  Cu. 

Process  for  Copper  alone. — 10  c.c.  of  the  copper  solution =0'1  gm.  of 
Cu  are  put  into  a  white-glass  flask,  25  c.c.  of  pure  strong  hydrochloric  acid 
added,  placed  on  a  sand-bath  and  brought  to  boiling  heat ;  the  tin  solution  is 
then  quickly  delivered  in  from  a  burette  until  the  colour  is  nearly  destroyed, 
finally  a  drop  at  a  time  till  the  liquid  is  as  colourless  as  distilled  water.  No 
oxidation  will  take  place  during  the  boiling,  owing  to  the  flask  being  filled 
with  acid  vapours. 

A  sample  of  copper  ore  is  prepared  in  the  usual  way  by  treatment  with 
nitric  acid,  which  is  afterwards  removed  by  evaporating  with  sulphuric  acid. 
Silica,  lead,  tin,  silver,  or  arsenic,  are  of  no  consequence,  as  when  the  solution 
is  diluted  with  water  to  a  definite  volume,  the  precipitates  of  these  substances 
settle  to  the  bottom  of  the  measuring  flask,  and  the  clear  li(juid  may 
be  taken  out  for  titration.  In  case  antimonic  acid  is  present  it  will  be 
reduced  with  the  copper,  but  on  exposing  the  liquid  for  a  night  in  an  open 
baedn,  the  copper  wiU  be  completely  re-oxidized  but  not  the  antimony ; 
a  second  titration  will  then  show  the  amount  of  copper. 

Process  for  Ores  oontaininflr  Copper  and  Iron. — In  the  case  of  copper 
ores  where  iron  is  also  present,  the  quantity  of  tin  solution  required  will  of 
course  represent  both  the  iron  and  the  copper.  In  this  case  a  second  titration 
of  the  original  solution  is  made  with  zinc  and  permanganate,  and  the  quantitv 
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80  found  is  deducted  from  the  total  quantity ;  the  amount  of  tin  solution 
corresponding  to  oopper  is  thus  found. 

Hxample:  A  solution  was  prepared  from  10  gm.  of  ore  and  diluted  to 
250  CO.:  10  CO.  required  26*75  c.c.  of  tin  solution  whose  strength  was 
16*2  c.c.  for  0-1  gm,  of  Cu. 

10  c.c.  of  ore  solution  were  diluted,  warmed,  zinc  and  platinum  added  till 
reduction  was  complete,  and  the  solution  titrated  with  permanganate  whoee 
quantity =0*0809  gm.  of  Pe. 

The  relative  strength  of  the  tin  solution  to  iron  is  18*34  c.c. =0*1  gm. 
of  Fe:  thus — 

63  :  56         =0*1     :    00888. 

therefore  0*1  gm.  of  Cu= 0*0888  gm.  of  Fe=16-2  c.c.  of  SnOT 
whence    0*0888    :    01  =  16*2    :    18*84 
thus         0*0809  Pe  (found  above)  =  14*837  c.c.  of  SnOT 
0*1     :    0*0809»»  18*34    :    14*837  hence 

Iron  and  copper  =    26*760  c.c.  SnCl' 

Subtract  for  iron  =    14*837 


Leaving  for  copper  11*913 

10  c.c.  of  ore  solution  therefore  contained  16*2  :  0*1  :  :  11*913=0*0785  gm. 
of  Cu,  and  as  10  gm.  of  ore =250  c.c.  contained  1'837  gm.  of  Cu=  18*37  per 
cent.    Analysis  by  weight  as  a  control  gave  18*34  per  cent.  Cu. 
Pe  volumetrically  20*25  per  cent.,  by  weight  20*10  per  cent. 

The  method  is  specially  adapted  to  the  analysis  of  fahl-ores. 

ProceM  for  Ores  containinflr  Nickel  or  Cobalt. — ^The  ore  is  dissolved 
in  nitric  or  nitro-hydrochloric  acid,  then  nearly  neutralized  with  sodic 
carbonate,  diluted  with  cold  water,  and  freshly  precipitated  baric  carbonate 
and  some  ammonic  chloride  added;  the  whole  is  well  mixed  together, 
producing  a  precipitate  containing  all  the  copper  and  iron,  while  the  nidLel 
or  cobalt  remains  in  solution ;  the  precipitate  is  first  washed  by  deoantation, 
collected  on  a  filter,  well  washed,  then  dissolved  in  hydrochloric  acid,  and 
titrated  with  stannous  chloride  as  before  described. 

Uethod  for  Copper,  Iron,  and  Antimony. — The  necessary  solutions 
are : — (1)  Standard  copper.  19*667  gm.  of  oopper  sulphate  are  dissolved 
in  water  to  500  c.c.  (2)  A  similar  solution  containing  7*867  gm.  of  copper 
sulphate.  (3)  Standard  tin  solution.  4*5  to  5  gm.  of  stannous  chloride, 
and  230  gm.  of  HCl,  are  made  up  to  500  c.c.  with  water.  This  solution  is 
standardized  with  No.  1, 10  c.c.  of  which  solution  should  be  mixed  witii 
25  c.c.  hydrochloric  acid,  boiled,  and  the  tin  solution  to  be  standardized  ran 
in  until  the  green  colour  disappears. 

Estimation  of  Copper. — 5  gm.  of  substance  are  dissolved  in  HCl  or 
H?SCH,  and  made  up  to  250  c.c.  10  c.c.  of  this  solution  are  taken,  25  c.c. 
HCl  added,  and  then  titrated  as  above. 

Estimation  of  Iron. — When  there  are  2i  vols,  of  free  HCl  to  1  voL  of 
the  ferric  solution  no  indicator  is  necessary,  and  the  standard  tin  solution  is 
run  in  until  the  iron  solution  is  colourless ;  in  this  way  the  quantity  of  iron 
is  obtained  in  terms  of  oopper.  Of  solutions  containing  2  gm.  of  tiie  sample 
in  250  c.c,  10  c.c.  are  evaporated  in  a  porcelain  capsule,  with  10  c.c.  of  the 
copper  solution  (No.  2) ;  to  the  concentrated  mixed  solution  large  exoeas 
(about  75  C.C.)  of  HCl  is  added,  and  this  is  titrated  with  the  tin  solution  as 
before.  Of  course  the  tin  required  for  the  oopper  used  must  be  deducted. 
The  copper  is  used  as  an  indicator,  and  is  not  required  with  substances  con- 
taining more  than  2  per  cent,  of  iron. 
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Bstiznation  of  Iron  and  Copper. — 5  gm.  of  ore  in  250  c.c.  Titrate  as 
before  directed.  In  another  10  c.c.  of  solution,  precipitate  the  copper  with 
zinc,  filter,  reconvert  the  ferrous  into  ferric  salt  by  means  of  permanganate, 
and  titrate  the  iron  again. 

Bstlxnatlon  of  Antimony. — In  making  up  the  250  c.c.  in  this  case,  it  is 
necessary  to  use  aqueous  solution  of  tartaric  acid  to  prevent  precipitation  of 
antimony.  The  solution  of  antimonic  chloride  is  mixed  with  No.  1  copper 
eolation  and  a  large  excess  of  HGl,  then  titrated ;  the  c.c.  of  standard  tin 
solution  used  indicates  the  sum  of  the  Cu  and  Sb.  If  the  mixed  solution  of 
cuprous  and  antimonious  chloride  is  allowed  to  remain  some  hours  the  Cu 
becomes  re-oxidixed,  but  the  Sb  does  not,  therefore  a  second  titration  gives 
the  quantity  of  Cu  only ;  this  is  scarcely  required  when  the  strength  and 
quantity  of  copper  solution  added  is  known. 

Antimony,  Copper,  and  Iron,  when  together  in  same  sample,  are  thus 
determined.  5  gm.  substance  is  dissolved  in  nitric  acid,  evaporated  down, 
and  filtered.  The  filtrate  oontiins  iron  and  copper,  which  are  determined  as 
above  directed.  The  precipitate  contains  all  the  antimony ;  it  is  dissolved  in 
HCl,  treated  with  permanganate,  and  the  antimonic  chloride  determined  as 
directed. 

This  process  depends  on  the  reducing  action  of  stannous  chloride.  It  is 
therefore  necesauy  to  get  rid  of  extraneous  oxidizing  influences,  such  as 
free  chlorine,  nitric  acid,  or  excess  of  permanganate,  etc.,  before  titration ; 
this  is  effected  by  evaporating  to  dryness,  taking  up  with  hydrochloric  acid, 
and  repeating,  until  the  solution  or  vapour  evolved  on  boiling  ceases  to  turn 
iodized  starch-paper  blue. 

7.     Volh&rd'a   method. 

The  necessary  standard  solutions  are  described  in  §  39.  Each  c.c. 
of  Y(f  thiocyanate  represents  0'0063  gm.  Cu. 

The  AsudifM :  The  copper  in  sulphuric  or  nitric  acid  solution  is  evaporated 
to  remove  excess  of  acid,  or  if  the  acid  is  small  in  quantity  neutralized  with 
sodic  carbonate,  washed  into  a  800  c.c.  flask,  and  enough  aqueous  solution  of 
SO^  added  to  dissolve  the  traces  of  basic  carbonate  and  leave  a  distinct  smell 
of  SC.  Heat  to  boiling,  and  run  in  from  a  burette  the  thiocyanate  until  the 
addition  produces  no  change  of  colour,  add  3  or  4  cc,  and  note  the  entire 
quantity,  allow  to  cool,  fill  to  mark,  and  shake  well.  100  c.c.  are  then  filtered 
through  a  dry  filter,  10  c.c.  of  ferric  indicator  with  some  nitric  acid  added, 
then  titrated  with  ^  silver  till  colourless ;  then  again  thiocyanate  till  the 
reddish  colour  occurs.  The  volume  of  silver  solution,  less  the  final  correction 
with  thiocyanate,  deducted  from  the  original  thiocyanate,  will  give  the 
volume  of  the  latter  required  to  precipitate  the  copper. 

The  process  is  not  accurate  in  presence  of  Fe,  Ag,  Hg,  CI,  I  or  Br. 

8.    Technical  Examination   of  Copper   Ores    (Steinbeck's 
Process). 

In  1867  the  Directors  of  the  Mansfield  Copper  Mines  offered  a 
premimn  for  the  best  method  of  examining  tlieso  ores,  the  chief 
conditions  being  tolerable  accuracy,  simplicity  of  working,  and  the 
possibility  of  one  operator  making  at  least  eighteen  assays  in  the  day. 

The  fortunate  competitor  was  Dr.  Steinbeck,  whose  process 
satisfied  completely  the  requirements.     The  whole  report  is  con- 
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tiiined  in  Z.  a.  C,  viii.  1,  and  is  also  translated  in  C.  N.  xix.  181. 
The  following  is  a  condensed  resume  of  the  process,  the  final 
titration  of  the  copper  being  accomplished  by  potassic  cyanide  as  in 
§  54.4.  A  very  convenient  arrangement  for  filling  the  buretto 
with  standard  solution  where  a  series  of  analyses  has  to  be  made, 
and  the  burette  continually  emptied,  is  sho^vn  in  fig.  33  :  it  may 
be  refilled  by  simply  blowing  upon  the  surface  of  the  liquid. 


Fig.  83. 

(a)  The  extraction  of  the  Copper  firom  the  Ore. — 5  gm.  of  pulverized 
ore  are  put  into  a  flask  with  from  40  to  50  c.c.  of  crude  hydrochloric  acid 
(specific  gravity  1*16),  whereby  oil  carbonates  are  converted  into  chlorides, 
while  carbonic  acid  is  expelled.  After  a  while  there  is  added  to  the  fluid  in 
the  flask  6  c.c.  of  a  special  nitric  acid,  prepared  by  mixing  equal  bulks  of 
iii'ater  and  pure  nitric  acid  of  1*2  sp.  gr.  As  regards  certain  ores,  however,, 
specially  met  with  in  the  district  of  Mansfield,  some,  having  a  very  high 
I)ercentage  of  sulphur  and  bitumen,  have  to  be  roasted  previous  to  bein^ 
subjected  to  this  process ;  and  others,  again,  require  only  1  c.c.  of  nitric  acid 
instead  of  6.    The  flask  containing  the  assay  is  digested  on  a  sand-bath  for 
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half  an  hoar,  and  the  oontents  boilod  for  about  fifteen  minutes ;  after  which 
the  whole  of  the  copper  occurring  in  the  ore,  and  all  other  metals,  are  in 
solution  as  chlorides.  The  blackish  residue,  consisting  of  sand  and  schist, 
has  been  proved  by  numerous  experiments  to  be  either  entirely  free  from 
copper,  or  to  contain  at  the  most  only  0*01  to  0*03  per  cent. 

{b)  S«pcuratioii  of  the  Copper. — The  solution  of  metallic  and  earthy 
chlorides,  and  some  free  HCl,  obtained  as  just  described,  is  separated  by 
filtration  from  the  insoluble  residue,  and  the  fluid  run  into  a  covered  beaker 
of  about  400  c.c.  capacity.  In  this  beaker  a  rod  of  metallic  zinc,  weighing 
about  50  gm.,  has  been  previously  placed,  fastened  to  a  piece  of  stout 
platinum  foil.  The  zinc  to  be  used  for  this  purpose  should  be  as  much  as 
possible  free  from  lead,  and  at  any  rate  should  not  contain  more  than  from 
0*1  to  0*3  per  cent,  of  the  latter  metal.  The  precipitation  of  the  copper  in 
the  metalUo  state  sets  in  already  during  the  filtration  of  the  warm  and 
concentrated  fluid,  and  is,  owing  especially  also  to  the  entire  absence  of 
nitric  acid,  completely  finished  in  from  half  to  three  quarters  of  an  hour  after 
the  beginning  of  the  filtration.  If  the  fiuid  be  t^ted  with  SH^  no  trace 
of  oopper  can  or  should  be  detected;  the  spongy  metal  partly  covers  the 
platinum  foil,  partly  floats  about  in  the  liquid,  and  in  case  either  the  ore 
itself  or  the  zinc  applied  in  the  experiment  contained  lead,  small  quantities 
of  that  metal  will  accompany  the  precipitated  copper.  After  the  excess  of 
zinc  (for  an  excess  must  always  be  employed)  has  been  removed,  the  metal  is 
repeatedly  and  carefully  washed  by  decantation  with  fresh  water,  and  care 
taken  to  collect  together  every  particle  of  the  spongy  mass. 

(c)  Estimation  of  the  precipitated  Copper. — To  the  spongy  metallic 
mass  in  the  beaker  glass,  wherein  the  platinum  foil  is  left,  since  some  of  the 
metal  adheres  to  it,  8  c.c.  of  the  special  nitric  acid  are  added,  and  the  copper 
dissolved  by  the  aid  of  moderate  heat  in  the  form  of  cupric  nitrate,  which, 
in  the  event  of  any  small  quantity  of  lead  being  present,  will  of  course  bo 
contaminated  with  lead. 

When  copper  ores  are  dealt  with  containing  above  6  per  cent,  of  copper, 
which  may  be  approximately  estimated  from  the  bulk  of  the  spongy  mass  of 
precipitated  metal,  16  c.c.  of  nitric  acid,  instead  of  8,  are  applied  for 
diflsohring  the  metal.  The  solution  thus  obtained  is  left  to  cool,  and  next 
mixed,  immediately  before,  titration  with  potassic  cyanide,  with  10  c.c.  of 
special  solution  of  liquid  ammonia,  prepared  by  diluting  1  volume  of  liquid 
ammonia  (sp.  gr.  0*93)  with  2  volumes  of  distilled  water. 

The  titration  with  cyanide  is  conducted  as  described  in  §  54.4. 

In  the  case  of  such  ores  as  yield  over  6  per  cent,  of  copper,  and  when  a 
double  quantity  of  nitric  acid  has  consequently  been  used,  the  solution  is 
diluted  with  water,  and  made  to  occupy  a  bulk  of  100  c.c. ;  this  bulk  is  then 
exacdy  divided  into  two  portions  of  50  c.c.  each,  and  each  of  these  separately 
mixed  with  10  c.c.  of  ammonia,  and  the  copper  therein  volumetrically 
determined.  The  deep  blue  coloured  solution  only  contains,  in  addition  to 
the  copper  compound,  ammonic  nitrate ;  any  lead  which  might  have  been 
dissolved  having  been  precipitated  as  hydrated  oxide,  which  does  not  interfere 
with  the  titration  wiu  cyanide.  The  solution  of  the  last-named  salt  is  so 
arranged,  that  1  c.c.  thereof  exactly  indicates  0005  gm.  of  copper.  Since, 
for  every  assay,  5  gm.  of  ore  have  been  taken,  1  c.c.  of  the  titration  fluid  is 
equfd  to  0*1  per  cent,  of  copper,  it  hence  follows  that,  by  multiplying  the 
number  of  c.c.  of  cyanide  solution  used  to  make  the  blue  colour  of  the 
cop^r  solution  disappear  by  O'l,  the  percentage  of  copper  contained  in  the 
ore  19  immediately  ascertained. 

Steinbeck  tested  this  method  specially,  in  order  to  see  what 
influence  is  exercised  thereupon  by  (1)  amnionic  nitrate,  (2)  caustic 
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ammonia,  (3)  lead.  The  copper  used  for  the  experiments  for  this 
purpose  was  pure  metal,  obtained  by  galvanic  action,  and  was 
ignited  to  destroy  any  organic  matter  which  might  accidentally 
adhere  to  it,  and  next  cleaned  by  placing  it  in  dilute  nitric  acid. 
5  gm.  of  this  metal  were  placed  in  a  liter  ilask,  and  dissolved  in 
266*6  C.C.  of  special  nitric  acid,  the  flask  gently  heated,  and,  after 
cooling,  the  contents  diluted  with  water,  and  thus  brought  to  a 
bulk  of  1000  c.c.  30  c.c.  of  this  solution  were  always  applied  to 
titrate  one  and  the  same  solution  of  cyanide  under  all  circumstances. 
When  5  gra.  of  ore,  containing  on  an  average  3  per  cent,  of  copper, 
are  taken  for  assay,  that  quantity  of  copi)er  is  exactly  equal  to 
0*150  gm.  of  the  chemically  pure  copper.  The  quantity  of  nitric 
acid  taken  to  dissolve  5  gm.  of  pure  copper  (266*6  c.c.)  was 
purposely  taken,  so  as  to  correspond  with  the  quantity  of  8  cc.  of 
special  nitric  acid  which  is  applied  in  the  assay  of  the  copper 
obtained  from  the  ore,  and  this  quantity  of  acid  is  exactly  met 
with  in  30  c.c.  of  the  solution  of  pure  copper. 

The  influence  of  double  quantities  of  ammonic  nitrate  and  free 
caustic  ammonia  (the  quantity  of  copjjer  remaining  the  same)  is 
shown  as  follows : — 

(a)  30  c.c.  of  the  normal  solution  of  copper,  containing  exactly  0*160  gm. 
of  copper,  were  rendered  alkaline  with  10  c.c.  of  special  ammonia,  and  wore 
found  to  require,  for  entire  decoloration,  29*8  c.o.  of  cyanide.  A  second 
experiment,  again  with  30  c.c.  of  copper  solution,  and  otherwise  under 
identically  the  same  conditions,  required  29*9  c.o.  of  cyanide.  The  average 
is  29*85  CO. 

(b)  When  to  30  c.c.  of  the  copper  solution,  first  8  c.c.  of  special  nitric 
acid  are  added,  and  then  20  c.c.  of  special  ammonia  instead  of  only  8,  whereby 
the  quantity  of  free  ammonia  and  of  ammonic  nitrate  is  double  what  it  was 
in  the  case  of  a,  there  is  required  of  the  same  cyanide  30*3  c.c.  to  produce 
decoloration.  A  repetition  of  the  experiment,  exactly  under  the  same 
con<Utions,  gave  30*4  c.c.  of  the  cyanide ;  the  average  is,  therefore,  30*35  o.c. 
The  difference  amounts  to  only  006  per  cent,  of  copper,  which  may  be 
allowed  for  in  the  final  calculation. 

When,  however,  larger  quantities  of  ammoniacal  salts  are  present 
in  the  fluid  to  be  assayed  for  copper,  by  means  of  cyanide,  and 
especially  when  ammonic  carbonate,  sulphate,  and,  worse  still, 
chloride  are  simultaneously  present,  these  salts  exert  a  very  dis- 
turbing influence.*  The  presence  of  lead  in  the  copper  solution 
to  be  assayed  has  the  effect  of  producing,  on  the  addition  of  10  cc. 
of  normal  ammonia,  a  mUkiness  with  the  blue  tint ;  but  this  does 
not  at  all  interfere  with  the  estimation  of  the  cojiper  by  means 
of  the  cyanide,  provided  the  lead  be  not  in  great  excess ;  and  a 
slight  milkiness  of  the  solution  even  promotes  the  visibility  of  the 
approaching  end  of  the  operation. 

*  I  hare  retained  this  teehnioal  prooeM  in  its  original  form,  notwithstanding  the  iib» 
of  ammonia,  because  it  is  sTstenuuio,  and  the  results  obtained  hj  it  are  all  oomparahle 
amouff  themselTes.  Of  oourse  soda  or  potauh  msj  be  used  in  place  of  ammonia,  if  the 
cjtadait  is  standardised  with  them. 
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Steinbeck  purposely  made  some  experiments  to  test  tliis  point, 
and  his  results  show  that  a  modei-ate  quantity  of  lead  has  no 
influence. 

Experiments  were  also  carefully  made  to  ascertain  the  influence 
of  zinc,  the  result  of  which  showed  that  up  to  5  per  cent,  of  the 
copper  present,  the  zinc  had  no  disturbmg  action;  but  a  considerable 
variation  occurred  as  the  percentage  increased  above  that  proportion. 
Care  must  therefore  always  be  taken  in  washing  the  spongy  copper 
precipitated  from  the  ore  solution  by  means  of  zinc. 

The  titration  must  always  take  place  at  ordinary  temperatures, 
since  heating  the  ammoniacal  solution  while  under  titration  to  40"* 
or  45**  C.  considerably  reduces  the  quantity  of  cyanide  required. 

9.     Estimation  of  Copper  by  Colour  Titration. 

Tills  method  can  be  adopted  with  very  accurate  results,  as  in  the 
case  of  iron,  and  is  available  for  slags,  poor  cupreous  pyrites, 
waters,  etc.  (see  Carnelly,  C.  N.  xxxii.  308). 

The  reagent  used  is  the  same  as  in  the  case  of  iron,  viz.,  potassic 
ferrocyanide,  which  gives  a  purple-brown  colour  with  very  dilute 
solutions  of  copper.  This  reaction,  however,  is  not  so  delicate  as 
it  is  with  iron,  for  1  part  of  the  latter  in  13,000,000  parts  of  water 
can  be  detected  by  means  of  potassic  ferrocyanide ;  while  1  part 
of  copper  in  a  neutral  solution,  containing  ammonic  nitrate,  can 
only  be  detected  in  2,500,000  parts  of  water.  Of  the  coloured 
reactions  which  copper  gives  with  different  reagents,  those  with 
sulphuretted  hydrogen  and  potassic  ferrocyanide  are  by  far  the 
most  delicate,  botli  showing  their  respective  colours  in  2,500,000 
parts  of  water. 

Of  the  two  reagents  sulphuretted  hydrogen  is  the  more  delicate; 
but  potassic  ferrocyanide  has  a  decided  advantage  over  sulphuretted 
hydrogen  in  the  fact  that  lead,  when  not  present  in  too  large 
quantity,  does  not  interfere  with  the  depth  of  colour  obtained, 
whereas  to  sulphuretted  hydrogen  it  is,  as  is  well  known,  very 
sensitive. 

And  though  iron  if  present  would,  without  special  precaution 
being  taken,  prevent  the  determination  of  copper  by  means  of 
ferrocyanide ;  yet,  by  the  method  as  described  below,  the  amounts 
of  these  metals  contained  together  in  a  solution  can  be  estimated 
by  this  reagent. 

Ammonic  nitrate  renders  the  reaction  much  more  delicate ;  other 
salts,  as  ammonic  chloride  and  potassic  nitrate,  have  likewise  the 
same  effect 

The  method  of  analysis  consists  in  the  comparison  of  the 
purple-brown  colours  produced  by  adding  to  a  solution  of  potassic 
ferrocyanide — first,  a  solution  of  copper  of  known  strength; 
and,  secondly,  the  solution  in  which  the  copper  is  to  be 
determined. 
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The  solutions  and  materials  required  are  as  follows : — 

( 1 )  Standard  Copper  solution. — Prepared  by  dissolving  0*395 gni. 
of  pure  CuSO*,  bK^O  in  one  liter  of  water.     1  c.c.  =  O'l  m.gm.  Cu. 

(2)  Solution  of  Amnionic  nitrate. — Made  by  dissolving  100  gm. 
of  the  salt  in  one  liter  of  water. 

Potassic  ferrocyanide  solution. — 1  :  25. 

Two  glass  cylinders  holding  rather  more  than  150  c.c.  each, 
the  point  equivalent  to  that  volume  being  marked  on  the  glass. 
They  must  both  be  of  the  same  tint,  and  as  colourless  as  possible. 
Instead  of  these  the  colorimeter  may  be  used. 

A  burette,  graduated  to  -j^  c.c.  for  the  copper  solution ;  a  5  c.c. 
pipette  for  the  amnionic  nitrate ;  and  a  small  tube  to  deliver  the 
ferrocyanide  in  drops. 

The  Analysis :  Five  drops  of  the  potassic  ferrocyanide  are  placed  in  each 
cylinder,  and  then  a  measured  quantity  of  the  neutral  solution  in  which 
the  copper  is  to  be  determined  is  placed  into  one  of  them,  and  both  filled 
up  to  the  mark  with  distilled  water,  5  c.o.  of  the  ammonic  nitrate  solution 
added  to  each,  and  then  the  standard  copper  solution  ran  gradually  inta 
the  other  till  the  colours  in  both  cylinders  are  of  the  same  depth,  the 
liquid  being  well  stirred  after  each  addition.  The  number  of  c.c.  used  arc 
then  read  off.  Each  c  c.  corresponds  to  0*1  m.gm.  of  copper,  from  which 
the  amount  of  copper  in  the  solution  in  question  can  be  calculated. 

The  solution  in  which  the  copper  is  to  be  estimated  must  be 
neutral ;  for  if  it  contain  free  acid  the  latter  lessens  the  depth  of 
colour,  and  changes  it  from  a  purple-brown  to  an  earthy  brown.  If 
it  should  be  acid,  it  is  rendered  slightly  alkaline  with  ammonia, 
and  the  excess  of  the  latter  got  rid  of  by  boiling.  The  solution 
must  not  be  alkaline,  as  the  brown  coloration  is  soluble  in  ammonia 
and  decomposed  by  potash  or  soda ;  if  it  be  alkaline  from  ammonia, 
this  is  remedied  as  before  by  boiling  it  off;  while  free  potash  or 
soda,  should  they  be  present,  are  neutralized  by  an  acid,  and  the 
latter  by  ammonia. 

Lead,  when  present  in  not  too  large  quantity,  has  little  or  no 
effect  on  the  accuracy  of  the  method.  The  precipitate  obtained  on 
adding  potassic  ferrocyanide  to  a  lead  salt  is  white ;  and  this,  except 
when  present  in  comparatively  large  quantity  with  respect  to  the 
copi)er,  does  not  interfere  with  the  comparison  of  the  colours. 

When  copper  is  to  be  estimated  in  a  solution  containing  iron,  the 
following  method  is  adopted : — 

A  few  drops  of  nitric  acid  are  added  to  the  solution  in  order  to  oxidize  the 
iron,  the  Uquid  evaporated  to  a  small  bulk,  and  the  iron  precipitated  by 
ammonia.  Even  when  very  small  quantities  of  iron  are  present,  this  can  bo 
done  easily  and  completely  if  there  be  only  a  very  small  quantity  of  fluid. 
The  precipitate  of  ferric  oxide  is  then  filtered  off,  washed  once,  dissolved  in 
nitric  acid,  and  re-precipitated  by  ammonia,  filtered  and  washed.  The  iron 
precipitate  is  now  free  from  copper,  and  in  it  the  iron  can  be  estimated  by 
dissolving  in  nitric  acid,  making  the  solution  nearly  neutral  with  ammonia, 
and  determining  the  iron  by  the  method  in  §  60.4.  The  filtrate  from  the 
iron  precipitate  is  boiled  till  the  ammonia  is  completely  driven  off,  and  the 
copper  estimated  in  the  solution  so  obtained  as  already  described. 
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TVhen  the  solution  containing  copper  is  too  dilute  to  give  any 
coloration  directly  with  ferrocyanide,  a  measured  quantity  of  it 
must  be  evaporated  to  a  small  bulk,  and  filtered  if  necessary; 
and  if  it  contain  iron,  also  treated  as  already  described. 

In  the  determination  of  copper  and  iron  in  water,  for  which  the 
method  is  specially  applicable,  a  measured  quantity  is  evaporated 
to  dryness  with  a  few  drops  of  nitric  acid,  ignited  to  get  rid  of  any 
organic  matter  that  might  colour  the  liquid,  dissolved  in  a  little 
boiling  water  and  a  drop  or  two  of  nitric  acid;  if  it  is  not  all 
soluble  it  does  not  matter.  Ammonia  is  next  added  to  precipitate 
the  iron,  the  latter  filtered  off",  washed,  re-dissolved  in  nitric  acid, 
and  again  precipitated  by  ammonia,  filtered  ofif,  and  washed.  The 
filtrate  is  tidded  to  the  one  previously  obtained,  the  iron  estimated 
in  the  precipitate,  and  the  copper  in  the  united  filtrates. 

CTANOaEN. 

CX  =  26. 

1  C.C.  y^  silver  solution  =  0*0052  gm. 

Cyanogen. 
=  0-0054  gm. 

Hydrocyanic  acid. 
-0-01302  gm. 

Potassic  cyanide. 
„       iodine  solution   =  0*003255  gm. 

Potassic  cyanide. 

1.    By  Standard  Silver  Solution   (Liebiff). 

§  55.  This  ready  and  accurate  method  of  estimating  cyanogen 
in  prussic  acid,  alkaline  cyanides,  etc.,  was  discovered  by  Lie  big, 
and  is  fully  described  in  Ann,  der  CfJiem,  und  Phann,  Ixxvii.  102. 
It  is  based  on  the  fact,  that  when  a  solution  of  silver  nitrate  is 
added  to  an  alkaline  solution  containing  cyanogen,  with  constant 
stirring,  no  permanent  precipitate  of  silver  cyanide  occurs  until  all 
the  cyanogen  has  combined  with  the  alkali  and  the  silver,  to  form 
a  soluble  double  salt  (in  the  presence  of  potash,  for  example, 
KCy,  AgCy).  If  the  slightest  excess  of  silver,  over  and  above  the 
quantity  required  to  form  this  combination,  be  added,  a  permanent 
precipitate  of  silver  cyanide  occurs,  the  double  compound  being 
<le8troyed.  If,  therefore,  the  silver  solution  be  of  known  strength, 
the  quantity  of  cyanogen  present  is  easily  found ;  1  eq.  of  silver  in 
this  case  being  equal  to  2  eq.  cyanogen. 

So  fast  is  this  double  combination,  that,  when  sodic  chloride  is 
present,  no  permanent  precipitate  of  silver  chloride  occurs,  until  the 
•juantity  of  silver  necessary  to  form  the  compound  is  slightly  over- 
stepped. 

Siebold,  however,  has  pointed  out  that  this  process,  in  the  case 
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of   free  hydrocyanic  acid,  is  liable  to  serious  errors  unless  the 
following  precautions  are  observed : — 

(a)  The  solution  of  sodic  or  potassic  hydrate  should  be  placed  in  the 
beaker  first,  and  the  hydrocyanic  acid  added  to  it  from  a  burette  dipping* 
into  the  alkali.  If,  instead  of  this,  the  acid  is  placed  in  the  beaker  first,  and 
the  alkaline  hydrate  added  afterwards,  there  may  be  a  slight  loss  by 
evaporation,  winch  becomes  appreciable  whenever  there  is  any  delay  in  the 
addition  of  the  alkali. 

(b)  The  mixture  of  hydrocryanic  acid  and  alkali  should  be  largely  diluted 
with  water  before  the  silver  nitrate  is  added.  The  most  suitable  proportion 
of  water  is  from  ten  to  twenty  times  the  volume  of  the  officmal  or  of 
Scheele's  acid.  With  such  a  degree  of  dilution,  the  final  point  of  the 
reaction  can  be  observed  with  greater  precision. 

(c)  Onie  amount  of  alkali  used  should  be  as  exactly  as  possible  that 
required  for  the  conversion  of  the  hydrocyanic  acid  into  alkaline  cyanide, 
as  an  insufficiency  or  an  excess  both  affect  the  accuracy  of  the  result.  It  is 
advisable  to  make  first  a  rough  estimation  with  excess  of  soda  as  a  guide» 
then  finish  with  a  solution  as  neutral  as  possible. 

Caution. — In  using  the  pipette  for  measuring  hydrocyanic  acid, 
it  is  advisable  to  insert  a  plug  of  cotton  wool,  slightly  moistened 
with  silver  nitrate,  into  the  upper  end,  so  as  to  avoid  the  danger  of 
inhaling  any  of  the  acid ;  otiierwise  it  is  decidedly  preferable  to 
weigh  it 

JSxample  with  Fotattic  Cyanide :  The  quantity  of  this  substance  necessary 
to  be  taken  for  analysis,  so  that  each  c.c.  or  dm.  shall  be  equal  to  1  per  cent, 
of  the  pure  cyanide,  is  1*80  gm.  or  13*0  gm.  18  grains,  therefore,  of  the 
commercial  article  were  dissolved  in  water,  no  further  alkali  bein^  necessary, 
and  64  dm.  ^  silver  required  to  produce  the  permanent  turbidity.  Ihe 
sample  therefore  contained  64  per  cent,  of  real  cyanide. 

2.    By  Standard  Uerouxic  Chloride  (Hannay). 

This  convenient  method  is  fully  described  by  the  author  (/.  C.  S, 
1878,  245),  and  is  well  adapted  for  the  technical  examination  of 
commercial  cyanides,  etc.,  giving  good  results  in  the  presence  of 
cyanates,  sulphocyanates,  alkaline  salts,  and  compounds  of  ammonia 
and  silver. 

The  standard  solution  of  mercury  is  made  by  dissolving  13*537 
gm.  HgCl^  in  water,  and  diluting  to  a  liter.  Each  c.c.  =  0*00651  gm. 
of  potassic  cyanide  or  0'0026  gm.  Cy. 

The  Analysis :  The  cvanide  is  dissolved  in  water,  and  the  beaker  placed 
upon  black  paper  or  velvet ;  ammonia  is  then  added  in  moderate  quantity » 
and  the  mercuric  solution  cautiously  added  with  constant  stirring  until  a 
bluish-white  opalescence  is  permanently  produced.  With  pure  substances 
the  reaction  is  very  delicate,  but  not  so  accurate  with  impure  mixtures 
oociurring  in  commerce. 

8.     By  Iodine   (Fordoa  and  Qelis). 

This  process,  which  is  prmcipally  applicable  to  alkaline  cyanides, 
depends  on  the  fact,  that  when  a  solution  of  iodine  is  added  to  one 
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of  potassic  cyanide,  the  iodine  loses  its  colour  so  long  as  any 
undecomposed  cyanide  remains.  The  reaction  may  be  expressed 
by  the  f olloA\dng  f onuula : — 

CyK  +  2I  =  IK  +  ICy. 

Therefore,  2  eq.  iodine  represent  1  eq.  cyanogen  in  combination;  so 
that  1  c.c.  of  Yir  iodine  expresses  the  half  of  nmnr  ^'  cyanogen 
or  its  compounds.  The  end  of  the  reaction  is  known  by  the 
yellow  colour  of  the  iodine  solution  becoming  permanent. 

Commercial  cyanides  are,  however,  generally  contaminated  with 
caustic  or  monocarbonate  alkalies,  which  would  equally  destroy 
the  colour  of  the  iodine  as  the  cyanide ;  consequently  these  must 
be  converted  into  bicarbonates,  best  done  by  adding  carbonic  acid 
water  (ordinary  soda  water). 

Example :  5  gm.  of  potassic  cyanide  were  weighed  and  dissolved  in  600  c.c. 
water;  then  10  c.c.  (sO*!  gm.  cyanide)  taken  with  a  pipette,  diluted  with 
aboat  i  liter  of  water,  100  c.c.  of  soda  water  added,  then  ^  iodine  delivered 
twai  the  burette  until  the  solution  possessed  a  slight  but  permanent  yellow 
colour;  25*5  c.c.  were  required,  whicn  multinlied  by  0008265  gave  0*08800 
gm.  instead  of  0*1  gm.,  or  83  per  oent.  real  cyanide.  Sulphides  must  of 
course  be  absent. 

4.    By  fQ  Silver  and  Chromate  Indicator. 

Vielhaber  {Arch.  Fharm,  [3]  xiii,  408)  has  shown  that  weak 
solutions  of  prussic  acid,  such  as  bitter-almond  water,  etc.,  may  be 
readily  titrated  by  adding  magnesic  hydrate  suspended  in  water 
until  alkaline,  adding  a  drop  or  two  of  chromate  indicator,  and 
delivering  in  ^  silver  until  the  red  colour  appears,  as  in  the  case 
of  titrating  clUorides.     1  c,c.  silver  solution  =  0*0027  gm.  HCy. 

This  method  may  be  found  serviceable  in  the  examination  of 
opaque  solutions  of  hydrocyanic  acid,  such  as  solutions  of  bitter- 
almond  oil,  etc. ;  but  of  course  the  absence  of  chlorine  must  be 
insured,  or,  if  present,  the  amount  must  be  allowed  for. 

It  is  preferable  to  add  tlie  HCy  to  a  mixture  of  magnesia  and 
chromate,  then  immediately  titrate  with  silver. 

VEBBO-   AND    FEBBI-CTANIDBS. 
Pctasslo   Perrooyanide. 
K*Cy»Fe  +  3H20  =  422. 

Metallic  iron  x        7*541  =  Crystallized  Potossic  ferrocyanide. 

Double  iron  salt      x        1*077=  „  „  „ 

1»     Oaddation   to   Verrloyanide   by  Permanganate    (De   Ha  en). 

§  56.  This  substance  may  be  estimated  by  potassic  permanga- 
nate, which  acts  by  converting  it  into  red  prussiate.     Tlie  process 
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is  easy  of  application,  and  the  results  accurate.  A  standard 
solution  of  pure  ferrocyanide  should  be  used  as  the  basis  upon 
which  to  work,  but  can,  however,  be  dispensed  with,  if  the  operator 
chose  to  calculate  the  strength  of  his  permanganate  upon  iron  or  its 
compounds.  If  the  permanganate  is  decinormal,  there  is  of  course 
very  little  needed  for  calculation  (1  eq.  =  422  must  be  used  as  the 
systematic  number,  and  therefore  1  c.c.  of  -^  permanganate  is 
equal  to  0*0422  gm.  of  yellow  prussiate).  The  standard  solution 
of  pure  ferrocyanide  contains  20  gm.  in  the  liter :  each  c.a  will 
contain  0*02  gm. 

7%e  Analynt :  10  c.c.  of  the  Btandard  prussiate  solution  are  put  into  a 
white  porcelain  dish  or  beaker  standing  on  white  |)aper,  and  250  c.c.  or  so  of 
water  added ;  it  is  then  acidified  pretty  strongly  with  sulphuric  acid,  and  the 
permanganate  delivered  from  the  burette  until  a  pure  uranium  yellow  colour 
appears ;  it  is  then  cautiously  added  until  the  faintest  pink  tinge  occurs. 

Ferrooyaxiidea  in  Alkali  waste. — Acidulate  the  solution  with 
HCl,  and  add  strong  bleaching  powder  solution  with  agitation  until 
a  drop  of  the  liquid  gives  no  blue  colour  with  ferric  indicator.  The 
liquid  is  then  titrated  with  a  solution  of  cupric  sulphate,  standardized 
on  pure  potassic  ferrocyanide,  using  dilute  ferrous  sulphate  as 
indicator;  as  soon  as  no  more  blue  or  grey  colour  occurs,  but 
a  faint  reddening,  the  process  is  ended. 

Ferrocyanides  in  Oas  Lianor. — 250  c.c.  are  evaporated  to  dryness, 
dissolved  in  water,  the  solution  filtered,  and  prussian  blue  precipitated 
by  ferric  chloride.  The  blue  is  filtered  off,  washed,  and  decomixieed 
with  caustic  soda.  The  ferric  hydroxide  so  obtained  is,  after  filtering, 
washing,  and  dissolving  in  dilute  H^SO*  reduced  with  zinc,  and 
titrated  with  permanganate.     Fe  x  5*07  =  (XH*)*reCy^. 


POTASSIC    PEBBICTANIDE. 

K6Cyi2Fe2  =  658. 

Metallic  iron  x        5*88         =  Potassic  ferricyanide. 

Double  iron  salt  x        1*68         =       „  „ 

^  Thiosulphate  x        0*0329     =       „  „ 

8.     By   Iodine   and   Thioaulphate. 

This  salt  can  be  estimated  either  by  reduction  to  ferrocyanide 
and  titration  with  permanganate  or  bichromate  as  above,  or  by 
Lenssen's  method,  which  is  based  upon  the  fact,  that  when 
potassic  iodide  and  ferricyanide  are  mixed  with  tolerably  concen- 
trated hydrochloric  acid,  iodine  is  set  free. 

K«re2Cyi2  +  2KI  =  2K4Cy«Fe  +  P 

the  quantity  of  which  can  be  estimated  by  ^  thiosulphate  and 
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starch.  This  method  does  not,  however,  give  the  most  satis- 
factory results,  owing  to  the  variation  produced  by  working 
with  dilute  or  concentrated  solutions.  C.  Mohr's  modification 
(see  Zinc,  §  78.1)  is,  however,  more  accurate,  and  is  as  follows  : — 
The  ferricyanide  is  dissolved  in  a  convenient  quantity  of  water, 
potassic  iodide  in  crystals  added,  together  with  hydrochloric  acid 
in  tolerable  quantity,  then  a  solution  of  pure  zinc  sulphate  in 
excess ;  after  standing  a  few  minutes  to  allow  the  decomposition  to 
perfect  itself,  the  excess  of  acid  is  neutralized  by  sodic  carbonate,  so 
that  the  latter  slightly  predominates. 

At  this  stage  all  the  zinc  ferricyanide  first  formed  is  converted 
into  the  ferrocyanide  of  that  metal,  and  an  equivalent  quantity  of 
iodine  set  free,  which  can  at  once  l^e  titrated  with  ^  thiosulphate 
and  starch,  and  with  very  great  exactness.  1  c.c.  ^  thiosulphate 
=  0*0329  gm.  potassic  ferricyanide. 

The  mean  of  five  determinations  made  by  Mohr  gave  100 "21 
instead  of  100. 

Another  method  consists  in  boiling  with  excess  of  potash,  then 
cooling,  and  adding  H^O^  till  the  colour  is  yellow.  The  excess  of 
the  peroxide  is  then  boUed  off,  H^SO*  added,  and  titrated  with 
permanganate. 

8.     Beduction   of  Ferrl-   to   Ferro-oyanide. 

This  process  is,  of  course,  necessary  when  the  determination  by 
permanganate  has  to  be  made,  and  is  best  effected  by  boiling  the 
weighed  ferricyanide  with  an  excess  of  potash  or  soda,  and  adding 
small  quantities  of  concentrated  solution  of  ferrous  sulphate  until 
the  precipitate  which  occurs  possesses  a  blackish  colour  (signifying 
that  the  magnetic  oxide  is  formed).  The  solution  is  then  diluted 
to  a  convenient  quantity,  say  300  cc,  well  mixed  and  filtered 
through  a  dry  filter ;  50  or  100  c.c.  may  then  be  taken,  sulphuric 
acid  added,  and  titrated  with  permanganate  as  before  described. 

Other  soluble  f erro-  or  ferri-cyanides  may  be  examined  in  the  same 
way  as  the  potassium  salts,  and  if  insoluble,  they  may  generally 
be  converted  into  the  latter  by  boiling  with  strong  caustic  potash. 

SULFHOCTANIBES. 

For  the  estimation  of  sulphocyanic  acid  in  combination  with  the 
alkaline  or  earthy  bases,  Barnes  and  Liddle  (/.  S.  C.  I.  ii.  122) 
have  devised  a  method  which  is  easy  of  application,  and  gives  good 
technical  results.     It  is  not,  however,  available  for  gas  liquors. 

The  method  depends  upon  the  fact  that  when  a  solution  of 
a  cupric  salt  is  added  to  a  solution  of  a  sulphocyanide  in  presence 
of  a  reducing  agent,  as  sodic  bisulphite,  the  insoluble  cuprous  salt 
of  sulphocyanic  acid  is  precipitated,  the  end  of  the  reaction  being 
ascertained  by  a  drop  of  the  solution  in  the  flask  giving  a  brown 
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colouration  when  brought  in  contact  with  a  drop  of  ferrocyanide. 
The  following  reactions  take  place  : — 

2CuS0*  +  2KSCN  +  Na^SO^  +  H«0  = 
Cu^S^C^N^  +  K^SO*  +  2NaHS0* 
and 

2CuS0*  +  Ba(SCN)2  +  Na^SO^  +  H^O  = 
Cu2S2C2N2  +  BaSO*  +  2NaHS04 

The  following  solutions  are  required : — 

1.  A  standard  solution  of  Cupric  sulphate  containing  6-2375 
gm,  per  liter,  1  c.c.  of  which  is  equivalent  to  0*00145  gm.  SCN. 

2.  A  solution  of  Sodic  bisulphite  of  specific  gravity  1  '3. 

3.  A  solution  of  Potassic  ferrocyanide  (1  :  20). 

The  Analytis :  About  3  gm.  of  the  sample  are  weighed  from  a  stoppered 
tube  into  a  Uter  flask,  dissolved  in  water,  and  made  up  to  the  mark.  After 
well  mixing,  26  c.c.  are  meajsured  into  a  flask,  about  3  c.c.  of  the  bisulphite 
added,  and  the  whole  boiled.  Whilst  this  is  heating  a  burette  is  filled  witii 
the  copper  solution,  and  a  white  porcelain  slab  is  dotted  over  with  the 
ferrocyanide.  When  the  liquid  in  the  flask  has  reached  the  boiling  point, 
20  CO.  of  the  copper  solution  are  run  in,  well  shaken,  the  precipitate  allowed 
to  settle  for  about  a  minute,  a  drop  is  trJcen  out  by  means  of  a  glass  rod,  and 
brought  in  contact  with  a  drop  of  ferrocyanide,  and  should  no  brown 
colouration  aj^pear,  more  of  the  copper  solution  is  run  in,  say  1  c.c.  at  a 
time,  and  again  tested.  This  is  continued  until  a  drop  gives  an  immediate 
colour.  By  this  means  an  approximation  to  the  truth  is  obtained.  It  will 
be  observed,  during  a  titration,  that  the  mixed  drops,  after  standing  for  a 
minute,  or  even  less,  produce  a  brown  tint.  It  is  of  the  utmost  importance 
that  the  colouration  be  immediate. 

A  second  25  c.c.  of  the  sulphocyanide  solution  are  run  into  a  clean  flask, 
the  bisulphite  added,  and  boiled  as  before. 

Suppose  that  in  the  first  experiment,  after  an  addition  of  27  c.c.  of  copper 
solution,  no  colour  was  formed  with  ferrocyanide,  but  that  28  c.c.  gave  an 
immediate  colour ;  then  in  the  second  experiment  27  o.c.  are  run  in  at  onoe, 
and  the  liquid  is  again  tested,  when  no  colour  should  appear.  The  copper 
solution  is  then  run  in  drop  by  drop  until  there  is  a  sUght  excess  of  copper, 
as  proved  by  the  deUcate  reaction  with  the  ferrocyanide.  The  second 
experiment  is  thus  rendered  more  exact  by  the  experience  gained  in  the  first. 

OOLD. 

Au  =  196-5. 
1  cc.  or  1  dm.  normal  oxalic  acid  =  00655  gm.  or  0*655  grn.  GSold. 

§  57.  The  technical  assay  of  gold  for  coining  purposes  is 
invariably  performed  by  cupellation.  Terchloride  of  gold  is, 
however,  largely  used  in  photography  and  electro-gilding,  and 
therefore  it  may  be  necessary  sometimes  to  ascertain  the  strength 
of  a  solution  of  the  chloride,  or  its  value  as  it  occurs  in  commerce. 

If  to  a  solution  of  gold  in  the  form  of  chloride  (free  from  nitric 
acid)  an  excess  of  oxalic  acid  be  added,  in  the  course  of  from 
eighteen  to  twenty-four  hours  all  the  gold  will  be  precipitated  in 
the  metallic  form,  while  the  corresponding  quantity  of  oxalic  acid 
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has  been  dissipated  in  the  form  of  carbonic  acid ;  if,  therefore,  the 
quantity  of  oxalic  acid  originally  added  be  known,  and  the  excess, 
^ter  complete  precipitation  of  the  gold,  be  found  by  permanganate, 
the  amount  of  gold  will  be  obtained. 

Example:  A  15-grain  tube  of  the  chloride  of  gold  of  commerce  was 
dissolved  in  water,  and  the  solution  made  up  to  300  decerns.  20  dm.  of 
nomiAl  oxalic  acid  were  then  added,  and  the  flask  set  aside  for  twenty-four 
hours  in  a  warm,  dark  place ;  at  the  end  of  that  time  the  gold  had  settled, 
and  the  supematant  liquid  was  clear  and  colourless.  100  dm.  were  taken 
out  with  a  pipette,  and  titrated  with  ^  permanganate,  of  which  25  dm.  were 
required;  this  multiplied  by  3  gives  75  dm. =7*5  dm.  normal  oxalic  acid, 
wMch  deducted  from  the  20  dm.  originally  added,  left  12*6  dm.;  this 
multiplied  by  i  the  equivalent  of  gold  (1  eq.  of  gold  chloride  decomposing 
3  eq.  oxalic  acid)=0'655  gave  8*195  grn.  metallic  gold,  or  multiplied  by  101 
<=|  eq.  AuCl^)  gave  12*625  grn. ;  the  result  wt»  84  per  cent,  of  chloride  of 
gold  instead  of  100. 

IODINE. 

1  =  126-5. 

1.     By   Dlatillation. 

§  58.  Free  iodine  is  of  course  very  readily  estimated  by  solution 
in  potassic  iodide,  and  titration  with  starch  and  y^  thiosulphate, 
as  described  in  §  34.* 

Combined  iodine  in  haloid  salts,  such  as  the  alkaline  iodides, 
must  be  subjected  to  distillation  with  hydrochloric  acid,  and  some 
other  substance  capable  of  assisting  in  the  liberation  of  free  iodine, 
which  is  received  into  a  solution  of  potassic  iodide,  and  then 
titrated  with  -^  thiosulphate  in  the  ordinary  way.  Such  a 
substance  presents  itself  best  in  the  form  of  ferric  oxide,  or  some 
of  its  combinations ;  if,  therefore,  hydriodic  acid,  or  what  amounts 
to  the  same  thing,  an  alkaline  iodide,  be  mixed  with  an  excess  of 
ferric  oxide  or  chloride,  and  distilled  in  the  apparatus  shown  in 
iig.  29  or  30,  the  following  reaction  occurs : — 

FeW  +  2IH  =  2FeO  +  H20  +  R 

The  best  form  in  which  to  use  the  ferric  oxide  is  iron  alum. 

The  iodide  and  iron  alum  being  brought  into  the  little  flask, 
fig.  30,  sulphuric  acid  of  about  1'3  sp.  gr.  is  added,  and  the 
cork  carrying  the  still  tube  inserted.  This  tube  is  not  carried  into 
the  solution  of  potassic  iodide  in  this  special  case,  but  ^vithin  a 
short  distance  of  it ;  and  the  end  must  not  be  drawn  out  to  a  fine 
pointy  as  there  represented,  but  cut  off  straight.     The  reason  for 

*  I  would  here  again  impress  upon  the  operator's  notice  that  it  is  of  nreat  importanoe 
to  ascertain  the  exact  strength  ox  the  standard  solutions  of  iodine  and  thiosulphate  as 
compared  with  each  other.  Both  solutions  constantly  undergo  an  amount  of  change 
depoiding  upon  the  temperature  at  which  they  are  kept,  their  exposure  to  light,  etc, 
axid  therefore  it  is  alieolutely  necessary,  to  ensure  exactness  in  the  multiftirious  analyses 
which  can  be  made  by  the  aid  of  these  two  reagents,  to  verify  their  agreement  by 
weighing  a  small  portion  of  pure  dry  iodine  at  mterrals,  and  titrating  it  with  the 
standard  thiosnlphkte. 

N   2 
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this  arrangement  is,  that  it  is  not  a  chlorine  distillation  for  the 
purpose  of  setting  iodine  free  from  the  iodide  solution,  as  is  usually 
the  case,  hut  an  actual  distillation  of  iodine,  which  woiild  speedily 
choke  up  the  narrow  point  of  the  tuhe,  and  so  prevent  the  further 
progress  of  the  operation. 

As  the  distillation  goes  on,  the  steam  washes  the  condensed 
iodine  out  of  the  tuhe  into  the  solution  of  iodide,  which  must  be 
present  in  sufl&cient  quantity  to  absorb  it  all.  When  no  more 
violet  vapours  are  to  be  seen  in  the  flask,  the  operation  is  ended  ; 
but  to  make  sure,  it  is  well  to  empty  the  solution  of  iodine  out 
of  the  condensing  tube  into  a  beaker,  and  put  a  little  fresh  iodide 
solution  with  starch  in,  then  heat  the  flaak  again;  the  slightest 
traces  of  iodine  may  then  be  discovered  by  the  occurrence  of  the 
blue  colour  when  cooled.  In  case  this  occurs  tlie  distillation 
is  continued  a  little  while,  then  both  liquids  mixed,  and  titrated 
with  ^  thiosulphate  as  usual. 

In  a  note  on  page  151  it  is  stated  that  the  rubber  joints  to  the 
special  apparatus  of  Fresenius,  Bunsen,  or  M<)hr  for  iodine 
distillations  are  objectionable.  Topf  avoids  this  by  fitting  his 
apparatus  together,  so  that  although  rubber  is  used,  the  reagents 
do  not  come  in  contact  with  it  (Z.  a  C,  xxvi.  293). 

Another  form  of  apparatus  designed  by  Stortenbeker  (Z.  a  CL 
xxix.  273)  is  shown  in  fig.  34,  in  which  rubber  joints  are 
entirely  dispensed  with,  and  glass  connections  used.  The  con- 
nection between  the  distilling  tube  and  the  absorbing  apparatus  is 
a  water  joint,  the  tube  resting  in  a  socket  kept  wet  with  water, 
the  chloride  of  calcium  tube  is  filled  with  glass  pearls,  moistened 
with  concentrated  solution  of  potassic  iodide,  and  the  connection 
with  the  absorbing  apparatus  is  ground  in  like  an  ordinary  stopper. 
The  absorbing  bidbs  are  immersed  in  water  to  the  middle  of  the 
bulbs,  and  the  iodide  solution  filled  to  the  lower  end  of  them. 
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Ferric  chloride  may  be  used  instead  of  the  iron  alum,  but  it 
must  be  free  from  nitric  acid  or  active  chlorine  (best  prepared 
from  diy  Fe^O^  and  HCl). 

The  iodides  of  silver,  mercury,  and  copper  cannot  be  accurately 
analyzed  in  this  way,  but  must  be  specially  treated.  They  should 
be  dissolved  in  the  least  possible  quantity  of  sodic  thiosulphate 
solution,  and  precipitated  boiling  with  sodic  sulphide,  then  filtered ; 
the  filtrate  contains  the  whole  of  the  iodine  free  from  metal.  The 
filtrate  is  evaporated  to  dryness  and  ignited,  then  dissolved  in 
water,  and  distilled  with  a  good  excess  of  ferric  salt  (Mensel, 
Z.  a.  a  xii.  137). 

2.     SCixtnres  of  Iodides,  Bromldea,   and  Chloridea. 

Donath  (Z.  a.  C.  xix.  19)  has  shown  that  iodine  may  be 
accurately  estimated  by  distillation  in  the  presence  of  other  halogen 
salts,  by  means  of  a  solution  containing  about  2  to  3  per  cent,  of 
chromic  acid,  free  from  sulphuric  acid. 

In  the  case  of  iodides  and  chlorides  together  the  action  is 
perfectly  regular,  and  the  whole  of  the  iodine  may  be  received  into 
potassic  iodide  without  any  interference  from  the  chlorine. 

In  the  case  of  bromides  being  present,  the  chromic  solution  must 
he  rather  more  dilute,  and  the  distillation  must  not  be  continued 
more  than  two  or  three  minutes  after  ebullition  has  commenced, 
otherwise  a  small  amount  of  bromide  is  decomposed. 

The  reaction  in  the  case  of  potassic  iodide  may  be  expressed 
thus : — 

6KI  +  8Cr03  =  F  +  Cr^O^  +  ^K^Ci^O'. 

The  distillation  may  be  made  in  Mohr's  apparatus  (fig.  30), 
using  about  50  c.c.  of  chromic  solution  for  about  0*3  gm.  I. 

The  titration  is  made  with  thiosulphate  in  the  usual  way. 

A  much  less  troublesome  method  of  estimating  iodine  in  the 
presence  of  bromides  or  clilorides  has  been  worked  out  by  Cook 
(/.  C.  S.  1885,  471),  and  depends  on  the  fact  that  hydrogen 
peroxide  liberates  iodine  completely  from  an  alkaline  base  in  the 
presence  of  excess  of  acetic  acid,  while  neither  bromine  nor 
chlorine  are  afiected. 

Hydrogen  peroxide  alone  will  only  partially  liberate  iodine  from 
potassic  iodide,  but  with  excess  of  a  weak  organic  acid  to  combine 
with  the  alkaline  hydroxide,  the  liberation  is  complete.  Strong 
mineral  acids  must  not  be  used,  or  bromine  and  chlorine,  if  present, 
would  also  be  set  free. 

The  Analysit:  The  solution  is  strongly  acidified  with  acetic  acid,  and 
sufficient  hydrogen  peroxide  added  to  liberate  the  iodine  (5  c.c.  will  suffice 
for  1  gm.  KI).  The  mixture  is  allowed  to  stand  from  half  an  hour  to 
an  hour ;  the  whole  of  the  iodine  separates,  some  being  in  the  solid  state 
if  the  quantity  is  considerable.  Chioroform  is  now  added  in  sufficient 
Tolume  to  dissolve  the  iodine,  the  solution  syphoned  off,  and  the  globule 
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repeatedly  washed  with  small  quantities  of  water  to  remove  excess  of  peroxide, 
then  titrated  with  thiosulphate,  with  or  without  starch,  in  the  usual  way. 
If  the  peroxide  is  not  completely  removed  by  washing,  it  will  decompose  tho 
sodic  iodide  produced  in  the  titration,  and  so  liberate  traces  of  iodine. 

The  results  obtained  by  Cook  in  mixtures  of  bromides,  iodides, 
and  chlorides,  were  about  99  per  cent,  of  the  iodine  present 

Gooch  and  Browning  (Anier.  Joum.  Science^  xxxix.  March 
1890,  also  C7.  N,  IxL  279)  publish  a  method  of  estimatuig  iodine 
in  halogen  salts  of  the  alkalies  which  gives  excellent  results,  and 
which  is  based  on  the  fact  that  arsenic  acid  in  strongly  acid  solution 
liberates  iodine,  becoming  itself  reduced  to  arsenious  acid,  according 
to  the  equation 

H^AsO*  +  2HI  =  H3As03  +  H20  +  21. 

A  very  careful  series  of  experiments  are  detailed  in  the  original 
paper,  the  outcome  of  the  whole  being  summarized  in  the  following 
process : — 

TT^e  Analysis :  The  substance  (which  should  not  contain  of  chloride  more 
than  an  amount  corresponding  to  0*5  gm.  of  sodic  chloride,  nor  of  bromide 
more  than  corresponds  to  0*5  gm.  of  potassio  bromide,  nor  of  iodide  much 
more  than  the  equivalent  of  0*5  gm.  of  potassic  iodide)  is  dissolved  in  water 
in  an  Erlenmeyer  beaker  of  300  c.c.  capacity,  and  to  the  solution  are 
added  2  gm.  of  potassic  binarseniate  dissolved  in  water,  and  20  c.c.  of  a 
mixture  of  sulphuric  acid  and  water  in  equal  volumes,  and  enoQgh  water  to 
increase  the  total  volume  to  100  c.c.  or  a  little  more.  A  platinum  spiral  is 
introduced,  a  trap  made  of  a  straight  two-bulb  drying  tube,  cut  off  short,  is 
hung  with  the  larger  end  downward  in  the  neck  of  the  fladc,  and  the  liquid 
is  boiled  until  the  level  reaches  a  mark  put  upon  the  flask  to  indicate  a 
volume  of  35  c.c.  Great  care  should  be  taken  not  to  press  the  concentration 
bevond  this  point  on  account  of  the  double  danger  of  losing  arsenious 
chloride  and  setting  up  reduction  of  the  arseniate  by  the  bromide.  On  the 
other  hand,  though  35  c.c.  is  the  ideal  volume  to  be  attained,  failure  to 
concentrate  below  40  c.c.  introduces  no  appreciable  error.  The  Uqaid 
remaining  is  cooled  and  nearly  neutralized  by  sodic  hydrate  (ammonia  is  not 
equally  good),  neutralization  is  completed  by  potassic  bicarbonate,  an  excess 
of  20  c.c.  of  the  saturated  solution  of  the  latter  is  added,  and  the  arsenious 
oidde  in  solution  is  titrated  by  standard  iodine  in  the  presence  of  starch. 

With  ordinary  care  the  method  is  rapid,  reliable,  and  easily 
executed,  and  the  error  is  small.  In  analyses  requiring  extreme 
accuracy,  all  but  accidental  errors  may  be  eliminated  from  the 
results  by  applying  the  corrections  indicated. 

The  indicated  corrections  are  based  on  a  long  series  of  ex- 
periments, which  cannot  well  be  given  here,  but  the  results  may 
be  stated  shortly  as  follows: — 

"WTien  no  chloride  or  bromide  is  present  the  iodine  may  be 
estimated  with  a  mean  error  of  0*2  m.gm.  in  0*5  gm.  or  so  of  the 
alkaline  iodide.  When  sodic  chloride  is  present  there  is  a  slight 
deficiency  in  iodine,  which  is  proportional  to  the  amount  of  iodide 
decomposed.  For  about  0*56  gm.  of  potassic  iodide  and  0*5  gm. 
of  sodic  chloride  the  deficiency  in  iodine  amounted  to  0*0011  gm. 
When  the  iodide  is  decreased,  say  to  one-tenth  or  less,  the  deficiency 
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falls  to  0*0002  gm.  The  presence  of  potassic  bromide  liberates 
traces  of  bromine,  and  consequently  increases  the  AsO^,  and  gives 
apparent  excess  of  iodine,  tJie  mean  error  being  0*0008  gm.  for 
0*5  gm.  of  bromide. 

The  simultaneous  action  of  the  chloride  and  bromide  tends  of 
course  to  neutralize  the  error  due  to  each.  Thus,  in  a  mixture 
weighing  about  1*5  gm.  and  consisting  of  sodic  chloride,  potassic 
bromide,  and  potassic  iodide  in  equal  parts,  the  mean  error  amounts 
to  -0*0003  gm.  The  largest  error  in  the  series  is  +0*0016  gm., 
when  the  bromide  was  at  its  maximum,  and  no  chloride  was 
present ;  and  the  next  largest  was  -  0*0013  gm.,  when  the  chloride 
was  at  its  maximum  and  no  bromide  was  present. 

From  a  series  of  experiments  detailed  in  the  original  paper,  it 
was  deduced  that  the  amount  of  iodine  to  be  added,  in  each  case, 
may  be  obtained  by  multiplying  the  product  of  the  weights  in 
grams  of  sodic  chloride  and  potassic  iodide  by  the  constant  0*004 ; 
and  the  amount  to  be  subtracted,  by  multiplying  the  weight  in 
grams  of  potassic  bromide  by  0*0016 ;  but  in  order  to  make  use 
of  these  corrections,  the  approximate  amounts  of  these  salts  must 
be  known. 


8.    Titration  with  ^q  Silver  and  Snlphoosranate. 

The  sulphocyanate  and  silver  solutions  are  described  in  §  39. 

The  iodide  is  dissolved  in  300  or  400  times  its  weight  of  water 
in  a  well-stoppered  flask,  and  -^  silver  delivered  in  from  the  burette 
with  constant  shaking  until  the  precipitate  coagulates,  showing 
that  silver  is  in  excess.  Ferric  indicator  and  nitric  acid  are  then 
added  in  proper  proportion,  and  the  excess  of  silver  estimated 
by  sulphocyanate  as  described  in  §  39. 


4.   Oiddation  of  combined  Iodine  by  Chlorine  (G-olfier  Bess  eyre 
and  Dnpri). 

This  wonderfully  sharp  method  of  estimating  iodine  depends 
upon  its  conversion  into  iodic  acid  by  free  chlorine.  When  a 
solution  of  potassic  iodide  is  treated  with  successive  quantities  of 
chlorine  water,  first  iodine  is  liberated,  then  chloride  of  iodine 
(ICl)  formed.  If  starch,  chloroform,  benzole,  or  bisulphide  of 
carbon  be  added,  the  first  will  be  turned  blue,  while  any  of  the 
others  will  be  coloured  intense  violet.  A  further  addition  of  chlorine, 
in  sufficient  quantity,  produces  pentachloride  of  iodine  (ICl^),  or 
rather,  as  water  is  present,  iodic  acid  (lO^H).  No  colouration  of 
the  above  substances  is  produced  by  these  compounds,  and  the 
accuracy  with  wliich  the  reaction  takes  place  has  been  made  use  of 
by  Golf ier  Besseyre  and  Dupr^,  independently  of  each  other, 
for  the  purpose  of  estimating  iodine.     The  former  suggested  the  use 
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of  starch,  the  latter  chloroform  or  benzole,  with  very  dilute  chlorine 
water.     Dupr^'s  method  is  preferable  on  many  accounts. 

Example:  30  o.c.  of  weak  chlorine  water  were  put  into  a  beaker  with 
potasdo  iodide  and  starch,  and  then  titrated  with  ^tv  thiosulphate,  of  which 
17  CO.  were  required. 

10  o.c.  of  solution  of  potassic  iodide  contuning  0*010  gm.  of  iodine  were 
put  into  a  stoppered  bottle,  chloroform  added,  and  the  same  chlorine  water  as 
above  deliyered  in  from  the  burette,  with  constant  shaking,  until  the  red 
colour  of  the  chloroform  had  disappeared ;  the  quantity  used  was  86*8  c.c. 
The  excess  of  chlorine  was  then  ascertained  by  adding  sodic  bicarbonate, 
potassic  iodide,  and  starch.  A  slight  blue  colour  occurred ;  this  was  removed 
by  Tfv  thiosulphate,  of  which  1*2  c.c.;wa8  used.  Now,  as  30  c.c.  of  the 
chlorine  solution  re<}uired  17  cc,  the  85*8  c.c.  required  48*62  c.c.  of  thio- 
sulphate. From  this,  however,  must  be  deducted  the  1*2  cc.  in  excess, 
leaving  47*42  cc.  rJT= 4*742  c.c.  of  A  solution,  which  multiplied  by  0*00211, 
the  one-sixth  of  rrrihnr  eq.  (1  eq.  of  iodic  acid  liberating  6  eq.  iodine),  gave 
0*010056  gm.  iodine  instead  of  0*01  gm. 

Mohr  suggests  a  modification  of  this  method,  which  dispenses 
with  the  use  of  chloroform,  or  other  similar  agent. 

The  weighed  iodine  compound  is  brought  into  a  stoppered  flask,  and 
chlorine  water  deUvered  from  a  large  burette  until  all  yellow  colour  has 
disappeared.  A  drop  of  the  mixture  brought  in  contact  with  a  drop 
of  s&rch  must  produce  no  blue  colour;  sodic  bicarbonate  is  then  added 
till  the  mixture  is  neutral  or  slightly  alkaline,  together  with  potassic  iodide 
and  starch;  the  blue  colour  is  then  removed  by  ^  thiosulphate.  The 
strength  of  the  chlorine  water  being  known,  the  calculation  presents  no 
difficulty. 

Mohr  obtained  by  this  means  0*010108  gm.  iodine,  instead  of 
1*01  gm. 

5.     Ozidation  by  Permanganate  (Beiniffe). 

This  process  for  estimating  iodine  in  presence  of  bromides  and 
chlorides  gives  satisfactory  results. 

When  potassic  iodide  and  permanganate  are  mixed,  the  rose 
colour  of  the  latter  disappears,  a  brown  precipitate  of  manganic 
peroxide  results,  and  free  potash  with  potassic  iodate  remain  in 
solution.     1  eq.  1=  126*5  reacts  on  1  eq.  K2Mn208  =  316,  thus— 

KI  +  K2Mn208  =  KI03  +  K20  +  2Mn02. 

Heat  accelerates  the  reaction,  and  it  is  advisable,  especially  with 
weak  solutions,  to  add  a  small  quantity  of  potassic  carbonate  to 
increase  the  alkalinity.     No  organic  matter  must  be  present. 

The  permanganate  and  thiosulphate  solutions  required  in  the 
process  may  conveniently  be  of  y^r  strength,  but  their  reaction  upon 
each  other  must  be  definitely  fixed  by  experiment  as  follows : — 
2  cc.  of  permanganate  solution  are  freely  diluted  with  water,  a  few 
drops  of  sodic  carbonate  added,  and  the  thiosulphate  added  in  very 
small  portions  until  the  rose  colour  is  just  discharged.     The  slight 
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turbidity  produced  by  the  precipitation   of   hydrated  manganic 
oxide  need  not  interfere  with  the  observation  of  the  exact  point 

The  Analysis :  The  iodine  compound  being  disBolved  in  water,  and  always 
existing  only  in  combination  with  alkaline  or  earthy  bases,  is  heated  to 
gentle  boiling,  rendered  alkaline  with  sodic  or  potassic  carbonate,  and 
pennanganate  added  till  in  distinct  excess,  best  known  by  remoYing  the 
liquid  from  the  fire  for  a  minute,  when  the  precipitate  will  subside,  leaving 
the  upper  liquid  rose-coloured;  the  whole  may  then  be  poured  into  a  500-o.c. 
flask,  cooled,  diluted  to  the  mark,  and  100  c.c.  taken  out  for  titration  with 
thiosulphate.  The  amount  so  used,  being  multiplied  by  5,  will  give  the 
proportion  required  for  the  whole  liquid,  whence  can  be  calculated  the 
amount  of  iodine.  To  prove  the  accuracy  of  the  process  in  a  mixture  of 
iodides,  bromides,  and  chlorides,  with  excess  of  alkali,  the  following  experi- 
ment was  made.  7  gm.  commercial  potassic  bromide,  the  same  of  sodic 
chloride,  with  1  gm.  each  of  potassic  hydrate  and  carbonate,  were  dissolved 
in  a  convenient  (quantity  of  water,  and  heated  to  boiling;  permanganate  was 
then  added  cautiously  to  destroy  the  traces  of  iodine  and  other  impurities 
affecting  the  permanganate  so  long  as  decoloration  took  place ;  the  slightest 
excess  showed  a  ^preen  colour  (manganate).  To  the  mixture  was  then  added 
0*1246  gm.  pure  iodine,  and  the  titration  continued  as  described :  the  result 
was  0'126  gm.  I. 

With  systematic  solutions  of  permanganate  and  thiosulphate 
the  calculation  is  as  follows : — 

1  c.c.  y^  solution  =  0-01265  gm.  I. 

6.    By  Nitrous  Add  and  Carbon  Bistapliide   (Fresenius). 
This  process  requires  the  following  standard  solutions : — 

Sa)    Potassic  iodide,  about  5  gm.  per  liter. 
h)     Sodic  thiosulphate,  ^  normal,  12*4  gm.  per  liter,  or  there- 
about 

(c)  Kitrous  acid,  prepared  by  passing  the  gas  into  tolerably 
strong  sulphuric  acid  until  saturated. 

id)     Pure  Carbon  bisulphide, 
e)     Solution  of  Sodic  bicarbonate,  made  by  dissolving  5  gm.  of 
the  salt  in  1  liter  of  water,  and  adding  1  c.c.  of  hydrochloric  acid. 

The  strength  of  the  sodic  thiosulphate  in  relation  to  iodine  is 
first  ascertained  by  placing  50  c.c.  of  the  iodide  solution  into  a 
500  cc.  stoppered  flask,  then  about  150  c.c.  water,  20  cc.  carbon 
bisulphide,  then  dilute  sulphuric  acid,  and  lastly,  10  drops  of  the 
nitrous  solution.  The  stopper  is  then  replaced,  and  the  whole  well 
shaken,  set  aside  to  allow  the  carbon  liquid  to  settle,  and  the  super- 
natant liquid  poured  into  another  clean  flask.  The  carbon  bisul- 
phide is  tiien  treated  three  or  four  times  successively  with  water  in 
the  same  way  till  the  free  acid  is  mostly  removed,  the  washings 
being  all  mixed  in  one  flask ;  10  cc.  of  bisulphide  are  then  added 
to  the  washings,  well  shaken,  and  if  at  all  coloured,  the  same 
process  of  washing  is  carried  on.     Finally,  the  two  quantities  of 
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bisulphide  are  brought  upon  a  moistened  filter,  washed  till  free 
from  acid,  a  hole  made  in  the  filter,  and  the  bisulphide  which  now 
contains  aU  the  iodine  in  solution  allowed  to  run  into  a  clean  small 
flask,  30  C.C.  of  the  sodic  bicarbonate  solution  added,  then  brought 
under  the  thiosulphate  burette,  and  the  solution  allowed  to  flow 
into  the  mixture  while  shaking  until  the  violet  colour  is  entirely 
discharged.  The  quantity  so  used  represents  the  weight  of  iodine 
contained  in  50  c.c.  of  the  standard  potassic  iodide,  and  may 
be  used  on  that  basis  to  ascertain  any  unsown  weight  contained  in 
a  similar  solution. 

When  very  small  quantities  of  iodine  are  to  be  titrated,  weaker 
solutions  and  smaller  vessels  may  be  used. 

7.     By   25   Silver   Solution   and   Starch   Iodide    (Pisani). 

The  details  of  this  process  are  given  under  the  head  of  silver 
assay  (§  70.2),  and  are  of  course  simply  a  reversal  of  the  method 
there  given.  This  method  is  exceedingly  serviceable  for  estimating 
small  quantities  of  combined  iodine  in  the  presence  of  chlorides 
and  bromides,  inasmuch  as  the  silver  solution  does  not  react  upon 
these  bodies  until  the  blue  colour  is  destroyed. 

IBON. 
Fe  =  56. 

Factors. 

1  C.C.  yjj^  permanganate,  bichromate, 

or  thiosulphate  =  0*0056  Fe 

„  „  „  =  00072  FeO 

=  0-0080  Fe203 

ESTIMATION    IK    THE    FEBBOTXS    STATE. 

1.     Verification   of    th6   standard   solutions   of    Permanganate    or 

Bichromate. 

§  59.  The  estimation  of  iron  in  the  ferrous  state  has  already 
been  incidentally  described  in  §§  31,  32,  and  33.  The  present 
section  is  an  amplification  of  the  methods  there  given,  as  applied 
more  distinctly  to  ores  and  products  of  iron  manufacture ;  but 
before  applying  the  permanganate  or  bichromate  process  to  these 
substances,  and  since  many  operators  prefer,  with  reason,  to 
standardize  such  solutions  upon  metallic  iron,  especially  for  use  in 
iron  analysis,  the  following  method  is  given  as  the  best : — 

A  piece  of  soft  iron  wire,  known  as  "  flower  "  wire,  is  well  cleaned  with 
scouring  paper,  and  about  1  gram  accurately  weighed ;  this  is  placed  into  a 
260  c.c.  boiling  flask  a,  and  100  c.c.  of  dilute  pure  sulphuric  acid  (1  part 
concentrated  acid  to  5  of  crater)  poured  over  it;  about  a  gram  of  sodic 
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bicarbonate  is  then  added,  and  the  apparatus  fixed  together  as  in  fig  35,  the 
pinoh-cock  remaining  open.  The  flask  a  is  closed  by  a  tight-fitting  india- 
rubber  stopper,  through  which  is  passed  the  bent  tube.  The  flask  e  contains 
20  or  30  CO.  of  pure  cdstilled  water ;  the  flask  a  being  supported  over  a  lamp 
is  gently  heat^  to  boiling,  and  kept  at  this  temperature  until  all  the  iron  is 
dinolved ;  meanwhile  about  300  o.o.  of  distilled  water  are  boiled  in  a  separate 
Tessel  to  remove  all  air,  and  allowed  to  cool.  As  soon  as  the  iron  is  dissolved, 
the  lamp  is  removed,  and  the  pinch-cock  closed ;  when  cooled  somewhat,  the 
pinch-cook  is  opened,  and  the  wash  water  suffered  to  flow  back  together  with 
the  boiled  water,  which  is  added  to  it  until  the  flask  is  filled  nearly  to  the 
mark.  The  apparatus  is  then  disconnected,  and  the  flask  a  securely  corked 
with  a  solid  rubber  cork,  and  suffered  to  cool  to  the  temperature  of  the  room. 
Knally,  the  flask  is  filled  exactly  to  the  mark  with  the  boiled  water,  and  the 
whole  well  shaken  and  mixed.  When  the  small  portion  of  undissolved 
carbon  has  subsided,  50  c.c,  equal  to  \  the  weight  of  iron  taken,  may  be 
removed  with  the  pipette  for  titration  with  the  permanganate  or  bichromate. 

In  the  case  of  nermanganate  the  50  c.c.  are  freely  diluted  with  freshl}' 
boiled  and  cooled  distilled  water,  and  the  standard  solution  cautiously  added 
from  a  tap  burette,  divided  into  ^  c.c,  until  the  rose  colour  is  faintly- 
perceived. 

In  the  case  of  bichromate  the  solution  should  be  less  diluted,  and  the 
titration  conducted  precisely  as  in  §  88. 


Fig.  85. 


Instead  of  the  two  flasks,  many  operators  use  a  single  flask,  fitted 
with  caoutchouc  stopper,  through  which  a  straight  glass  tube  is 
passed,  fitted  with  an  india-rubber  slit  valve  (known  asBunsen's 
valve),  which  allows  gas  or  vapour  to  pass  out,  but  closes  by 
atmospheric  pressure  when  the  evolution  ceases. 

If  the  solution  of  permanganate  or  bichromate  have  been  carefully  pre- 
pared by  weighing  the  purest  reagents,  the  probability  is  that  they  will  be 
found  exact  in  the  titration  when  conducted  as  just  described,  allowing  for 
the  known  average  impurity  in  metallic  iron,  which  may  be  taken  at  04  per 
cent;  but  in  order  to  be  absolutely  secure  in  the  working  power  of  the 
solution,  it  is  well  to  prove  them  thoroughly,  and  in  doe  non-systematic 
solutions  are  used,  it  is  of  course  absolutely  necessary  to  do  so.  Therefore, 
supposing  that  1*050  gm.  of  iron  has  been  dissolved  as  above  described,  and 
the  mean  of  three  separate  titrations  has  shown  that  21*8  c.c.  of  permanganate 
<Nr  bichromate  have  been  required,  the  amount  of  pure  iron  converted  by 
100 CO.  of  standard  solutionis  found  as  follows: — ^^= 0*210 gm.  of  iron 
wire,  but  as  this  is  not  pure  iron,  the  following  correction  is  necessary — 
0^10x0*906 =0*20915  gm.,  which  is  the  actual  weight  of  pure  iron— hence 
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by  the  equation  21*3  c.o. :  0*20915  gm.  :  :  100  c.c. :  x  gm.=0"9B197  gm., 
therefore  100  c.o.  of  such  permanganate  represent  0*98197  gm.  pure  metallic 
iron. 

The  double  iron  salt  (p.  106)  is  a  most  convenient  material  for 
adjusting  standard  solutions,  but  it  must  be  most  carefully  made 
from  pure  materials,  dried  perfectly  in  the  granular  form,  and  kept 
from  the  light  in  small  dry  bottles,  well  closed.  In  this  state  it 
will  keep  for  years  unchanged,  and  only  needs  immediate  solution 
in  water  for  use.  Even  in  the  case  of  the  salt  not  being  strictly 
free  from  ferric  oxide,  due  to  faulty  preparation,  if  it  be  once 
thoroughly  dried,  and  kept  as  above  described,  its  actual  ferrous 
strength  may  be  found  by  comparison  with  metallic  iron,  and 
a  factor  found  for  weighing  it  in  system. 

One  cardinal  point  must  never  be  forgotten ;  namely,  that  ferrous 
compounds  are  much  more  stable  in  sulphuric  than  in  hydrocUoric 
acid  solution,  and  whenever  possible,  sulphuric  acid  should  be  used 
as  the  solvent  When  hydrochloric  acid  must  be  used,  manganous 
or  magnesic  sulphate  should  invariably  be  added. 


2.    Direct  Eatimation  of  the  Percentafire  of  Pure  Iron  in  Steel,  Ca4rt 
and  Wrought  Iron,  Spiefireleiaen,  Orea,  etc.  (Hohr'a  SCethod). 

Instead  of  the  hitherto  common  method  of  separately  estimating 
the  impurities  in  samples  of  manufactured  iron  and  steel,  this 
process  is  adapted  to  the  delicate  estimation  of  the  iron  itself,  and 
is  similar  in  principle  to  the  assay  of  silver  by  Gay  Lussac's 
method ;  that  is  to  say,  the  analysis  is  so  arranged  that  the  greatest 
accuracy  shall  be  secured. 

The  standard  solutions  of  potassic  bichromate,  of  which  there  are 
two,  are  so  prepared  that  100  c.c.  or  dm.  of  the  first  will  exactly 
convert  respectively  1  gm.  or  10  grains  of  iron  into  ferric  oxide ;  the 
second,  or  decimal  solution,  is  one-tenth  the  strength  of  tlie  first. 

The  solution  of  bichromate  No.  1  is  prepared  by  dissolving  8  "772 
gm.  of  the  pure  salt  in  1  liter,  or  87*72  gm.  in  10,000  grains  of 
distilled  water  at  16°  C.  The  decimal  solution  No.  2  is  made  by 
taking  100  c.c.  of  No.  1  and  diluting  it  to  1  liter,  or  100  decerns  to 
10,000  grains ;  therefore — 

1  C.C.  or  dm.  of  No.  1  =  O'Ol  gm.  or  0*1  gm.  iron. 
1  c.c.  or  dm.  of  No.  2  =  0*001  gm.  or  0*01  grn.  ditto. 

The  AnaUftis :  The  sample  of  iron  to  be  examined  is  reduced  to  powder  in 
a  hardened  steel  mortar,  or  if  in  the  form  of  wire,  or  in  a  soft  state,  cut  into 
small  pieces,  and  exactly  1*05  gm.  or  10*6  gm.  weighed  off ;  this  is  brought 
into  the  apparatus  fig.  85,  or  some  similar  arrangement,  and  dissolvted  in 
pore  hydrochloric  or  sulphuric  acid.  When  the  solution  is  accomplished 
100  c.c.  or  dm.  of  bichromate  solution  No.  1  (containing  0*8785  gm.  or 
8*758  grn.  of  bichromate,  which  is  exactly  sufficient  to  peroxide  respectively 
1  gm.  or  10  grn.  of  pure  iron)  are  added ;  the  decimal  solution  is  then  added 
from  a  small  burette,  until  a  drop  of  the  mixture  brought  in  contact  with 
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red  potassio  pnuBsiate  no  longer  produces  a  blue  colour.    The  analysis  is 
then  calculated  in  the  usual  way. 

JEstnrtple:  1*05  gm.  of  Bessemer  steel  was  dissolved  in  pure  sulphuric 
acid,  100  C.C.  of  bichromate  No.  1  added,  and  afterwiu^is  89  c.c.  of  No.  2 
required  for  complete  oxidation ;  consequently  there  was  1'039  gm.  of  pure 
iron  contained  in  the  1*050  gm.  taken  for  analysis.  This  is  equal  to  989*4 
parts  per  thousand,  or  98*94  per  cent. 

Instead  of  the  empirical  solutions  here  described,  the  ordinary 
decinoimal  and  centinormal  solutions  of  bichromate  or  perman- 
ganate may  be  employed  with  equal  accuracy.  As  100  c.c.  of 
decinormal  solution  are  equal  to  0*56  gm.  of  pure  iron,  it  is 
necessary  that  somewhat  more  than  this  quantity  of  the  sample 
should  be  weighed,  say  0*58  or  0*60  gm.  100  c.c.  of  decinormal 
solution  are  then  added,  and  the  analysis  completed  with  the 
centinormal  solution. 


8.     Bednotion   of  Ferrlo    Compotuids   to   the   FerrouB    State. 

This  may  be  accomplished  by  metallic  zinc  or  magnesium,  for  use  with 
permanganate,  or  by  stannous  chloride,  for  bichromate  solution.  Some 
operators  use  other  reducing  agents,  such  as  sodic  sulphite  or  thiosulphate, 
hydric  sulphide  or  ammonic  sulphide,  etc.,  but  the  zinc  or  tin  methods  are 
simpler  and  better.  The  magnesium  method  is  elegant  and  rapid  but  costly. 
In  the  case  of  zinc  being  used,  the  metal  must  either  be  free  from  iron,  or  if 
it  contain  any,  the  exact  quantity  must  be  known  and  allowed  for;  and 
further,  the  pieces  of  zinc  used  must  be  entirely  dissolved  before  the 
solution  is  titrated.*  In  the  case  of  stannous  chloride  the  solution  must  be 
clear,  and  is  best  made  to  contain  10  to  15  gm.  per  liter,  as  directed  in  §  33.2. 
The  point  of  exact  reduction  in  the  boiling  hot  liquid  may  be  known  veiy 
closely  by  the  discharge  of  colour  in  the  ferric  solution ;  but  may  be  made 
sure  by  the  use  of  a  freshly  made  solution  of  potassic  sulphoc3ranide  spread  in 
drops  on  a  white  plate,  care  being  taken  to  lose  no  time  in  bringing  the  drop 
of  iron  solution  in  contact  with  the  test,  in  order  to  avoid  re-oxidation  from 
the  air.  The  occurrence  of  a  faint  pink  tinge  may  be  accepted  as  an  evidence 
of  the  proper  point.  When  this  occurs,  two  or  three  drops  of  the  standard 
bichromate  may  be  added  to  the  solution,  and  another  test  made ;  if  this 
shows  a  slight,  but  nevertheless  distinct,  accession  of  colour  with  the 
sulphocyanide,  the  absence  of  stannous  salt  in  excess  is  proved,  and  the 
titration  should  be  commenced  at  once. 

When  bichromate  is  used,  Atkinson  (C  N.  xlvi.  217)  strongly 
recommends  the  use  of  ammonic  bisulphite  as  the  reducing  agent, 
and  discourages  the  use  of  stannous  chloride,  owing  to  the  liability 
to  error  from  excess  or  deficiency  of  the  reagent.     He  also  points 

•  Ifajiyopentoni  nownge  amalgamated  zino  in  conjonctioii  with  platinum  foil  for 
ilia  reduction,  but  a  practical  amenity  oconrs  from  the  platinum  beoominsr  also 
amalgamated  through  contact  with  the  linc  and  stopping  the  action.  Beebe 
(C.  N.  liiL  269)  suggests  the  following  convenient  arrangement :— A  strip  of  thin 
platinum  foil,  1  in.  square,  is  perforated  with  pin  holes  an  oyer,  then  bent  into  a 
U  form,  and  the  ends  connectea  with  platinum  wire  so  as  to  form  a  basket.  In  this  is 
pkoed  a  piece  of  amalgamated  zinc,  and  the  whole  suspended  by  a  stout  platinum  wire 
m  the  reducing  flask.  When  lowered  into  the  solution,  another  strip  of  platinum  f oil* 
S  in.  square,  is  dropped  in  and  leaned  against  the  wire  cariTing  the  basket :  a  yery  free 
erointion  of  hydrogen  is  then  obtained  from  the  foil.  When  the  reduction  is  complete, 
the  basket  is  lilted  out  and  well  washed  into  the  beaker  containing  the  liquid  to  be 
titnAed. 
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Gut  that  zinc  is  less  recommendable,  owing  to  its  interference  with 
the  colour  produced  with  the  indicator.  The  bisulphite  is  used  as 
follows: — ^To  the  acid  solution  of  the  ore  or  metal,  diluted  and 
filtered,  ammonia  is  added  until  a  faint  precipitate  of  ferric  oxide 
occurs.  This  is  re-dissolved  with  a  few  drops  of  HCl,  and  some 
strong  solution  of  bisulphite  added,  in  the  proportion  of  about 
1  C.C.  for  each  0*1  gm.  of  ore,  or  0*05  gm.  Fe.  The  mixture 
is  well  stirred,  boiling  water  added,  then  acidified  with  dilute 
sulphuric  acid,  and  boiled  for  half  an  hour :  it  is  then  ready  for 
titration. 

D.  J.  Carnegie  (/.  C,  S,  liii.  468)  points  out  the  value  of  zinc 
dust  for  the  rapid  reduction  of  ferric  solutions,  and  suggests  the 
following  method  of  carrying  it  out. 

The  bottom  of  a  dry  and  narrow  beaker  is  covered  with  zinc 
dust  sifted  through  muslin.  A  known  volume  of  ferric  solution, 
pre%dously  nearly  neutralized  with  ammonia,  is  placed  in  the  beaker 
and  shaken  with  the  zinc  dust ;  then  a  known  volume  of  dilute 
sulphuric  acid  is  added  and  shaken  for  a  few  moments.  The 
reduction  is  much  more  rapid  in  neutral  than  in  acid  solutions,  but 
of  course  acid  in  this  case  must  be  present  in  excess  to  keep  the 
iron  in  solution.  Carnegie  withdraws  a  portion  of  the  reduced 
solution  from  the  undissolved  zinc  by  help  of  a  filter  such  as  is 
described  on  p.  18,  and  as  measured  volumes  have  been  used,  an 
aliquot  part  taken  with  a  pipette  may  be  at  once  titrated,  and  the 
amount  of  iron  found.* 

Clemens  Jones  in  a  paper  read  before  the  American  Institute  of 
Mining  Engineers,  and  which  is  reproduced  in  C.  N.  Ix.  93,  adopts 
the  plan  suggested  by  Carnegie,  and  has  designed  a  special 
apparatus  for  filtering  the  ferric  solution  through  a  column  of  zinc 
dust.  This  arrangement  gives  complete  reduction  in  a  very  short 
period  of  time,  and  is  serviceable  where  a  large  number  of  titrations 
have  to  be  carried  on. 


ESTIMATION    OF    IBON    IN    THE    FEBBIO    STATE. 

1.     Direct  Titration  of  Iron  by  Stannous  Ohloride. 

§  60.  The  reduction  of  iron  from  the  ferric  to  the  ferrous  state 
by  this  reagent  has  been  previously  referred  to;  and  it  will  be 
readily  seen  that  the  principle  involved  in  the  reaction  can  be  made 

*  Commercial  zinc  dtut  is  probably  a  by^prodnot  In  zixic  mannftustore,  and  oaimot 
therefore  be  obtained  pare.  Samples  examined  by  myself,  and  apparently  others  also, 
do  not,  however,  contain  mnch  iron,  but  a  good  deal  of  sine  oxide  with  traces  of 
cadminm  and  lead.  Carnegie  states  that  the  oxide  may  be  remoTod  by  repeatedly 
digesting  with  weak  acid,  and,  still  better,  hr  treatment  with  ammonic  chloride  aad 
ammonia,  the  weU^washed  dust  being  finally  dried  on  porons  tiles  in  a  Tacanm. 
I  find  that  by  washing  once  with  strong  alcohol  after  the  water,  and  finally  witii  ether. 
the  dnst  ma^  be  rapi^  dried  in  good  condition,  and  when  a  quantity  of  snoh  pnrilled 
dost  is  obtained,  its  amount  of  iron  may  easily  be  estimated  once  for  all,  and  allowed 
for  in  titration.  Qood  sine  dust  is  undoubteoly  a  valuable  reagent  in  a  laboratory  for 
other  purposes  beside  iron  titrations. 
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available  for  a  direct  estimation  of  iron,  being,  in  fact,  simply  a 
reversion  of  the  ordinary  process  by  permanganate  and  bichromate. 
Fresenius  has  recorded  a  series  of  experiments  made  on  the 
weak  points  of  this  process,  and  gives  it  as  his  opinion  that,  with 
proper  care,  the  results  are  quite  accurate.  The  summary  of  his 
process  is  as  follows : — 

(a)  A  solution  of  ferric  oxide  of  known  strength  is  first  prepared  by 
dissolving  10*04  gm.  of  soft  iron  wire  (=10  gm.  of  pure  iron)  in  pure  hydro- 
chloric acid,  adding  potassic  chlorate  to  complete  oxidation,  boihng  tiU  the 
excess  of  chlorine  is  removed,  and  diluting  the  solution  to  1  liter.* 

(h)  A  clear  solution  of  stannous  chloride,  of  such  strength  that  about  one 
volume  of  it  and  two  of  the  iron  solution  are  required  for  the  complete 
reaction  (see  §  33^). 

(e)  A  solution  of  iodine  in  potassic  iodide,  containing  about  O'OIO  gm. 
of  iodine  in  1  c.c.  (if  the  operator  has  the  ordinary  decinormal  iodine  solution 
at  hand,  it  is  equally  applicable).    The  operations  are  as  foUows : — 

(1)  1  or  2  c.c.  of  the  tin  solution  are  put  into  a  beaker  with  a  little  starch, 
and  the  iodine  solution  added  from  a  burette  till  the  blue  colour  occurs ; 
the  quantity  is  recorded. 

(2)  60  c.c.  of  the  iron  solution  (=0*5  gm.  of  iron)  are  put  into  a  small 
flaak  with  a  little  hydrochloric  acid,  and  heated  to  gentle  boiling  (preferably 
on  a  hot  plate) ;  the  tin  solution  is  then  allowed  to  flow  in  from  a  burette 
until  the  yellow  colour  of  the  solution  is  nearly  destroyed ;  it  is  then  added 
drop  by  drop,  waiting  after  each  addition  until  the  colour  is  completely 
gone,  and  the  reduction  ended.  If  this  is  carefully  managed,  there  need  be 
no  more  tin  solution  added  than  is  actually  required;  however,  to  guard 
against  any  error  in  this  respect,  the  solution  is  cooled,  a  little  starch 
added,  and  the  iodine  solution  added  by  drops  until  a  permanent  blue  colour 
is  obtained.  As  the  strength  of  the  iodine  solution  compared  with  the  tin 
has  been  found  in  1,  the  excess  of  tin  solution  corresponding  to  the  iodine 
used  is  deducted  from  the  original  quantity,  so  that  by  this  means  the  volume 
of  tin  solution  corresponding  to  0*5  gm.  of  iron  is  found. 

The  operator  is  therefore  now  in  a  position  to  estimate  any 
unknown  quantity  of  iron  which  may  exist  in  a  given  solution,  in 
the  ferric  state,  by  means  of  the  solution  of  tin.t 

If  the  iron  should  exist  partly  or  wholly  in  the  state  of  ferrous 
oxide,  it  must  be  oxidized  by  the  addition  of  potassic  chlorate,  and 
boiling  to  dissipate  the  excess  of  chlorine,  as  described  in  a,  or 
with  hydrogen  peroxide. 

Example :  50  c.c.  of  iron  solution,  containing  0'5  gm.  of  iron,  required 
25  c.c.  of  tin  solution. 
A  solution  containing  an  unknown  quantity  of  iron  was  then  taken  for 

*  A  ferric  standard  may  also  be  made,  as  siugeeted  by  French  (C.  N.  Iz.  271),  by 
dinolTing  a  weighed  amount  of  doable  iron  salt  in  dilute  snlphnric  acid,  adding  an 
ezcoM  of  hydrogen  peroxide,  warming  up,  and  finally  boiling  to  dissipate  the  excess  of 
the  peroxide, 

tF.  H.  Morgan  (Jbiinu  AndL  Ch«m.  ii  109)  points  out  a  venr  simple  and  useful 
method  of  ftidlog  the  end-point  in  titrating  iron  solutions  with  stannous  chloride 
wifchoat  resorting  to  an  indicator.  It  consists  in  using  a  round  bottom  white  glass 
flask  containing  the  boiling  liquid  under  titration,  fixed  orer  a  small  bluish-coloured 
Bunsen  flame  at  a  distance  of  13  m.m.  in  a  darkened  room  or  a  dark  comer.  So  long 
as  the  slightest  trace  of  unreduced  iron  exists,  a  distinct  green  colour  appears  when 
looking  at  the  faint  blue  flame  throusrh  the  solution.  It  is  stated  that  one  part  of  iroft 
as  o^de  may  be  recognized  in  1,500,000  parts  of  solution  by  this  means. 
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analysis,  which  required  20  c.c,  consequently  a  rule-of-three  sum  gave  tho 
proportion  of  iron  as  follows : — 

25  :  0*50  gm.  :  :  20  :  0*40  gm. 

It  must  be  remembered  that  the  solution  of  tin  is  not  permanent,  conse- 
quently it  must  be  tested  every  day  afresh.  Two  conditions  are  necessary  in 
order  to  ensure  accurate  results. 

(1)  The  iron  solution  must  be  tolerably  concentrated,  since  the  end  of 
the  mluction  by  loss  of  colour  is  more  distinct;  and  further,  the  dilution  of 
the  liquid  to  any  extent  interferes  with  the  quantity  of  tin  solution  necessary 
to  effect  the  reduction.  Presenius  found  that  by  diluting  the  10  c.c.  of 
iron  solution  with  30  c.c.  of  distilled  water,  0*1  c.c.  more  was  required  than 
in  the  concentrated  state.  This  is,  however,  always  the  case  with  stannous 
chloride  in  acid  solution,  and  constitutes  the  weak  point  in  Streng's  method 
of  analysis  by  its  means. 

(2)  The  addition  of  the  tin  solution  to  the  iron  must  be  so  regulated,  that 
only  a  very  small  quantity  of  iodine  is  necessary  to  estimate  the  excess ;  if 
this  is  not  done  another  source  of  error  steps  in,  namely,  the  influence  which 
dilution,  on  the  one  hand,  or  the  presence  of  great  or  small  quantiti^  of 
hydrochloric  acid  on  the  other,  are  known  to  exercise  over  this  reaction. 
Ihnctically,  it  was  found  that  where  the  addition  of  tin  to  the  somewhat 
concentrated  iron  solution  was  cautiously  made,  so  that  the  colour  was  just 
discharged,  the  mixture  then  rapidly  cooled,  starch  added^  and  then  iodine 
till  it  became  blue,  the  estimation  was  extremely  accurate. 


2.     Titration  by  Sodio  Thiosulphate. 

Scherer  first  suggested  the  direct  titration  of  iron  by  thio- 
sulphate, which  latter  was  added  to  a  solution  of  ferric  chloride 
until  no  further  violet  colour  was  produced.  This  was  found  by 
many  to  be  inexact,  but  Kremer  {Joum,f.  Prod.  CJienu  Ixxxiv. 
339)  has  made  a  series  of  practical  experiments,  the  result  of  which 
is  that  the  following  modified  method  can  be  recommended. 

The  reaction  which  takes  place  is  such  as  to  produce  ferrous 
chloride,  sodic  tetrathionate,  and  sodic  chloride.  2S20^Na2  + 
Fe2Cl«  +  2HC1  =  S40«H2  +  4NaCl  +  2FeC12.  The  thiosulphate, 
which  may  conveniently  be  of  -^  strength,  is  added  in  excess, 
and  the  excess  determined  by  iodine  and  starch. 

The  Analysis :  The  iron  solution,  containing  not  more  than  1  per  cent, 
of  metal,  which  must  exist  in  the  ferric  state  without  any  excess  of  oxidizing 
material  (best  obtained  by  adding  excess  of  hydrogen  peroxide,  then  boiling 
till  the  excess  is  expelled),  is  moderately  acidified  wiUi  hydrochloric  acid,  sodic 
acetate  added  till  the  mixture  is  red,  then  dilute  hydrochloric  acid  until  the 
red  colour  disappears;  then  diluted  till  the  iron  amounts  to  i  or  i  per  cent., 
and  ^  thiosulphate  added  in  excess,  best  known  by  throwing  in  a  particle  of 
potato  sulphocyanide  after  the  violet  colour  produced  has  disappeared ;  if 
any  red  colour  occurs,  more  thiosulphate  must  be  added.  Stanch  and  ^r 
iodine  are  then  used  to  ascertain  the  excess.  A  mean  of  several  experi- 
ments gave  10006  Fe,  instead  of  100. 

Oudemanns'  SCethod. — ^A  simpler  process  for  the  direct  titra- 
tion of  iron  by  thiosulphate  lias  been  devised  by  Oudcmanns 
(Z.  a.  C.  vi.  129  and  ix.  342),  which  gives  very  good  results. 


Digitized  by  VjOOQIC 


§  60.  IRON.  193 

Tke  Andlytis:  To  the  dilute  ferric  solution,  which  should  not  contain 
more  than  0*1  to  0*2  gm.  Pe  in  100  c.o.  nor  much  free  HCl,  3  c.c.  of 
1  per  oent.  solution  of  cuprio  sulphate  are  added,  2  c.c.  of  concentrated 
hydrochloric  acid,  and  to  about  every  100  c.c.  of  fluid,  1  c.c.  of  a  1  per  cent, 
solution  of  potossic  sulphocyanide. 

The  mixture  may  with  advantage  be  very  slightly  warmed,  and  the 
thioBulphate  delivered  in  from  the  burette  at  first  pretty  freely.  ^  The  red 
colour  produced  by  the  sulphocyanide  gradually  fades  away ;  as  this  occurs, 
the  thiosulphate  must  be  added  in  smaller  quantities,  constantly  agitating 
the  liquid  until  it  becomes  as  colourless  as  pure  water.  If  any  doubt  exists 
as  to  the  exact  ending,  a  slight  excess  of  thiosulphate  may  be  added,  and  the 
q[iiantity  found  by  ^  iodine  and  starch.  Greater  accuracy  will  always  be 
iosured  by  this  latter  method. 

The  accuracy  of  the  process  is  not  interfered  with  by  the 
presence  of  salts  of  the  alkalies,  strontia,  lime,  magnesia,  alumina, 
or  manganous  oxide ;  neither  do  salts  of  nickel,  cobalt,  or  copper, 
unless  fiieir  quantity  is  such  as  to  give  colour  to  the  solution. 

The  process  is  a  rapid  one,  and  with  care  gives  very  satisfactory 
results. 

An  improvement  on  this  process  has  been  adopted  by  Has  we  11, 
who  mixes  the  moderately  acid  solution  of  the  ferric  chloride  in 
the  presence  of  a  cupric  salt  with  a  few  drops  of  sodic  salicylate, 
and  then  reduces  with  thiosulphate  previously  standardized  upon  a 
known  quantity  of  iron  by  the  same  method,  and  estimates  the 
excess  by  bichromate. 

The  solutions  required  are  : — 

Standard  Ferric  chloride. 
Standard  Sodic  thiosulphate. 
Standard  Potassic  bichromate,  dilute. 
Ammonio-cupric  chloride,  2  per  cent,  solution. 
Sodic  salicylate,  \  per  cent,  solution. 

The  Anal^M:  10  c.c.  of  iron  solution  are  mixed  in  a  flask  with  a  few 
drops  of  HCl  and  2  c.c.  of  cupric  solution,  then  a  few  drops  of  the  salicylate: 
the  colour  should  be  pure  violet  on  dilution  with  water.  Thiosulplmte  is 
then  added  until  perfectiy  colourless.  The  mixture  is  then  titrated  back 
with  bichromate  till  a  faint  violet  colour  appears. 

If  -^  thiosulphate  and  bichromate  are  used,  the  calculation  is 
easy;  but  if  otherwise,  the  relative  strength  must  be  found  by 
experiment. 

Bruel  {Covipt  rend.  xcviL  954)  modifies  this  process  by 
operating  without  the  copper  solution,  relying  merely  on  the 
discharge  of  the  violet  colour  in  a  boiling  solution  by  thiosulphate 
standardized  on  a  ferric  solution  of  known  strength. 

8.     Estimation  by  Potaaalc  Iodide  and  Sodic  Thiosulphate. 

When  ferric  chloride  is  digested  with  potassic  iodide  in  excess, 
iodine  is  liberated,  which  dissolves  in  the  free  potassic  iodide — 

FeCP  +  KI  =  FeC12  +  KCl  + 1. 

o 
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The  AfkaUf9\9 :  The  hydrochloric  acid  solution,  which  must  contain  no 
free  chlorine  or  nitric  acid,  and  all  the  iron  in  the  ferric  state,  is  nearly 
neutralized  with  caustic  potash  or  soda,  transferred  to  a  well-stoppered 
flask,  and  an  excess  of  strong  solution  of  potassic  iodide  added ;  it  is  then 
heated  to  60°  or  60**  C.  on  the  water  bath,  closely  stoppered,  for  about  twenty 
minutes ;  the  flask  is  then  cooled,  starch  added,  and  titrated  with  thiosiilpbato 
till  the  blue  colour  disappeats.  This  process  gives  very  satisfactory  results 
in  the  absence  of  all  substances  liable  to  affect  the  potassic  iodide,  such  as 
free  chlorine  or  nitric  acid,  and  is  particularly  serviceable  for  estimating 
small  quantities  of  iron. 

4.    Efltlxnation  of  Iron  by  Colour  TitratioxL. 

These  methods,  which  approach  in  delicacy  the  Nessler  teat 
for  ammonia,  are  applicable  for  very  minute  quantities  of  iron, 
such  as  may  occur  in  the  ash  of  bread  when  testing  for  alum,  water 
residues,  alloys,  and  similar  cases. 

It  is  flrst  necessary  to  have  a  standard  solution  of  iron  in  the  ferric  state, 
which  can  be  made  by  dissolving  1*004  gm.  of  iron  wire  in  nitro-hydrochloric 
acid,  precipitating  with  ammonia,  washing  and  re-dissolving  the  ferric  oxide 
in  a  little  nydrochloric  acid,  then  diluting  to  1  liter.  1  c.c.  of  this  solution 
contains  1  milligram  of  pure  iron  in  the  form  of  ferric  chloride.  It  may  be 
furUier  diluted,  when  required,  so  as  to  contain  ^  milligram  in  a  c.c,  and 
this  is  the  best  standard  to  use.*  The  solution  for  striking  the  colour  is 
either  potassic  ferrocyanide  or  thiocyanate  dissolved  in  water  (I  :  20). 

Example  with  Ferrocyanide  :  The  material  containing  a  minute  unknown 
quantity  of  iron,  say  a  water  residue,  is  dissolved  in  hydrochloric  acid,  and 
diluted  to  100  c.c,  or  any  other  convenient  measure.  10  c.c  are  placed 
into  a  white  glass  cylinder  marked  at  100  c.c,  1  c.c.  of  concentrated  nitric 
acid  added  (the  presence  of  free  acid  is  always  necessary  in  this  process),  then 
diluted  to  the  mark  with  distilled  water,  ajid  well  stinted. 

1  c.c  of  ferrocyanide  solution  is  then  added,  well  mixed,  and  allowed  to 
stand  at  rest  a  few  minutes  to  develop  the  colour. 

A  similar  cylinder  is  then  filled  with  a  mixture  of,  say  1  c.c.  of  standard 
iron  solution,  1  c.c  nitric  acid  and  distilled  water,  and  1  c.c  ferrocyanide 
added ;  if  this  does  not  approach  the  colour  of  the  first  mixture,  other 
quantities  of  iron  are  tried  until  an  exact  similarity  of  colour  occurs.  The 
exact  strength  of  the  iron  solution  being  known,  it  is  easy  to  arrive  at  the 
quantity  of  pure  iron  present  in  the  substance  examined,  and  to  convert  it 
into  its  state  of  combination  by  calculation.  The  colorimeter  may  of  course 
be  here  used  with  advantage. 

Carter  Bell  (/.  S,  C.  L  viii.  175)  adopts  the  following  plan  in 
the  case  of  waters : — 70  c.c.  of  the  water  is  evaporated  to 
dryness  in  a  platinum  dish,  and  gently  ignited  to  bum  off  organic 
matters.  1  c.c.  of  dilute  nitric  acid,  50  c.c.  of  strong  acid  in 
a  liter,  is  then  poured  over  the  residue  from  a  pipette,  and 
evaporated  to  dryness  in  the  water  bath ;  the  residue  is  then 
dissolved  in  1  c.c.  of  a  10  per  cent,  hydrochloric  acid,  5  or  10  c.c. 
of   distilled  water  added,  tmd  the  solution  filtered  and  washed 

*  A  solation  of  this  stresffUi  can  also  be  made  hj  weighing  07  gtn.  of  pure  ammonlo- 
ferrooB  sulpliate  (§  31.2b),  dissolTing  in  water,  acidii^g  with  aolpliiuic  acid,  addii^g 
Boillcient  permanganate  aolation  to  convert  the  iron  exactly  into  ferric  aalt,  then 
dilating  to  1  liter.  Hydrogen  peroxide  may  also  be  used  in  place  of  permanganate, 
taking  care  to  diasipate  the  exoeea  by  boiling. 
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through  a  small  filter,  and  made  up  to  50  cc  in  a  Xessler  glass ; 
and  finally  tested  with  1  cc.  each  of  ferrocyanide  solution  and 
nitric  acid. 

With  Thiocyanate. — Thompson  {J,  C.  S.  1885,  493)  recom- 
mends this  method  as  being  specially  available  in  the  j)resence  of 
other  ordinary  metals  and  organic  matters,  silver,  copper,  and 
cobalt  being  the  only  interfering  substances.  The  delicacy  is  said  to 
be  such,  that  1  part  of  iron  can  be  recognized  in  50  million  parts  of 
water.  The  presence  of '  free  mineral  acids  greatly  adds  to  the 
sensitiveness.  The  standard  ferric  solution  may  be  the  same  as  for 
ferrocyanide;  and  in  preparing  the  material  for  titration,  the 
weighed  quantity  is  dissolved  in  an  appropriate  acid,  evaporated 
nearly  to  dryness,  taken  up  with  water,  converted  into  the  ferric 
state  by  cautious  addition  of  permanganate,  then  diluted  with  water 
to  a  measured  volume,  and  an  aliquot  portion  taken  for  titnition. 

The  standard  iron  used  by  Thompson  =  yV  m.gm.  per  cc. 
(0*7  gm.  double  iron  salt  [oxidized]  per  liter). 

Example:  Into  two  glass  cylinders  marked  at  100  cc.  pour  1  cc.  of 
concentrated  nitric  or  hydrochloric  acid,  or  better,  5  cc  of  either  acid  of 
strength  1  :  6, 15  cc  of  thiocyanate,  and  to  one  glass  a  measured  volume  of  the 
solution  to  be  tested :  fill  up  both  glasses  to  the  mark.  If  iron  be  present,  a 
blood  red  colour  more  or  less  intense  will  be  produced.  Standard  iron  is  then 
cautiously  added  from  a  burette  to  the  other  glass  till  the  colour  agrees. 
The  quantity  of  Fe  taken  should  not  require  more  than  2  or  3  cc.  of  the 
standard  to  equal  it,  or  the  colour  will  be  too  deep  for  comparison. 

If  other  metals  are  present  which  form  two  sets  of  salts,  they 
must  be  in  the  higher  state  of  oxidation,  or  the  colour  is  destroyed. 
Oxalic  acid  also  destroys  it.  Examples  in  the  presence  of  a  great 
variety  of  metals  show  very  good  results. 

IBON    OBES. 

§  61.  In  the  analysis  of  iron  ores  it  is  very  often  necessary  to 
determine  not  only  the  total  amount  of  iron,  but  also  the  state  in 
which  it  exists;  for  instance,  magnetic  iron  ore  consists  of  a 
mixture  of  the  two  oxides  in  tolerably  definite  proportions,  and  it 
is  sometimes  advisable  to  know  the  quantities  of  each. 

In  order  to  prevent,  therefore,  in  such  cases,  the  further  oxidation 
of  the  ferrous  oxide,  the  little  flask  apparatus  (fig.  36)  adopted  by 
Mohr  is  highly  recommended,  or  fig.  35  is  equally  serviceable. 

The  left-hand  ^k  contains  the  weighed  ore  in  a  finely  nowdered  state,  to 
which  tolerably  strong  hydrochloric  acid  is  added ;  the  other  flask  contains 
distilled  water  only,  the  tube  from  the  first  flask  entering  to  the  bottom  of  the 
second.  When  the  ore  is  ready  in  the  flask  and  the  tubes  fitted,  hydrochloric 
acid  is  poured  in,  and  a  few  ^ins  of  sodic  bicarbonate  added  to  produce  a 
flow  of  carbonic  acid.  The  air  of  the  flask  is  thus  dispelled,  and  as  the  acid 
dissolves  the  ore,  the  gases  evolved  drive  out  in  turn  the  carbonic  acid, 
which  is  partly  absorbed  by  the  water  in  the  second  flask.  When  the  ore  is 
all  dissolved  and  the  lamp  removed,  the  water  immediately  rushes  out  of  the 
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second  flask  into  the  first,  diluting  and  cooling  the  solution  of  ore,  so  that,  in 
the  majority  of  cases,  it  is  ready  for  immediate  titration.  If  not  sufficiently 
cool  or  dilute,  a  sufficient  quantity  of  hoiled  and  cooled  distilled  water  i» 
added. 

When  the  total  amount  of  iron  present  in  any  sample  of  ore  has 
to  he  determined,  it  is  necessary  to  reduce  any  peroxide  present  to 
the  state  of  protoxide  previous  to  titration. 


Fig.  36. 

(a)  Treatment  of  Ores  to  render  them  easily  soluble  in  Aoid. — 
Hemp  el  {Berichte,  xviii.  1130)  advocates  the  roasting  of  such 
ores  as  are  naturally  difficult  of  solution  in  a  muffle  for  one  hour, 
1  part  of  ore  to  he  mixed  with  20  parts  of  calcic  and  4  parts  of 
sodic  carhonate.  By  this  means  the  formation  of  ferric  silicate  is 
avoided,  organic  matter  is  also  destroyed,  and  an  easily  soluble 
ferric  oxide  is  produced. 

(b)  Beduction  to  the  Ferrous  state. — When  permanganate  is  to 
he  used  for  titration  the  reduction  is  always  best  made  with  zinc 
or  magnesium.  With  bichromate,  the  best  agent  is  either  pure 
sodic  sulphite,  ammonic  bisulphite,  or  stannous  chloride. 

It  is  often  difficidt  to  tell  by  mere  colour  whether  the  iron  in  any 
given  solution  is  completely  reduced  to  the  ferrous  state.  In  such 
cases  it  is  well  to  spread  a  few  drops  of  solution  of  potassic  sulpho- 
cyanate  on  a  white  tile,  and  bring  a  drop  of  the  iron  solution  in 
contact  with  it  A  distinct  red  colour  is  a  sure  indication  that 
reduction  is  not  complete ;  a  mere  faint  tinge  is  not  an  indication,, 
because  the  reaction  is  so  delicate  that  mere  exposure  to  the  air 
will  produce  an  infinitesimal  portion  of  Fe^O^,  sufficient  to  give 
a  faint  colour. 
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(c)  Titration  of  the  Iron  Ore  Solution. — Owing  to  the  fact  that 
hydrochloric  acid  is  in  most  instances  the  only  solvent  for  some 
kinds  of  iron  ore,  technical  operators  often  prefer  bichromate  to 
permanganate  for  titration.  The  reasons  for  this  preference  are 
twofold ;  namely,  the  irregularity  which  is  liable  to  occur  in  the 
presence  of  hydrocliloric  acid,  and  the  deep  colour  of  the  ferrous 
chloride.  The  first,  however,  may  be  set  aside  by  proper  pre- 
cautions, and  the  second,  by  the  use  of  lamp  or  gaslight  instead  of 
daylightw  If  the  solution  of  the  ore  is  well  diluted  and  the  liquid 
cold,  the  end  of  the  reaction  is  very  delicate ;  nevertheless,  without 
special  practice  and  judgment,  the  bichromate  method  will  be  found 
the  best  in  all  cases  where  hydrochloric  acid  has  to  be  used. 

Hart  recommends  permanganate  as  the  best  reagent  for  titration. 
He  heats  the  ore  to  redness  in  a  porcelain  tube,  for  three  hours  at 
least,  in  a  stream  of  hydrogen ;  then  cook,  and  adds  it  to  boiling 
dilute  sulphuric  acid,  at  the  same  time  passing  a  stream  of  hydrogen 
through  the  liquid,  and  titrates  with  permanganate  in  the  ordinary 
way.  Coal-gas  is  inapplicable,  as  some  of  its  constituents  absorbed 
by  the  acid  act  on  the  permanganate. 

Some  brown  hsematites,  reduced .  by  this  method,  yield  an  iron 
almost  insoluble  in  the  acid.  Drown  proposes  to  heat  such  ores 
in  air  or  oxygen,  to  bum  off  carbonaceous  matter  before  passing 
hydrogen  over  them  ;  the  iron  then  reduced  dissolves  easily.  Most 
magnetic  ores  yield  an  insoluble  portion  containing  iron ;  for  such 
ores  this  method  is  no  better  than  ordinary  ones. 

(d)  Direct  Titration  with  Stannous  Chloride. — This  method  of 
estimating  ferric  iron  in  ores  is  extremely  expeditious ;  and  when 
the  solution  of  iron  is  strongly  acid  and  sufficiently  hot,  the  results 
are  very  concordant^  and  es^^ecially  adapted  to  the  technical 
examination  of  mining  samples. 

Drown  dissolves  iron  ore  in  hydrochloric  acid,  evaporates  nearly 
to  dryness,  adds  a  little  water,  and  then  stannous  chloride  fronj  a 
burette.  The  excess  of  stannous  cliloride  is  estimated  by  adding 
starch  and  standard  iodine.  The  iron  solution  should  be  tolerably 
concentrated  and  warm ;  the  tin  solution  is  best  freshly  prepared : 
1  cc.  =  0*012  gm.  iron  =  3  c.c.  iodine  or  thereabout.  Ten  assays 
gave  a  mean  of  38-235  per  cent. ;  two  assays  with  permanganate 
gave  38'17,  and  two  gravimetric  determinations  gave  38*14  per 
cent,  of  iron.  The  author  made  four  simultaneous  assays  in 
eighty  minutes,  the  tin  solution  being  prepared  whilst  the  ores 
were  dissolving.  Metallic  iron  dissolved  in  hydrochloric  acid  with 
a  little  potassic  chlorate,  the  solution  being  evaporated  nearly  to 
dryness,  is  used  to  standardize  the  tin  solution. 

1.  Sed  and  Brown  Haunatites. — Eed  hsematite  consists  generally 
of  ferric  oxide  accompanied  with  matters  insoluble  in  acids. 
Sometimes,  however,  it  contains  phosphoric  acid,  manganese,  and 
earthy  carbonates. 


Digitized  by  VjOOQIC 


198  VOLUMETRIC  ANALYSIS.  §    61, 

Erown  hsematite  contains  liydrated  ferric  oxide,  often  accompanied 
by  small  quantities  of  ferrous  oxide,  manganese,  and  alumina ; 
sometimes  traces  of  copper,  zinc,  nickel,  cobalt,  with  lime,  magnesia 
and  silica ;  occasionally  also  organic  matters. 

In  cases  where  the  total  iron  only  has  to  be  estimated,  it  iss 
advisable  to  reduce  the  ore  to  fine  powder ;  ignite  gently  to  destroy 
organic  matters,  then  treat  with  strong  hydrochloric  acid  at  near 
boiling  heat  till  all  iron  is  dissolved,  and  in  case  ferrous  oxide 
is  present  add  small  quantities  of  potassic  chlorate,  afterwards 
evaporating  to  dryness  to  dissipate  free  chlorine ;  then  dissolve  the 
iron  with  hot  dilute  hydrochloric  acid,  filter,  and  make  up  to  a 
given  measure  for  titration. 

In  some  instances  the  insoluble  residue  persistently  retains  some 
iron  in  an  insoluble  form ;  when  this  occurs,  resort  must  be  had  to 
fluxing  the  residue  with  potassic  bisulphate,  followed  by  solution 
in  hydrochloric  acid,  or  to  Hempel's  method  (§  61  a). 

2.  Magnetio  Iron  Ore. — ^The  ferrous  oxide  is  determined  first  by- 
means  of  the  apparatus  fig.  35  or  36.  The  ore  is  put  into  the 
vessel  in  a  state  of  fine  powder,  strong  hydrochloric  acid  added, 
together  with  a  few  grains  of  sodic  bicarbonate,  or  still  better, 
magnesite,  and  heat  applied  gently  with  the  lamp  until  the  ore  is 
dissolved,  then  diluted  if  necessary,  and  titrated  with  bichromate 
or  permanganate. 

Example :  0*6  gm.  of  ore  was  treated  as  above,  and  required  19'5  c.c.  of 
■nr  bichromate,  which  multiplied  by  0*0066  gave  0*1092  gm.  of  iron  =0*1404 
gm.  of  ferrous  oxide =28*08  per  cent. 

The  ferric  oxide  was  now  found  by  reducing  0*5  gm.  of  the  same  ore,  and 
estimating  the  total  iron  present :  the  quantity  of  bichromate  required  ^ 

69  C.C.  ^;p=0'3304  gm.  total  Fe 
Deduct        0*1092  gm.  as  PeO 


Leaving  0*2212  gm. 

The  result  of  the  analysis  is  therefore— 

Ferrous  oxide 

Ferric  oxide      

Difference  (Gangue,  etc.) 

asFe^O' 

.     28*08  per  cent. 
.    63*20        „ 
.      8-72        „ 

100*00 

8.  Spathose  Iron  Ore. — ^The  total  amount  of  ferrous  oxide  in 
this  carbonate  is  ascertained  directly  by  solution  in  hydrochloric 
acid ;  as  the  carbonic  acid  evolved  is  generally  sufficient  to  expel 
all  air,  the  tube  dipping  under  water  may  be  dispensed  with. 
Should  the  ore  be  very  impure,  zinc  may  have  to  be  added  in  order 
to  insure  the  reduction  of  all  the  iron  present. 

As  the  ore  contains,  in  most  cases,  the  carbonates  of  manganese, 
lime,  and  magnesia,  these  may  all  be  determined,  together  with  the 
iron,  as  follows : — 

A  weighed  portion  of  ore  is  brought  into  solution  in  hydrochloric  acid,  and 
filtered,  if  necessary,  to  separate  insoluble  silicious  matter. 
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The  solution  is  then  boiled,  with  a  few  drops  of  nitric  acid  to  i>eroxidizo 
the  iron,  diluted,  and  sodic  carbonate  added  in  sufficient  quantity  to 
precipitate  the  ferric  oxide,  then  sodic  acetate,  and  the  whole  boiled  that  the 
precipitate  may  become  somewhat  dense  and  separate  from  the  liquid ;  filter, 
and  if  necessary,  reduce  the  oxide  of  iron  after  careful  washings,  with  zinc 
or  stannous  chloride,  and  determine  with  permanganate  or  bichromate. 

The  filtrate  containing  the  other  bases  is  treated  with  sodic  hypochlorite, 
covered,  and  set  aside  for  twenty-four  hours  in  order  to  precipitate  the 
manganese  as  hydrated  oxide,  which  is  collected  and  titrated  as  in  §  64. 

The  filtrate  from  the  last  is  mixed  with  ammonic  oxalate  to  precipitate  the 
lime,  which  is  estimated  by  perman^nate,  as  in  §  48. 

The  filtrate  from  the  lime  contains  the  magnesia,  which  may  be  precipitated 
with  sodic  phosphate  and  ammonia,  and  the  precipitate  weighed  as  usual,  or 
titrated  with  uranium  solution. 

4.  BBtixnation  of  Iron  in  Silicates. — Wilbur  and  Whittlesey 
(C,  N.  xxii.  2)  give  a  series  of  determinations  of  iron  existing  in 
various  silicates,  either  as  mixtures  of  ferric  and  ferrous  salts  or  of 
either  separately,  which  appear  very  satisfactory. 

The  yery  finely  powdered  silicate  is  mixed  with  rather  more  than  its  own 
weight  of  powdered  fluor-spar  or  cryolite  (free  from  iron)  in  a  platinum 
crucible,  covered  with  hydrochloric  acid,  and  heated  on  the  water-bath  until 
the  silicate  is  all  dissolved.  During  the  digestion  either  carbonic  acid  gas  or 
coal  gas  free  from  H^  is  supplied  over  the  surface  of  the  liquid,  so  as  to 
prevent  access  of  air.  When  decomposition  is  complete  (the  time  varying 
with  the  nature  of  the  material),  the  mixture  is  diluted  and  titrated  with 
permanganate  in  the  usual  way  for  ferrous  oxide ;  the  ferric  oxide  can  4)hen 
be  reduced  by  zinc  and  its  proportion  found. 

By  Hydrofluoric  Add. — 2  gm.  of  the  finely  powdered  silicate  are  placed 
in  a  deep  platinum  cnicible,  and  40  c.c.  of  hydrofluoric  acid  (containing 
about  20  per  cent.  HF)  added.  The  mixture  is  heated  to  near  the 
boiling  point  and  occasionally  stirred  with  a  platinum  wire  until  the  de- 
composition of  the  silicate  is  complete,  which  occupies  usually  about  ten 
minutes.  10  c.c.  of  pure  H'SO'*  diluted  with  an  equal  quantity  of  water  are 
then  added,  and  the  heat  continued  for  a  few  minutes.  The  crucible  and  its 
contents  are  then  quickly  cooled,  diluted  with  fresh  boiled  water,  and  the 
ferrous  salt  estimated  with  permanganate  or  bichromate  as  usual. 

Leeds  (Z.  a.  (7.  xvi.  323)  recommends  that  the  finely  powdered 
silicate  be  mixed  with  a  suitable  quantity  of  dilute  sulphuric 
acid,  and  air  excluded  by  CO^  during  the  action  of  the  hydrofluoric 
acid.  The  titration  may  then  at  once  be  proceeded  with  when  the 
decomposition  is  complete. 

If  the  hydrofluoric  acid  has  been  prepared  in  leaden  vessels,  it 
invariably  contains  SO^ ;  in  such  cases  it  is  necessary  to  add  to  it, 
previous  to  use,  some  concentrated  solution  of  permanganate  (avoid- 
ing excess)  so  as  to  oxidize  the  SO^. 

The  process  is  a  rapid  and  satisfactory  one,  yielding  much  more 
accurate  results  than  the  method  of  fusion  with  alkaline  carbonates 
or  acid  potassic  sulphate. 

5.  Estiznation  of  Iron  in  Ores  by  com.pari8on  with  the  sajne  weig'ht 
<a  Pure  Iron. — The  principle  of  this  method  is  fully  explained  in 
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§  3,  and  is,  of  course,  applicable  to  any  substance  which  can  be 
obtained  tolerably  pure,  such  as  soft  iron  wire.  The  titrating 
solution  may  be  either  permanganate  or  bichromate  of  unknown 
strength. 

6.  Colorimetric  estimation  of  Carbon  in  Steel  and  Iron. — The 
method  devised  by  Eggertz,  and  largely  adopted  by  chemists,  for 
estimation  of  combined  carbon,  is  well  known,  but  is  open  to  the 
objection  that  minute  quantities  of  carbon  cannot  be  discriminated 
by  it^  o\\'ing  to  the  colour  of  the  ferric  nitrate  present.  Stead 
(C,  N,  xlvii.  285)  in  order  to  overcome  this  difficulty  has  devised  a 
method  described  as  follows : — 

In  some  careful  investigations  on  the  nature  of  the  colouring 
matter  which  is  produced  by  the  action  of  dilute  nitric  acid  upon 
white  iron  and  steel,  it  was  found  it  had  the  property  of  being 
soluble  in  potash  and  soda  solutions,  and  that  the  alkaline  solution 
had  about  two  and  a  half  times  the  depth  of  colour  possessed  by 
the  acid  solution.  This  being  so,  it  was  clear  that  the  colouring 
matter  might  readily  be  separated  from  the  iron,  and  be  obtained 
in  an  alkaline  solution,  by  simply  adding  an  excess  of  sodic 
hydrate  to  the  nitric  acid  solution  of  iron,  and  that  the  coloured 
solution  thus  obtained  might  be  used  as  a  means  of  determining 
the  amount  of  carbon  present.  Upon  trial  this  was  found  to 
be  the  case,  and  that  as  small  a  quantity  as  0*03  i)er  cent,  of 
carbon  could  be  readily  determined. 

The  solutions  required  are : — 

Standard  solution  of  Nitric  acid,  1  -20  sp.  gr. 

Standard  solution  of  Sodic  hydrate,  1  '27  sp.  gr. 

7!%e  AnalifHt :  One  gram  of  the  steel  or  iron  to  be  tested  is  weighed  off 
and  plaoed  in  a  200  c.c.  beaker,  and,  after  covering  with  a  wateh-gla^  12  c.c. 
of  standard  nitric  acid  are  added.  The  beaker  and  contents  are  then  plaoed 
on  a  warm  plate,  heated  to  about  90"  to  100"  C,  and  there  allowed  to  remain 
until  dissolved,  which  does  not  usually  take  more  than  ten  minutes.  At  the 
same  time  a  standard  iron  containing  a  known  quantity  of  carbon  is  treated 
in  exactly  the  same  way,  and  when  both  are  dissolved  80  c.c.  of  hot  water 
are  added  to  each,  and  13  c.c.  soda  solution. 

The  contents  are  now  to  be  well  shaken,  and  then  poured  into  a  glass 
measuring-jar  and  diluted  till  they  occupy  a  bulk  of  60  c.c.  After  again 
well  mixing  and  allowing  to  stand  for  ten  minutes  in  a  warm  place,  they  are 
filtered  through  dry  filters,  and  the  filtrates,  only  a  portion  of  which  is  used, 
are  compared.  This  may  be  done  by  pouring  the  two  liquids  into  two 
separate  measuring  tubes  in  such  quantity  or  proportion  that  upon  looking 
down  the  tubes  the  colours  appear  to  be  equal. 

Thus  if  50  measures  of  the  standard  solution  is  poured  into  one  tube,  and  if 

the  steel  to  be  tested  contains  say  half  as  much  as  the  standard,  there  will  be 

100  measures  of  its  colour  solution  required  to  give  the  same  tint.    The  carbon 

is  therefore  inversely  proportional  to  the  bulk  compared  with  the  standard, 

and  in  the  above  assumed  case,  if  the  standard  steel  contained  0*05  per  oent. 

carbon,  the  following  simple  equation  would  give  the  carbon  in  the  sample 

tested : — 

005x50    ^^- 

— ^^^—=0*025  per  cent. 
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The  proportions  here  given  must  be  strictly  adhered  to  in  order  to  insure 
exactness.  The  colours  from  low  carbon  irons  differ  in  tint  from  those  in 
high  carbon  steels,  and  therefore  a  low  standard  specimen  must  be  used  for 
comparison. 

Stead  has  devised  a  special  colorimeter  for  tlie  process,  but  it  is 
evident  that  any  of  the  usual  instruments  may  be  used. 


LEAD. 

Pb  =  206-4. 

1  C.C.  y^j  permanganate    =  0*01032  gm.  Lead. 
1  CO.  normal  oxalic  acid  =  0*1032  gm.        „ 
Metallic  iron  x      1*846=   „ 

Double  iron  salt  x      0*263  =   „ 

§  62.  The  accurate  estimation  of  lead  is  in  most  cases  better 
effected  by  weight  than  by  measure ;  there  are,  however,  instances 
in  which  the  latter  may  be  used  with  advantage. 

1.  As  Oxalate  (H  e  m  p  e  1) .  The  acetic  lead  solution,  which  must  contain 
no  other  body  precipitable  by  oxalic  acid,  is  put  into  a  300  c.c.  flask,  and  a 
measared  quantity  of  normal  oxalic  acid  added  in  excess,  the  flask  filled  to 
the  mark  with  water,  shaken,  and  put  aside  to  settle ;  100  c.c.  of  the  clear 
liquid  may  then  be  taken,  acidified  with  sulphuric  acid,  and  titrated  with 
permanganate  for  the  excess  of  oxalic  acid.  The  amount  so  found  multiplied 
by  3,  and  deducted  from  that  originally  added,  will  give  the  quantity  combined 
with  the  lead. 

Where  the  nature  of  the  filtrate  is  such  that  permanganate  cannot  be  used 
for  titration,  the  precipitate  must  be  collected,  well  washed,  dissolved  in 
dilute  nitric  acid,  with  a  considerable  quantity  of  sodic  acetate,  sulphuric 
acid  added,  and  titrated  with  permanganate. 

In  neither  case  are  the  results  absolutely  accurate,  owing  to  the  slight 
solubility  of  the  precipitate,  but  with  careful  manipulation  the  error  need 
not  exo^  1  per  cent.  The  error  is  much  increased  in  the  presence  of 
ammoniacal  salts. 

The  technical  analysis  of  red  lead  is  best  made  as  follows : — 

2*064  p:m.  (^  eq.  of  Pb)  are  placed  in  a  300  c.c.  porcelain  basin,  and  20  or 
30  c.c.  mtric  acid  sp.  gr.  1*2  poured  over  it,  then  warmed  gently  with  stirring. 
In  a  few  minutes  the  lead  oxide  is  dissolved  and  .the  peroxide  left  insoluble. 
60  c.c.  of  i  oxalic  acid  are  added  and  the  mixture  boiled :  this  decomposes 
and  dissolves  the  peroxide,  leaving  undissolved  any  adulterant  such  as  baryta, 
lead  sulphate,  oxide  of  iron,  gypsum,  or  sand.  While  still  hot  f  permanganate 
is  added  in  moderate  portions  until  the  colour  is  permanent  for  a  few  seconds. 
The  volume  of  permanganate  deducted  from  60  gives  direct  the  percentage 
of  lead  existing  as  peroxide. 

The  total  lead  may  be  found  in  the  same  solution  by  removing  the  excess 
of  permanganate  with  a  drop  or  two  of  oxalic  acid,  neutralizing  ^ith  ammonia, 
adding  a  good  excess  of  ammonic  or  sodic  acetate,  and  titrating  with  bichro- 
mate as  described  in  this  section. 

Lead  acetates  in  crystals  or  in  solution  may  readily  and  with 
tolerable  accuracy  be  titrated  direct  with  normal  oxalic  acid.     The 
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best  effects  are  obtained  however  by  adding  the  lead  solution 
(diluted  and  rendered  clear  by  a  little  acetic  acid)  from  a  burette 
into  the  oxalic  acid  contained  in  a  flask  or  beaker,  warmed  by  a 
water-bath.  The  addition  of  the  lead  solution  is  continued  with 
shaking  and  warming  until  no  further  precipitation  takes  place. 

Another  method  for  acetates  is  to  precipitate  the  lead  with  a 
slight  excess  of  normal  sulphuric  acid  in  a  300  c.c.  flask,  fill  to  the 
mark,  estimate  the  excess  of  H^SO*  in  100  c.c.  by  weight,  then 
calculate  the  combined  acid  into  lead ;  then  by  titrating  another 
portion  for  acidity  with  phenolphthalein,  the  proportion  of  acetic 
acid  can  be  obtained  by  deducting  the  free  H^SO*  from  the  total 
acid  found. 

2.  As  CliroxnAte  (Sohwars).  The  lead  is  precipitated  as  chromate, 
well  washed,  and  digested  with  a  weighed  excess  of  doable  iron  salt  and 
hydrochloric  acid;  the  resulting  solution  contains  ferric  and  chromic  chlorides, 
together  with  lead  chloride,  and  undecomposed  iron  salt.  The  quantity  of 
the  last  is  found  by  permanganate,  and  deducted  from  the  origimd  weight ; 
the  remainder,  multiplied  by  the  factor  0*263,  mil  give  the  weight  of  lead. 

Diehl  (Z.  a.  C,  1880,  306)  modifies  the  method  originally 
devised  by  Schwarz  by  precipitating  the  lead  with  standard 
potassic  bichromate  in  excess,  and  titrating  the  amount  of  excess 
with  sodic  thiosulphate. 

The  necessary  solutions  are — 

Standard  Potassic  bichromate  containing  7*37  gm.  per  liter. 
Standard  Sodic  thiosulphate  containing  about  5  gm.  per  liter. 

The  relation  of  these  solutions  to  each  other  is  first  found 
by  blank  experiment. 

The  Analysis :  20  or  30  c.c.  of  the  bichromate  are  placed  in  a  boiling  flask, 
with  about  300  c.c.  of  water,  and  20  or  30  c.c.  of  dilute  H'SO^  (1  to  2).  The 
liquid  is  then  heated  to  boiling,  and  the  thiosulphate  cautiously  dropped  in 
until  a  point  occurs  at  which  the  yellow  colour  just  disappears,  and  which 
may  be  known  by  holding  the  flask  over  white  paper  or  porcelain. 

Lead  ores  and  residues  are  treated  'with  aqua  regia  and  dilute  sulphuric 
acid,  concentrated  by  evaporation  until  the  sulphuric  acid  fumes  begin  to 
appear,  then  transferred  to  a  flask  with  water,  and  boiled  in  order  to  bring 
the  ferric  sulphate,  etc.,  into  solution ;  the  solution  is  then  cooled,  and  the 
tolerably  clear  liquid  passed  through  a  thin  close  filter  previously  moistened 
with  dilute  sulphuric  acid,  and  leaving  the  bulk  of  lead  sulphate  in  the  fladc. 

This  latter  is  now  boiled  with  some  strong  solution  of  neutral  ammonic 
acetate  (about  15  c.c.  for  1  gm.  of  sulphate)  and  water,  to  bring  it  into 
solution,  and  passed  through  the  same  filter,  the.  filtrate  being  received  into 
a  clean  flask.  The  operation  is  repeated  with  a  smaller  quantity  of  acetate 
and  water,  and  the  filter  finally  washed  with  hot  water  containing  some 
acetate.  To  make  sure  of  dissolving  all  the  lead  out  of  the  filter,  it  is  well 
to  make  a  final  washing  with  hot  dilute  hydrochloric  acid.  The  solution  of 
lead  is  then  acidified  with  a  few  drops  of  acetic  acid,  and  precipitated  in  the 
cold  with  the  bichromate  in  moderate  excess  (not  less  than  3 — 5  c.c),  which 
may  be  known  by  the  colour.  The  mixture  is  well  shaken,  and  set  aade  for 
half  an  hour  to  settle.  The  clear  liquid  is  then  passed  through  a  double 
filter,  the  precipitate  washed  three  or  four  times  with  cold  water,  and  the 
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niuod  filtrate  and  washings   titrated  with  thiosulphate  for  the  excess  of 
biohromate,  as  described  in  the  blank  experiment. 

1  C.C.  bichromate  represents  0*01032  gin.  of  lead.  The  results 
obtained  with  known  weights  of  pure  lead  salts  were  very  exact. 

Copper,  cadmium,  zinc,  ferric  salts,  and  cobalt,  do  not  interfere 
with  the  reaction,  but  all  metals  precipitable  by  chromic  acid 
should  of  course  be  removed. 

Buisson  again  modifies  this  method  as  follows : — 

The  excess  of  bichromate  is  decomposed  in  the  cold  by  potassic  iodide  in 
acid  solution.  The  iodine  set  at  liberty  corresponds  exactly  with  the  amount 
of  ondecomposed  bichromate. 

Preference  is  given  in  titrating  the  iodine  to  the  use  of  carbon  disulphide 
as  indicator,  since  the  yellow  colour  of  the  chromate  interferes  with  the  blue 
colour  of  starch  iodide. 

8tamdard%9ing  the  9oluHon$, — This  will  also  show  the  method  of  analysis. 
0*25  gm.  pure  lead  is  dissolved  in  about  5  c.o.  of  hot  dilute  nitric  acid,  boiled 
to  expel  nitrous  vapours ;  the  excess  of  acid  neutralized  with  potash,  and  the 
precipitated  lead  oxide  re-dissolved  in  acetic  acid.  It  is  then  placed  in 
a  250  c.c.  flask  with  50  c.c.  of  the  bichromate  and  filled  to  the  mark,  let  stand 
fifteen  minutes,  then  a  portion  filtered  through  a  dry  filter,  and  50  c.c.= 
0*5  gm.  Pb  t^en  for  titration.  It  is  acidified  moderately  with  pure 
sulphuric  acid,  a  few  crystals  of  potassic  iodide  thrown  in,  and  in  a  few 
moments  about  5  c.c.  of  carbon  disulphide,  which  assumes  a  rich  rose  colour. 
Thiosulphate  solution  is  then  run  in  from  a  burette  until  the  colour  is  just 


Buisson  uses  a  standard  bichromate  containing  14*248  gm.  per  liter, 
5  c.c.  of  which  represent  0*1  gm.  lead,  but  the  same  solution  as  given  for 
I)  i  e  h  r  s  process  will  suffice. 

8.  AlkaUmetrio  Method  (Mohr).— The  lead  is  precipitated  as  carbonate 
by  means  of  a  slight  excess  of  ammonic  carbonate,  together  with  free 
ammonia ;  the  precipitate  well  washed,  and  dissolved  in  a  measured  excess 
of  normal  nitric  acid;  neutral  solution  of  sodic  sulphate  is  then  added 
to  precipitate  the  lead  as  sulphate.  Without  filtering,  the  excess  of  nitric 
acid  is  then  estimated  by  normal  alkali,  each  c.c.  combined  being  equal  to 
0*1032  gm.  of  lead. 

4.  As  Sulphide  (Casamajor). — The  lead,  if  not  in  a  state  convenient 
for  titration,  is  separated  as  sulphate,  well  washed,  and  while  still  moist  is 
dissolved  in  alkaline  tartrate  solution  exactly  as  in  the  case  of  copper  (see 
§  54.5) ;  the  precipitated  sulphide  separates  very  freely,  and  if  the  operation 
is  performed  in  a  white  basin  the  end-point  is  easy  of  detection. 

The  chief  drawback  to  the  method  is  the  instability  of  the  sulphide 
solution,  which  necessitates  a  fresh  standardizing  with  known  quantities  of 
metal  every  day. 

6.  Bstlxnation  of  Ijead  in  presence  of  Tin. — For  technical  purposes 
this  may  be  readily  done  as  follows  : — 

The  alloy  is  treated  with  nitric  acid,  by  which  means  the  lead  is  dissolved, 
and  the  tin  rendered  insoluble  as  stannic  acid.  The  excess  of  nitric  acid  is 
removed  by  a  very  faint  excess  of  sodic  hydrate,  then  slightly  acidified  with 
acetic  acid.  The  solution  is  diluted,  so  that  it  contains  not  less  than  half 
a  per  cent,  of  lead.  It  is  then  titrated  with  a  standard  solution  of  potassic 
ferrocyanide  containing  10*2  gm.  per  liter,  which  has  been  standardized 
agaiiut  a  lead  nitrate  solution  containing  15*987  gm.  per  liter,  using  drops 
of  ferric  chloride  solution  on  a  white  plate  as  indicator. 
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ICAaNESIA. 

§  63.  The  magnesia  existing  in  the  commercial  Stassfurt  salts 
used  for  manures,  etc,  and  other  soluble  magnesia  salts,  may  very 
readily  be  determined  with  accuracy  by  Stolba's  method,  as  given 
for  P^O^  in  §§  23.2  and  69,  or  in  all  cases  where  separation  can  be 
made  as  ammonio-magnesic  phosphate.  The  precipitation  may  be 
hastened  considerably  by  precipitating  with  microcosmic  salt^  in 
the  presence  of  a  tolerably  large  proportion  of  ammonic  chloride, 
accompanied  with  vigorous  stirring.  Half  an  hour  quite  suffices 
to  bring  down  the  whole  of  the  double  phosphate,  and  its  adlierence 
to  the  sides  of  the  beaker  is  of  no  consequence,  if  the  titration  is 
made  in  the  same  beaker,  and  with  the  same  glass  rod,  using  an 
excess  of  standard  acid,  and  titrating  betck  with  weak  standard 
ammonia  and  methyl  orange. 

The  precipitate  may  also  be  titrated  with  standard  uranium 
(§  69).  Precht  (Z.  a.  C.  1879,  438)  adopts  the  following  method 
for  soluble  magnesia  salts  in  kainit^  kieserit,  etc.,  depending  upon 
the  insolubility  of  magnesic  hydrate  in  weak  caustic  potash ; — 

10  gm.  of  the  substance  are  dissolved,  filtered,  and  mixed  with 
25  c.c.  of  normal  caustic  potash,  if  it  contains  less  than  50  per 
cent,  of  magnesic  sulphate ;  or  50  c.c.  if  it  contains  more  than 
50  per  cent.  The  mixture  is  warmed  somewhat,  transferred  to  a 
500  c.c.  flask,  and  the  volume  made  up  witli  water.  After 
standing  at  rest  for  half  an  hour,  50  c.c.  of  the  clear  liquid  are 
withdrawn,  and  the  excess  of  normal  alkali  estimated  in  the  usual 
way  with  normal  acid.     Ammonium  and  metallic  salts  must  Im 

1  c.c.  normal  potash  =  0*02  gm.  MgO. 

AI^XTMINA. 

§  63a.  Alumina  salts  (the  alums  and  alumina  sulphate  used  in 
dyeing  and  paper-making)  may  be  titrated  for  alumina  in  the 
absence  of  iron  (except  in  mere  traces)  by  mixing  the  acid 
solutions  with  a  tolerable  quantity  of  sodic  acetate,  then  a  known 
volume  in  excess  of  ^  phosphate  solution  (20*9  gm.  of  ammonio- 
sodic  phosphate  per  liter),  heating  to  boiling,  without  filtration ;  the 
excess  of  phosphate  is  found  at  once  by  titration  with  standard 
uranium.  If  iron  in  any  quantity  is  present^  it  may  be  estimated 
in  a  separate  portion  of  the  substance,  and  its  amount  deducted 
before  calculating  the  alumina.  The  latter  is  precipitated  as 
AlPO*,  and  any  iron  in  like  manner  as  FePO*.  Each  c.c.  of  yJt 
phosphate  =  0*00513  gm.  Al^O*'^.    Only  available  for  rough  purposes. 

Baeyer'8  Method. — As  originally  proposed,  this  process  for 
estimating  alumina  in  alums  and  aluminic  sulphates  was  carried 
out  by  two  titrations,  a  measured  portion  of  the  solution  being  first 
treated  with  an  excess  of  normal  soda  in  sufficient  quantity  to 
tlissolve  the  precipitate  of  hydrate  of  alumina  first  formed.     It  was 
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then  diluted  to  a  definite  volume,  half  being  titrated  with  normal 
acid  and  litmus,  other  half  with  tropoeolin  00,  or  methyl  orange, 
the  difference  being  calculated  to  alumina. 

A  considerable  improvement  however  has  been  made  by  using 
phenolphthalein  as  the  indicator,  one  titration  only  being  necessary. 
The  method  is  based  on  the  fact  that,  if  to  a  solution  of  alumina, 
containing  the  indicator,  normal  soda  is  added  in  excess,  or  until 
the  red  colour  is  produced,  normal  acid  be  then  added  until  the 
colour  disappears,  the  volume  of  acid  so  required  is  less  than  the 
soda  originally  added  in  proportion  to  the  quantity  of  alumina 
present. 

The  volume  of  acid  which  so  disappears  is  in  reality  the  quantity 
necessary  to  combine  with  the  alumina  set  free  by  the  alkali  ;  and 
if  this  deficient  measure  of  acid  be  multiplied  by  the  factor 
O-01716  (J  mol.  wt  of  A1^0%  the  weight  of  alumina  will  be 
obtained.  This  factor  is  given  on  the  assumption  that  the  normal 
sulphate  APSSO^  is  formed. 

The  titration  must  take  place  in  the  cold  and  in  dilute  solutions. 
Very  fair  technical  results  have  been  obtained  by  me  with  potash 
and  ammonia  aJums  and  the  commercial  sulphates  of  alumina. 

Alumina  existing  as  aluminate  of  alkali  in  caustic  soda,  for 
instance,  may  be  very  well  estimated  by  taking  advantage  of  the 
fact,  that  such  alumina  is  quite  indifierent  to  methyl  orange,  but 
reacts  acid  with  phenolphthalein.  This  fact  has  been  recorded  by 
Thompson  and  others,  but  the  priority  of  discovery  appears  to  be 
due  to  Baeyer  (Z.  a.  C.  xxiv.  542),  who,  however,  used  litmus  in 
the  place  of  phenolphthalein  and  tropoeolin  00  instead  of  methyl 
orange. 

Cross  and  Bevan  {J,  S,  C.  I.  viii.  252)  in  their  examination  of 
caustic  soda  for  alumina,  found  by  experiment,  that  the  mean  of 
the  differences  between  the  titration  with  methyl  orange  and 
phenolphthalein  required  the  factor  0*0212  per  c.c.  of  normal  acid 
for  the  alumina,  pointing  to  the  salt  as  2A1^0^  :  5S0^. 

Bstimation  of  tree  Aold. — Alum  cakes  or  aluminic  sulphates  of 
various  kinds  often  contain  free  H^SO*,  and  many  methods  have 
been  proposed  for  its  estimation.  Baeyer  titrates  a  10  per  cent, 
solution  of  the  substance  in  water  with  normal  soda,  and  tropoeolin 
00  or  methyl  orange. 

R  Williams  ((7.  N.  Ivi.  194)  adopts  the  alcohol  method  by 
digesting  the  substance  for  at  least  twelve  hours  with  strong 
alcohol,  filtering  off  and  washing  with  the  same  agent,  and  titrating 
the  solution  mthout  dilution  or  evaporation  with  ^^  acid  and 
phenolphthalein.  The  same  authority  also  uses  various  alkaloids, 
such  as  strychnia^  morphia,  or  quinia  to  combine  with  the  acid, 
and  thus  calculate  the  amount. 

Beilstein  and  Gross et  {BulL  de  VAcademie  Imp,  des  Sciences 
de  St.  Petersburg  xiii.  41)  have  examined  with  great  care  all  the 
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proposed  methods  for  this  purpose,  and  appear  to  have  devised  one 
which  gives  very  good  technical  results. 

The  Analyiis ;  1  to  2  gm.  of  subBtance  is  dissolTed  in  5  c.c.  of  water, 
5  c.c.  of  a  cold  saturated  neutral  solution  of  amnionic  sulphate  added,  and 
stirred  for  a  quarter  of  an  hour.  50  c.c.  of  95  per  cent,  alcohol  is  then 
added,  the  mixture  thrown  on  a  small  filter,  and  washed  with  50  c.c.  of  the 
same  alcohol.  The  filtrate  is  evaporated  on  the  water  bath,  the  residue  dissolved 
in  water,  and  titrated  with  ^  alkali  and  litmus.  The  whole  of  the  neutral 
aluminic  sulphate  is  precipitated  as  ammonia  alum,  the  alcohol  contains  all 
the  free  acid. 

MAKaAKSSE. 


Mn  =  55,  MnO: 

=  71, 

Mn02  =  87. 

Facton. 

Metallic  iron 

X 

0-63393=MnO. 

}}       )} 

X 

0-491     =Mn. 

1}       » 

X 

0-7768  =Mn02. 

Double  iron  salt 

X 

0-0911  =MnO. 

Cryst  oxalic  acid 

X 

0-6916  =Mn02. 

Double  iron  salt 

X 

0-111     =Mn02 

1  C.C.  T^  solution  =  0-00365  gm.  MnO  or  =  0*00435  gm.  MnO* 

§  64.  All  the  oxides  of  manganese,  with  the  exception  of  the 
first  or  protoxide,  when  boiled  with  hydrochloric  acid,  yield 
chlorine  in  the  following  ratios : — 

Mn203=l  eq.  0=  2eq..Cl. 
Mn30*=l  eq.  0=  2  eq.  CL 
Mn  02=1  eq.  0=  2  eq.  CL 
Mn  03=2  eci.  0=  4  eq.  CL 
Mn207=5  eq.  0=10  eq.  CL 

The  chlorine  so  produced  can  be  allowed  to  react  upon  a  known 
weight  of  ferrous  salt ;  and  when  the  reaction  is  completed,  the 
imchanged  amount  of  iron  salt  is  found  by  permanganate  or 
bichromate. 

Or,  the  chlorine  may  be  led  by  a  suitable  arrangement  into  a 
solution  of  potassic  iodide,  there  setting  free  an  equivalent  quantity 
of  iodine,  which  is  found  by  the  aid  of  sodic  thiosulphate. 

Or,  in  the  case  of  manganese  ores,  the  reaction  may  take  place 
with  oxalic  acid,  resulting  in  the  production  of  carbonic  acid, 
which  can  l)e  weighed  as  in  Fresenius'  and  Wills'  method, 
measured  as  in  Parry's  method,  or  the  amount  of  unchanged  acid 
remaining  after  the  action  can  be  found  by  permanganate.* 

*  The  litemtare  of  manganese  oompoanda  and  their  estimation  has  now  become  very 
▼olnminons.    The  principal  contributions  to  the  subject  are  as  follows : — 
Wright  and  Menke  J.  C.  S.  1880,  22-48. 

Morawski  and  Stingl       Jour.f.  proct.  Chem.  zriil  96. 
Volhard  Annalen,  cxcviii.  818. 

Guyard  Bull.  Soc,  Chvn.  [2]  L  88. 

K e 88 ler  Z.  a.  C.  1879, 1—14. 

Pattinson  J.  C.  8.  1879, 865. 
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The  largely  increased  use  of  manganese  in  the  manufacture  of 
steel  has  now  rendered  it  imperative  that  some  rapid  and  trust- 
worthy method  of  estimation  should  be  devised,  and  happily  this 
has  been  done  simultaneously  by  two  chemists,  Pattinson  and 
Kessler;  both  have  succeeded  in  finding  a  method  of  separating 
manganese  as  dioxide,  of  perfectly  definite  composition.  Pattinson 
found  that  the  regular  precipitation  was  secured  by  ferric  chloride, 
and  Kessler  by  zinc  chloride.  Wright  and  Menke  have 
experimented  on  both  processes  with  equally  satisfactory  results, 
but  give  a  slight  preference  to  zinc.  Pattinson  titrates  the 
resulting  MnO?  with  standard  bichromate,  and  Kessler  with 
permanganate. 

.    Pattinson's  method  has  been  fully  described  (/.  C.  S,  1879, 
365),  and  is  essentially  as  follows : — 

1.    Precipitation  as  MnO^  and  Titration  with  Bichromate 
(Pattinson). 

The  necessary  solutions  and  reagents  are : — 

Standard  Potassic  bichromate. — 1  c.c.  equal  to  0*01  gm.  Fe 
<1  dm.  =  Oa  grn.  Fe). 

Standard  Ferrous  sulphate. — 10  gm.  of  iron  per  liter,  as  near 
as  may  be,  is  a  convenient  strength,  but  as  the  strength  alters  from 
time  to  time,  no  exact  quantity  need  be  taken.  53  gm.  of  ferrous 
sulphate  dissolved  in  a  mixture  of  250  c.c.  of  strong  pure  sulphuric 
acid  and  750  c.c.  of  water,  will  give  a  solution  of  about  the  pro- 
portion mentioned  (or  530  grn.  to  1000  dm.). 

Solution  of  Bleaching  powder. — This  reagent  is  used  to  oxidize 
the  manganese  before  precipitation  (Kessler  uses  bromine  water 
for  the  same  purpose).  15  gm.  per  liter,  or  150  grn.  to  1000  dm. 
The  clear  solution  is  decanted,  and  preserved  in  well-stoppered 
bottles  for  use. 

Calcic  carbonate. — Used  for  removing  the  free  acid  during 
precipitation.  It  should  be  in  tolerably  fine  powder,  and  of  granular 
texture. 

The  principle  of  the  method  is,  that  the  manganese  compound 
being  brought  into  solution  in  hydrochloric  acid,  ferric  chloride 
(if  iron  is  not  already  present)  is  added,  or  zinc  chloride  (zinc 
oxide  or  sulphate  answers  equally  well),  so  that  in  either  case 
there  is  not  less  than  the  same  quantity  of  either  of  these 
metals  present  as  there  is  of  manganese;  an  excess  of  either 
of  them  is  of  no  consequence.  The  oxidizing  agent,  followed  by 
hot  water,  is  then  poured  into  the  mixture  so  as  to  obtain 
a  temperature  of  about  60°  to  70'  (140'— 160'  F.),  then  a  slight 
excess  of  calcic  carbonate,  and  the  whole  well  stirred  till  all  CO^  is 
evolved,  and  the  precipitate  of  MnO^  mixed  with  iron  or  zinc,  or 
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both,  settles  freely,  leaving  the  supernatant  liquid  clear  and  colour- 
less (in  the  case  of  using  bromine  water  the  colour  should  be 
amber,  showing  a  decided  excess  of  bromine).  In  examining 
manganiferous  irons  or  steels,  as  also  in  many  ores,  there  will 
always  be  plenty  of  iron  present;  if  this,  however,  is  not  the 
case,  it  is  always  preferable  to  use  zinc  rather  than  iron  for  the 
necessary  addition. 

Wright  and  Menke  obtained  the  best  results  when  the  solution 
was  so  diluted,  that  about  150  or  200  c.c.  of  total  fluid  (including 
the  oxidizing  solution)  were  present  for  every  0*1  gm.  MnO*  pre- 
cipitated, using  a  quantity  of  zinc  sidphate  or  ferric  chloride 
containing  from  1 J  to  2  parts  of  metal  for  every  1  part  of  MnO*. 

Titration  of  the  Preoipitated  MnO^. — The  precipitate  is  collected 
on  a  large  double  filter,  or  on  glass  wool,  and  washed  with  warm 
water  till  the  washings  show  no  trace  of  chlorine  or  bromine  when 
tested  with  iodized  starch-paper. 

FinaUy  the  precipitate,  with  its  filter,  is  returned  to  the  beaker 
in  which  it  was  originally  thrown  down,  and  which  will  contain 
traces  adhering  to  its  sides,  a  measured  excess  of  ferrous  solution 
added,  which  being  freely  acid  speedily  dissolves  the  MnO^ ;  cold 
water  is  then  added,  and  the  titration  completed  with  bichromate 
in  the  usual  way. 

As  some  filtering  paper  has  a  slight  reducing  action  upon  the 
bichromate,  it  is  well  in  standardizing  the  ferrous  solution  to  add 
about  the  same  amount  of  the  paper  as  would  be  used  in  the 
actual  analysis. 

Example  (PattinsoD):  The  standard  solution  of  ferrous  sulphate  was  of 
such  strength  that  100  dm.=  101*1  dm.  of  bichromate.  The  100  dm.  of  iron 
solution,  after  addition  of  the  precipitated  MnO-  (from  10  gm.  of  ore), 
required  57  dm.  of  bichromate.  101*1 — 57=44*1  dm. =4*41  grn.  Fe;  this 
multiplied  by  the  factor  for  manganese  in  relation  to  iron  (0*491)  gave 
2*165  gm.    The  percentage  of  manganese  was  therefore  21*65. 

Should  the  ore  or  alloy  be  richer  in  manganese  than  iron,  it  is 
advisable  to  add  zinc  sidphate  or  chloride  to  make  up  the  necessary 
quantity.  The  ferrous  solution  alters  slightly  from  day  to  day, 
and  therefore  must  be  carefully  standardized  from  time  to  time. 

Kessler's  process  is  more  cumbrous  than  Pattinson's,  and 
consists  in  reducing  the  MnO^  by  antimonious  chloride,  then 
titrating  the  manganous  oxide  with  permanganate  standardized 
upon  manganous  pyrophosphate. 

Orea  and  Alloys  of  Manflranese. — ^Tlie  following  arc  practical 
examples,  taken  mainly  from  Pattinson's  experience. 

Spieflreleisen. — This  alloy  usually  contains  from  10  to  25  per  cent,  of 
manganese  and,  of  course,  a  sufficient  amount  of  iron  for  the  dioxide  pre- 
cipilation.  10  gm.  are  taken  for  analysis.  This  amount  is  dissolved  in 
about  12  dm.  of  hydrochloric  acid  with  the  aid  of  heat.  About  6  dm.  of 
nitric  acid  are  then  added  for  the  purpose  of  converting  the  ferrous  into 
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ferric  chloride  (on  the  gram  ^stem  the  quantities  would  be  1  gm.  of  alloy, 
12  C.C.  of  HCl,  and  5  c.o.  of  HNO'  respectively).  After  washing  the  cover 
and  sides  of  the  beaker  with  cold  water,  the  excess  of  acid  is  neutralized  by 
the  addition  of  calcic  carbonate  until  the  solution  has  a  reddish  colour. 
100  dm.  of  the  bleaching-powder  solution  or  about  50  dm.  of  bromine  water 
are  added,  without  previous  addition  of  hydrochloric  acid  as  in  the  case  of 
ores.  Hot  water  is  then  added  to  heat  the  solution  to  140*" — 160*"  F.,  and 
thai  about  25  gm.  of  calcic  carbonate,  and  the  solution  well  stirred.  The 
rest  of  the  process  is  conducted  as  before  described. 

Varro-Manganese. — For  the  quantitative  analysis  of  this  alloy  an  amount 
which  contains  from  two  to  four  grains  of  manganese  may  be  taken.  The 
solution  is  made  as  in  the  case  of  spiegeleisen.  If  the  alloy  contains  less  iron 
than  manganese,  zinc  chloride  is  added  so  as  to  make  the  amouut  of  Ihe  iron 
and  zinc  fully  equal  to  that  of  the  manganese.  The  amount  of  bleaching- 
powder  solution  to  be  added  must  depend  upon  the  amount  of  manganese  in 
solution,  taking  care  to  add  about  40  dm.  of  bleaching-powder  solution  of 
the  strength  above-named  for  every  grain  of  manganese  present. 

As  in  the  case  of  ores,  instead  of  weighing  off  separately  the  amounts 
required  for  each  test,  a  larger  quantity  may  be  dissolved  and  peroxidized, 
and,  after  making  up  the  solution  to  a  known  bulk  in  a  measuring  flask,  the 
necessary  quantities  for  the  test  measured  out. 

SteeL — 50  gm.  of  steel  are  dissolved,  by  the  aid  of  heat,  in  about  35  dm. 
of  hydrochloric  acid  of  about  1*180  sp.  gr.  The  ferrous  chloride  thus 
fomed  is  then  converted  into  ferric  chloride  by  the  addition  of  about  9  dm. 
of  nitric  acid  of  about  1*400  sp.  gr.  The  solution  is  made  in  a  beaker  of 
about  35-oz.  capacity.  Calcic  carbonate  is  then  added  until  the  solution  is 
slightly  red.  185  gm.  of  calcic  carbonate  are  now  weighed  or  measured 
wdA  about  one-half  of  this  added  to  the  solution.  After  the  effervescence  caused 
by  the  escape  of  carbonic  acid  has  ceased,  about  40  dm.  of  the  bleachhig- 
powder  solution  are  added,  and  then  hot  water  to  about  160°  F.,  and  then 
the  remainder  of  the  calcic  carbonate.  If  the  latter  is  added  at  once,  the 
effervescence  is  so  great  that  the  substance  is  likely  to  froth  over  the  edges 
of  the  vessel;  and  if  the  bleaching-powder  solution  is  added  before  any 
calcic  carbonate  has  been  added,  the  onlorine  is  likely  to  be  expelled  by  the 
evolution  of  the  carbonic  acid.  The  precipitate  is  then  thrown  on  a  sufficiently 
large  filter,  and  washed  until  free  from  any  trace  of  chlorine.  Although 
the  precipitate  is  bulky  it  is  very  readily  washed. 

About  20  dm.  of  the  ferrous  sulphate  solution  are  standardized,  and  the 
same  quantity  used  for  decomposing  the  manganese  dioxide  in  the  case  of 
steels ;  but  it  is  sometimes  found  necessary  to  add  a  little  additional  sulphuric 
acid,  in  order  to  dissolve  the  ferric  oxide  precipitate  and  the  excess  of  calcic 
carbonate  it  may  contain. 

Tfanganese  Slavs,  etc. — These  are  treated  similarly  to  the  above,  using 
for  the  analysis  such  a  quantity  as  will  not  contain  more  than  about  2*5  gm. 
of  manganese  for  the  above-named  amounts  of  reagents,  and  taking  care  to 
have  a  sufficient  amount  of  ferric  or  zinc  chloride  in  the  solution  when  the 
manganese  is  precipitated. 

Should  lead,  copper,  nickel,  or  cobalt  exist  in  the  substance  under  examin- 
ation, these  must  be  separated  before  the  manganese  is  precipitated,  as  they 
form  higher  oxides  under  the  conditions  of  the  precipitation,  which  oxides, 
like  manganese  dioxide,  convert  ferrous  into  ferric  oxide.  Fortunately,  in 
most  manganif  erous  iron  ores  and  in  spiegeleisen,  f  erro-manganese  and  steel, 
none  of  these  metals  occur  in  such  quantity  as  to  appreciably  affect  the 
correct  estimation  of  the  manganese. 

The  process  as  above  described  is  undoubtedly  by  far  the  best 
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volumetric  one  known  for  the  estimation  of  manganese  in  steels 
and  ores. 

Atkinson  (/.  S,  C.  I.  v.  365)  gives  the  following  short  descrip- 
tion of  the  method  as  practically  in  daily  use  in  a  large  steel  works. 

Weigh  out  0*6  gm.  or  0*6  gm.  of  an  ore  oontaining  about  20  per  cent, 
nuuiganese,  dissolye  in  7  or  8  c.o.  of  strong  HCl,  and,  when  diBsolved,  wash 
the  whole,  without  filtering,  into  a  large  narrow-dded  beaker.  When  oold 
it  is  neutralized  with  precipitated  oalcio  carbonate,  until  the  liquid  assumes  a 
reddish  hue.  40  or  60  c.c.  of  saturated  bromine  water  are  added,  and  the 
mixture  allowed  to  stand  in  the  cold  for  half-an-hour.  At  the  expiration  of 
that  time  the  beaker  is  nearly  filled  up  with  boiling  water,  and  precipitated 
calcic  carbonate  added  until  there  is  no  further  effervescence,  and  part  of  the 
carbonate  is  evidently  unacted  upon.  A  small  quantitv  of  spirits  of  wine  is 
then  added,  the  whole  well  stirred,  and  the  precipitate  allowed  to  settle.  The 
dear  Hquid  is  filtered  off  and  fresh  boiling  water  added  to  the  residue  in  the 
beaker,  a  httle  spirits  of  wine  being  used  to  reduce  any  permanganate  which 
is  formed.  The  filtration  and  washing  are  repeated  until  the  filtrate  when 
cooled  no  longer  turns  iodised  starch-paper  blue.  Burinff  the  washing  about 
1'9  to  2*6  gm.  of  pure  granular  ferrous-ammonium  sulphate  are  weighed 
out,  washed  into  the  beaker  in  which  the  predpitation  took  place,  and  about 
30  to  60  c.c.  of  dilute  sulphuric  acid  added.  The  filter  containing  the  pre- 
cipitated MnO*  is  then  placed  in  the  beaker,  and  the  latter  is  quickly  dissolved 
by  the  oxidation  of  a  portion  of  the  ferrous  salt  into  ferric  sulphate.  The 
remaining  ferrous  iron  is  then  titrated  with  potassic  bichromate  m  the  usual 
way.  The  difference  in  the  number  of  cc.  of  bichromate  used  from  the 
number  which  the  original  weight  of  the  ferrous-ammonium  sulphate  would 
have  required  if  directly  titrated,  is  a  measure  of  the  quantity  of  MnO* 
present.  For  rapidity  and  simplicity  this  volumetric  process  leaves  nothing 
to  be  desired ;  duplicate  experiments  agree  within  veiy  narrow  limits ;  and 
if  the  assumption  is  accepted  that  the  presence  of  ferric  chloride  enables  the 
complete  oxidation  of  the  manganese  to  the  state  of  peroxide,  no  other 
process  can  compete  with  it. 

Pattinson  prefers  to  use  bleach  solution  to  bromine,  because 
the  formation  of  permanganate  is  more  easily  seen.  In  any  case 
not  more  than  a  trace  of  permangaaate  should  be  formed,  and  if 
the  first  experiment  shows  this  to  be  the  case,  another  trial  must 
be  commenced  with  less  oxidizing  material. 

8.    By  Precipitation  with  Potassic  Permansanate  (G-uyard). 

If  a  dilute  neutral  or  faintly  acid  solution  of  manganese  salt  be 
heated  to  80*  C.  and  permanganate  added,  hydrated  MnO*  is  pre- 
cipitated, and  the  end  of  the  reaction  is  known  by  the  occurrence  of 
the  usual  rose  colour  of  permanganate  in  excess.  The  reaction  is 
exact  in  neutral  solutions.  Any  large  excess  of  either  HCl  or  H*SCH 
causes  irregularity,  as  also  do  ferric  or  chromic  salts;  nickel,  cobalt^ 
zinc,  alumina,  or  lime,  in  moderate  quantity  are  of  no  consequence. 

This  method  is  of  easy  execution,  and  gives  good  results  in  cases 
where  it  can  be  properly  applied,  but  such  instances  are  few. 

The  AtuUvns :  1  or  2  ^.  of  the  manganese  compound  are  dissolved  iu 
aqua  regia,  boiled  a  few  minutes,  the  excess  of  acid  neutralized  with  alkali, 
then  diluted  largely  with  boiling  water  (1  or  2  liters),  kept  at  a  temperature 
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of  80""  C,  and  standard  permanganate  added  so  long  as.  a  brownish  precipitate 
forms,  and  until  the  clear  supernatant  liquid  shows  a  distinct  rose  colour. 
2  eq.  of  permanganates 8  eq.  of  manganese,  therefore  1  c.o.  of  j^  solution = 
0-0016542  gm.  of  Mn. 

A  modification  of  tlus  process  is  strongly  recommended  by 
Wright  and  Menke  {J.  C.  8,  1880,  42),  and  which  combines  the 
principle  adopted  by  Kessler  and  Pattinson;  viz.,  the  addition 
of  zinc  sulphate  to  regulate  the  precipitation  of  MnO^. 

The  neutral  or  only  &intly  acid  solution  is  diluted,  so  that  not  more  than 
O'l  gm.  MnO*  is  contained  in  150  o.o.  A  solution  of  permanganate  is 
prepared  of  about  half-per-oent  strength,  and  in  it  are  oissoWed  crystals 
of  zino  sulphate  in  such  proportion  that  about  ten  parts  are  present  for  every 
onepart  of  MnC  to  be  precipitated. 

The  cold  manganese  solution  is  then  poured  into  this  mixture  slowly,  with 
gentle  shaking  or  stirring.  Of  course  there  must  be  an  excess  of  per- 
manganate which  is  shown  by  the  pink  colour.  In  a  few  minutes  the  clear 
pink  fluid  may  be  poured  off  through  a  glass  wool  filter ;  the  precipitate  of 
MnO*  ^containing  some  zinc)  is  also  brought  on  the  same  filter,  washed  well 
with  cold  water,  and  finally  titrated  with  ferrous  sulphate  or  double  iron  salt, 
and  TT  permanganate  or  bichromate. 

The  numbers  obtained  by  W  r  i  gh  t  and  Menke  were  extremely  satisfactory 
with  manganese  solutions  of  known  strength. 

Volhard's  method  depends  very  much  on  the  same  principles 
as  the  foregoing,  the  details  being  as  follows : — 

A  quantify  of  material  is  taken  so  as  to  contain  from  0*8  to  0'5  gm.  Mn, 
dissolved  in  nitric  acid,  evaporated  in  porcelain  to  dryness,  first  adding  a 
little  ammonic  nitrate,  then  heated  over  the  flame  to  destroyorganic  matter. 
The  residue  is  digested  with  HCl,  adding  a  littie  strong  H^SO^  and  again 
evaporated  to  dryness,  first  on  the  water  bath,  then  with  greater  heat  till 
vapours  of  SO'  occur.  It  is  then  washed  into  a  liter  flask  and  neutralized 
with  sodic  hydrate  or  carbonate :  sufficient  pure  zinc  oxide,  made  into  a 
cream,  is  added  to  precipitate  all  the  iron.  The  flask  is  filled  to  the  mark, 
shaken,  and  200  c.e.  filtered  off  into  a  boiling  flask,  acidified  with  2  or  8  drops 
of  nitric  add,  heated  to  boiling,  and  titrated  with  ^  permanganate  whilst 
still  hot. 

A  repetition  should  be  made  to  verify  the  results. 

Indirect  toohnioal  method. — ^This  is  in  use  at  several  works  as  a 
rapid  approximate  estimation  of  the  manganese  in  spiegels,  ferro- 
manganese,  pig-iron,  etc. 

It  consists  in  determining  the  iron  by  bichromate,  the  silicon  by 
weight)  adding  5  per  cent,  for  samples  containing  less  than  30  per 
cent  Mn.,  or  6  per  cent,  for  richer  samples,  and  calling  the  rest 
manganese.     The  results  are  said  to  be  well  within  ±0*5  per  cent. 

Tke  AnaUftii :  0'5  gm.  of  the  sample  is  dissolved  in  dilute  H'SO*,  uicl 
titrated  in  t&e  usual  w^  with  bichromate.  2  gm.  meantime  is  dissolved  in 
either  dilute  H^O*  or  HCl,  evaporated  to  dryness  on  a  hot  plate,  the  residue 
treated  again  with  acid,  the  silica  filtered  off,  ignited,  weighed,  and  calculated 
to  SL    Then  Fe+  Si + 5  or  6  per  cent »  Mn. 

Experience  seems  to  show  that  the  accuracy  of  the  method  is 
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greater  with  alloys  containing  only  a  moderate  proportion  of  Mn. 
(Holditch,  (7.  N.  xlix.  9 ;  Atkinson,  ibid.  p.  25). 

Tliere  are  many  other  volumetric  methods  in  use  for  estimating 
manganese  either  as  binoxide  or  metal,  among  which  may  be 
mentioned  that  of  Chalmers  Harvey  (C.  N,  xlvii.  2)  by  stannous 
chloride,  and  that  of  Williams  {Trans.  Amer.  Inst,  of  Mining 
Engineers^  x.  100),  which  consists  in  separating  MnO^  from  a  nitric 
solution  by  potassic  chlorate,  dissolving  in  excess  of  standard  oxalic 
acid,  and  estimating  the  excess  by  permanganate. 

A  critical  paper  on  this  process,  accompanied  with  the  results  of 
experiment,  is  contributed  by  Macintosh  (G,  N.  1.  75).  Also 
another  by  Hintz  (Z.  a.  C.  xxiv.  421 — 438)  reviewing  a  large 
number  of  volumetric  methods  for  manganese,  but  as  none  of  them 
are  more  accurate  or  convenient  than  the  methods  here  given,  they 
are  omitted. 


8.     Estimation   of  Manflranese   in   small   quantities    (Chatard). 

This  method  depends  upon  the  production  of  permanganic  acid 
by  the  action  of  nitric  acid  and  lead  peroxide,  originally  used  by 
Crum  as  a  qualitative  test.  The  accuracy  of  the  process  as 
a  quantitative  one  can,  however,  only  be  depended  on  when  the 
quantity  of  manganese  is  very  small,  such  as  exists  in  some 
minerals,  soils,  etc. 

The  material  to  be  examined  is  dissolved  in  nitric  acid  and 
boiled  with  lead  peroxide,  by  which  means  any  manganese  present 
is  converted  to  permanganate ;  the  quantity  so  produced  is  then 
ascertained  by  a  weak  freshly  made  standard  solution  of  oxalic 
acid  or  ammonic  oxalate. 

The  process  gives  good  results  in  determining  manganese  in 
dolomites  and  limestones,  where  the  proportions  amount  to  from 
y\y  to  2  per  cent.  In  larger  quantities  the  total  conversion  of  the 
manganese  cannot  be  depended  on. 

Thorpe  and  Hambly  {J.  G.  S.  Kii.  182)  found  that  the  final 
point  in  the  titration  with  ammonic  oxalate  was  apt  to  be  obscured 
by  the  precipitation  of  lead  carbonate,  and  they  suggest  a 
modification  which  consists  in  using  some  dilute  sulphuric  acid 
with  the  lead  peroxide  and  nitric  acid  during  the  oxidation  of  the 
manganese ;  no  lead  then  passes  into  solution,  and  the  filtered 
liquid  remains  perfectly  clear  on  titration.  These  operators  found 
the  method  quite  trustworthy  for  quantities  of  manganese  below 
O'Ol  gm,,  and  carried  out  as  follows : — 

The  Analysts:  To  the  manganese  solution  which  must  be  free  from 
chlorine  and  not  too  dilute,  say  about  25  c.c,  add  5  c.c.  of  nitric  acid 
(sp.  gr.  1'4),  2 — 3  gm.  of  lead  peroxide  and  10 — ^20  c.c.  of  dilute  sulphuric 
acid  (1  :  2).  Boil  gently  for  about  four  minutes,  wash  down  the  sides  of 
the  flask  with  hot  water,  and  continue  the  boiling  for  half  a  minute. 
Allow  the  lead  sulphate  and  peroxide  to  subside  and  filter  at  once  (best  with 
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£lter  pump  through  asbestos,  previously  ignited  and  washed  with  dilute 
H%0^).  Wash  the  residue  in  flask  with  boiling  water  bj  decantation,  heat 
the  clear  filtrate  to  60°  C,  and  titrate  with  /^  amnionic  oxalate. 

Peters  avails  himself  of  this  method  for  estimating  manganese 
in  pig  iron  or  steel  by  weighing  0*1  gm.  of  the  sample,  and  boiling 
in  3  or  4  c.c  of  nitric  acid  until  solution  of  the  metal  is  complete, 
adding  0*2  or  0*3  gm.  PbO^,  and  again  boiling  for  two  or  three 
minutes,  without  filtering  off  the  insoluble  graphite,  if  such  should 
be  present  The  solution  is  then  cooled,  filtered  through  asbestos 
into  a  suitable  graduated  tube,  and  the  colour  compared  with  a 
standard  solution  of  permanganate  contained  in  a  similar  tube. 

The  standard  permanganate  is  best  made  by  diluting  1  c.c.  of 
^  solution  with  109  c.c.  of  water ;  each  c.c.  will  then  represent 
O'OOOOl  gm.  Mn.  It  has  been  previously  mentioned  that  accurate 
results  by  this  method  can  only  be  obtained  by  using  very  small 
quantities  of  material  Peters  finds  this  to  be  the  case,  and  hence 
recommends,  that  for  irons  containing  from  0 '10  to  0*35  per  cent, 
of  Mn  0*1  gm.  should  be  operated  upon;  when  from  0*8  to  1 
per  cent,  is  present,  0*1  gm.  of  the  sample  is  weighed  and  one- 
fourth  of  the  solution  only  treated  with  PbO^;  in  still  richer 
samples  proportionate  quantities  must  be  taken.  As  a  guide,  it  is 
well  to  assume,  that  when  the  amount  of  iron  taken  yields  a  colour 
equal  to  25 — 35  c.c.  of  the  standard,  the  whole  of  the  Mn  is 
oxidized.  The  actual  amount  of  manganese  in  any  test  should  not 
exceed  half  a  miUigram  {C.  N.  xxxiii.  35). 

4.    Estimation  in  Spieffeleisen,  Steel,  etc.,  by  measnrement  of  CQs 

(Parry). 

Parry  adopts  the  well-known  reaction  in  Fresenius  and 
Wills'  process  of  decomposing  MnO^  with  sulphuric  or  hydro- 
chloric acid  and  sodic  oxalate,  by  dissolving  a  known  weight  of 
spiegeleisen  in  strong  nitric  acid,  in  a  small  pear-shaped  flask  of 
hard  glass ;  evaporating  to  dryness,  igniting  gently  for  ten  minutes, 
and  after  cooUng  treating  the  residue  with  sodic  oxalate  and 
hydrochloric  acid,  connecting  the  flask  immediately  to  the  gas 
apparatus,  and  conveying  the  evolved  CO^  into  it  for  measurement 
over  mercury.  Parry  uses  an  apparatus  devised  by  himself,  and 
figured  in  his  paper  (C7.  N.  xxix.  86);  but  any  of  the  gas 
apparatus  described  in  Part  VII.  will  suffice.  The  number  of  c.c. 
of  CO^  at  760**  m.m.  pressure  and  0°  C.  temperature  being  known, 
it  is  easy  to  calculate  the  corresponding  quantity  of  manganese. 

87  parts  by  weight  of  Mn02=88  00^=55  Manganese. 

It  was,  however,  found  impossible  to  obtain  a  product  containing 
MnO^.  Although  many  experiments  were  made  with  this  object, 
heating  over  the  Buns  en's  burner  as  previously  described,  the 
manganese  was  always  present  as  Mn^O^,  and  further  heating  for 
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thirty  minutes  showed  no  loss  of  oxygen.     Consequently,  88  parts 
of  CO^  represented  110  of  metallic  manganese. 


0*6  gm.  of  Spiegeleisen  gave  GCH        31*80  c.c. 

Temperature       19^*" 

Barometer  738*00  m.m. 

Tension  of  aqueous  vapour       ...        16*36  m.m 

81*8x721*64 

760  X  J  1+ (0*008665  x  19)  J  "" 
28*22  C.C.  CO*  X  0*1966  x  110 


88 
=0*06984  gm.  Mn=lS*868  per  cent 


The  calculation  may  be  simplified  by  the  use  of  the  table  at  end 
of  this  volume. 

Also  the  value  of  1  cc.  of  CO^  shown  by  the  instrument  may  be 
expressed  in  parts  by  weight  of  Mn.  Thus,  28*22  cc.  of  CO*  = 
0*06934  gm.  of  CO*;  therefore  1  c.c.  =  0*00245716  gm.  of  Mn, 
which,  multiplied  by  z  cc.  of  CO*  found,  gives  at  once  the 
corresponding  amount  of  manganese. 

This  method  has  been  applied  to  the  determination  of  manganese 
in  steel,  treating  not  less  than  4  gm.  of  steel,  and  measuring  over 
mercury.  The  dry  product  requires  a  rather  stronger  heat,  best 
obtained  by  heating  over  a  small  Bunsen's  burner  in  an  open 
platinum  capsule.  It  is  best  to  take  10  gm.  of  steel  for 
solution,  evaporate  to  dryness  in  a  porcelain  dish,  and  heat  a 
weighed  portion  of  the  dry  residue  as  above,  reserving  part  for  a 
second  trial. 


5.    Tedmical  Examination  of  Kanganese  Ores  nsed  for  Bleaching* 
Purposes,  etc. 

One  of  the  most  important  things  connected  with  the  analysis  of 
manganese  ores  is  the  determination  of  moisture.  Fresenius  has 
found  by  a  most  careful  series  of  experiments  that  the  temperature 
at  which  all  hygroscopic  moisture  is  expelled,  without  disturbing 
that  which  is  chemically  combined,  is  120*"  C,  and  this  temperature 
is  now  used  by  most  chemists.  The  drying  apparatus  devised  by 
Fresenius  consists  of  a  round  cast-iron  air  chamber,  about  ten 
inches  in  diameter,  and  two  inches  deep,  having  six  openings  at  the 
top,  into  which  little  brass  pans,  two  and  a  half  inches  in  diameter, 
are  dropped,  containing  the  very  finely  powdered  ore  ;  into  one  of 
the  pans  the  bulb  of  a  thermometer  is  placed,  imbedded  in  iron 
filings,  and  the  instrument  kept  upright  by  an  iron  rod  and  ring 
attached  to  the  upper  surface  of  the  air  chamber.  The  whole  is 
supported  by  a  tripod,  and  heated  by  a  gas  flame  to  the  required 
temperature.  The  ore,  when  powdered  and  dried  at  this  temperature, 
rapidly  absorbs  moisture  on  exposing  it  to  the  air,  and  consequently 
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has  to  be  weighed  quickly ;  it  is  better  to  keep  the  powdered  and 
dried  sample  in  a  small  light  stoppered  bottle,  the  weight  of  which, 
with  its  contents  and  stopper,  is  accurately  known.  About  1  or  2 
gm.,  or  any  other  quantity  within  a  trifle,  can  be  emptied  into 
the  proper  vessel  for  analysis,  and  the  exact  quantity  found  by 
reweighing  the  bottle. 

,A  hardened  steel  or  agate  mortar  must  be  used  to  reduce  the 
mineral  to  the  finest  possible  powder,  so  as  to  insure  its  complete 
and  rapid  decomposition  by  the  hydrochloric  acid. 

Considerable  discussion  has  occurred  as  to  the  best  processes 
for  estimating  the  available  oxygen  in  manganese  ores,  arising  from 
the  fact  that  many  of  the  ores  now  occurring  in  the  mArket  contain 
iron  in  the  ferrous  state ;  and  if  such  ores  be  analyzed  by  the  usual 
iron  method  with  hydrochloric  acid,  a  portion  of  the  chlorine 
produced  is  employed  in  oxidizing  the  iron  contained  in  the  original 
ore.  Such  ores,  if  examined  by  Fresenius  and  Wills'  meUiod, 
show  therefore  a  higher  percentage  than  by  the  iron  method,  since 
no  such  consumption  of  chlorine  occurs  in  the  former  process. 
Manufacturers  have  therefore  refused  to  accept  certificates  of 
analysis  of  such  ores  when  based  on  Fresenius  and  Wills' 
method.  This  renders  the  volumetric  processes  of  more  importance, 
and  hence  various  experiments  have  been  made  to  ascertain  their 
possible  sources  of  error. 

The  results  show  that  the  three  following  methods  give  very 
satisfactory  results  (see  Scherer  and  Rumpf,  C,  N,  xx.  302; 
also  Pattinson,  ibid,  xxi.  266;  and  Paul,  xxi.  16). 


6.    Direct  Analysis  by  BistUlatioxi  with  HydrocUoTio  Aoid. 

This  is  the  quickest  and  most  accurate  method  of  finding  the 
quantity  of  available  oxygen  present  in  any  of  the  ores  of  manganese 
or  mixtures  of  them.  It  also  possesses  the  recommendation  that  the 
quantity  of  chlorine  which  they  liberate  is  directly  expressed  in  the 
analysis  itself ;  and,  further,  gives  an  estimate  of  the  quantity  of 
hydrochloric  acid  required  for  the  decomposition  of  any  particular 
sample  of  ore,  which  is  a  matter  of  some  moment  to  the  manu- 
facturer of  bleaching  powder. 

The  apparatus  for  the  operation  may  be  those  shown  in  figs. 
29,  30,  and  34.  For  precautions  in  conducting  the  distillation 
see  §35. 

Tk€  Analysis :  In  order  that  the  percentage  of  dioxide  shall  be  directly 
expTMsed  by  the  number  of  o.c.  of  t7  thiosulphate  solution  used,  0*436  gm. 
of  the  properly  dried  and  powdered  sample  is  weighed  and  put  into  the  little 
flask;  solution  of  potsssio  iodide  in  sufftdent  quantity  to  aheorb  all  the 
iodine  set  free  is  put  into  the  large  tube  (if  the  solution  oontuning  A  ^*  oi^ 
38*2  gm.  in  the  liter  be  used,  about  70  or  80  c.c.  will  in  ordinary  cases  be 
soflicient) ;  very  strong  hydrochloric  acid  is  then  poured  into  the  distilliDg 
flask,  and  the  operation  conducted  as  in  §  85.  I^h  equivalent  of  iodine 
libented  represents  1  eq.  CI,  also  1  eq.  MnO*. 
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Instead  of  using  a  definite  weight,  it  is  well  to  do  as  before 
proposed,  namely,  to  pour  about  the  quantity  required  out  of  the 
weighed  sample-bottle  into  the  flask,  and  find  the  exact  weight 
afterwards. 

Barlow  (C.  N.  liii.  41)  records  a  good  method  of  separating 
Mn  from  the  metals  of  its  own  group  as  well  as  from  alkalies  and 
alkaline  earths. 

For  the  quantitative  estimation  of  Fe  and  Mn  in  the  same 
solution  as  chlorides  (other  metals  except  Cr  and  Al  may  be  present, 
but  best  absent),  solution  of  NH*C1  is  first  added,  then  strong 
NH*HO  in  ^excess,  boil,  then  hydrogen  peroxide  so  long  as  a 
precipitate  falls,  boil  for  a  few  minutes,  filter,  wash  with  hot  water, 
ignite,  and  weigh  the  mixed  oxides  together  as  Fe^O*  +  Mn^O*. 

The  oxides  are  then  distilled  with  HCl,  and  the  amount  of 
iodine  found  by  thiosulphate. 

The  weight  of  mixed  oxides,  minus  the  Mn^O*,  gives  the  weight 
of  Fe208. 

Pickering  (/.  C,  S.  1880,  128)  has  pointed  out  that  pure 
manganese  oxides,  freshly  prepared,  or  the  dry  oxides  in  very 
fine  powder,  may  be  rapidly  estimated  without  distillation  by 
merely  adding  them  to  a  large  excess  of  potassic  iodide  solution 
in  a  beaker,  running  in  2  or  3  cc.  of  hydrochloric  acid,  when 
the  oxides  are  immediately  attacked  and  decomposed;  the  liberated 
iodine  is  then  at  once  titrated  with  thiosulphate.  Impure  oxides, 
containing  especially  ferric  oxide,  cannot  however  be  estimated  in 
this  way,  since  the  iron  would  have  the  same  eflect  as  manganic 
oxide ;  hence,'  distillation  must  be  resorted  to  in  the  case  of  all 
such  ores,  and  it  is  imperative  that  the  strongest  hydrochloric  acid 
should  be  used. 

Pickering's  modified  process  is  well  adapted  to  the  examination 
of  the  Weldon  mud,  for  ite  available  amount  of  manganese  dioxide. 


7.     Estiiziation  by  Oxalic  Add. 

The  very  finely  powdered  ore  is  mixed  with  a  known  volume  of 
normal  oxalic  acid  solution,  sulphuric  acid  added,  and  the  mixture 
heated  and  well  shaken,  to  bring  the  materials  into  intimate  contact 
and  liberate  the  CO^.  When  the  whole  of  the  ore  is  decomposed, 
which  may  be  known  by  the  absence  of  brown  or  black  sedunent^ 
the  contents  of  the  vessel  are  made  up  to  a  definite  volume,  say 
300  cc,  and  100  cc.  of  the  dirty  milky  fluid  well  acidified, 
diluted,  and  titrated  for  the  excess  of  oxalic  acid  by  permanganate. 
If,  in  consequence  of  the  impurities  of  the  ore,  the  mixture  be 
brown  or  reddish  coloured,  this  would  of  course  interfere  with  the 
indication  of  the  permanganate,  and  consequently  the  mixture  in 
this  case  must  be  filtered ;  the  300  cc.  are  therefore  well  shaken 
and  poured  upon  a  large  filter.     When  about  100  cc  have  ] 
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through,  that  quantity  can  be  taken  by  the  pipette  and  titrated  as 
in  the  former  case. 

If  the  solution  be  not  dilute  and  freely  acid,  it  will  be  found 
that  the  pennanganate  produces  a  dirty  brown  colour  instead  of  its 
well-known  bright  rose-red ;  if  the  first  few  drops  of  pennanganate 
produce  the  proper  colour  immediately  they  are  added,  the  solution 
is  sufficiently  acid  and  dilute. 

If  4*357  gm.  of  the  ore  be  weighed  for  analysis,  the  number  of 
cc.  of  normal  oxalic  acid  will  give  the  percentage  of  dioxide ;  but 
as  that  is  rather  a  large  quantity,  and  t^es  some  time  to  dissolve 
and  decompose,  half  the  quantity  may  be  taken,  when  the  per- 
centage is  obtained  by  doubling  the  volume  of  oxalic  acid. 

JSsample :  The  permanganate  was  titrated  with  normal  oxalic  acid,  and  it 
was  found  that  1  c.c.=0*25  cc.  of  normal  oxalic  acid.  2*178  gm.  of  a  rich 
sample  of  commercial  manganese  (p3rrolusite)  were  treated  with  60  cc.  of 
normal  oxalic,  together  with  5  cc  of  concentrated  sulphuric  acid,  until  the 
decomposition  was  complete.  The  resulting  solution  was  milky,  but  con- 
tuned  nothing  to  obscure  the  colour  of  the  permanganate,  and  therefore 
needed  no  filtration.  It  was  diluted  to  300  cc,  and  100  cc  taken  for  titra- 
tion, which  required  6*2  cc  of  permanganate.  A  second  100  cc  required 
6*8,  mean  6*25,  which  multiplied  by  3  gave  18*75  cc. ;  this  multinlied  by 
the  factor  0*25  to  convert  it  into  oxalic  acid  gave  4*68  cc.  normal  oxalic^ 
and  this  being  deducted  from  the  original  60  cc.  used,  left  45*32  cc.=90'64 
per  cent,  of  pure  manganic  dioxide. 

This  process  possesses  an  advantage  over  the  following,  inasmuch 
as  there  is  no  fear  of  false  results  occurring  from  the  presence  of 
air.  The  analysis  may  be  broken  off  at  any  stage,  and  resumed  at 
the  operator's  convenience. 

8.     Estimation  by  Iron. 

The  most  satisfactory  form  of  iron  is  soft  "  flower  "  wire,  which 
is  readily  soluble  in  sulphuric  acid.  If  a  perfectly  dry  and  un- 
oxidized  double  iron  salt  be  at  hand,  its  use  saves  time.  1  mol.  of 
this  salt  =392,  representing  43*5  of  MnO^,  consequently,  1  gm.  of 
the  latter  requires  9  gm.  of  the  double  ^alt ;  or  in  order  that  the 
percentage  shall  be  obtained  without  calculation,  1*111  gm.  of  ore 
may  be  weighed  and  digested  in  the  presence  of  free  sulphuric  acid, 
witii  10  gm.  of  double  iron  salt,  the  whole  of  which  would  be 
required  supposing  the  sample  were  pure  dioxide.  The  undecom- 
posed  iron  salt  remaining  at  the  end  of  the  reaction  is  estimated  by 
permanganate  or  bichromate;  the  quantity  so  found  is  deducted 
from  the  original  10  gm.,  and  if  the  remainder  be  multiplied  by  10 
the  percental  of  dioxide  is  gained. 

Instead  of  this  plan,  which  necessitates  exact  weigbing,  any 
convenient  quantity  may  be  taken  from  the  tared  bottle,  as  before 
described,  and  digested  with  an  excess  of  double  salt,  the  weight 
of  which  is  known.  After  the  undecomposed  quantity  is  found  by 
permanganate  or  bichromate,  the  remainder  is  multiplied  by  the 
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factor  O'lll,   which   gives   the   proportion   of    dioxide  present, 
whence  the  percentage  may  be  calculated. 

The  decomposition  of  the  ore  may  very  conveniently  be  made  in 
the  flask  apparatus  fig.  35.  The  ore  is  first  put  into  the  decom- 
posing flask,  then  the  iron  salt  and  water,  so  as  to  dissolve  the  salt 
to  some  extent  before  the  sulphuric  acid  is  added.  Sulphuric  acid 
should  be  used  in  considerable  excess,  and  the  flask  heated  by  the 
spirit  lamp  till  all  the  ore  is  decomposed;  the  solution  is  then 
cooled,  diluted,  and  the  whole  or  part  titrated  with  permanganate 
or  bichromate.  Instead  of  this  apparatus,  a  single  flask,  with  tube 
and  indiarubber  valve,  will  be  equally  convenient. 

Example:  1  nn.  of  double  iron  salt  was  titrated  with  permanganate 
solution,  of  which  21*4  c.c.  were  required. 

1*111  gm.  of  the  sample  of  mangaiiese  was  accurately  weighed  and  digested 
with  8  gm.  of  iron  salt,  and  sulphuric  acid.  After  the  decomposition  8*8  o.c. 
of  permanganate  were  required  to  peroxidize  tiie  undeoomposed  iron  salt 
(=0*42  gm.),  which  deducted  from  the  8  gm.  originally  used  left  7*58  gm. ; 
or  placing  the  decimal  point  one  place  to  the  right,  75*8  per  cent,  of  pure 
dioxide. 

In  the  case  of  using  -^  bichromate  for  the  titration,  the  f ollo\(dng 
plan  is  convenient : — 100  c.c.  of  -^  bichromate  =  3*92  gm.  of  double 
iron  salt  (supposing  it  to  be  perfectly  pure),  therefore  if  0*436  gm. 
of  the  sample  of  ore  be  boiled  with  3*92  gm.  of  the  double  salt 
and  excess  of  acid,  the  number  of  c.c.  of  bichromate  required 
deducted  from  100  will  leave  the  number  corresponding  to  the 
percentage. 

Example :  0*436  gm.  of  the  same  sample  as  examined  before  was  boiled 
with  3*92  gm.  of  double  salt,  and  afterwards  required  24  c.c.  of  ^  bichro- 
mate, which  deducted  from  100  leaves  76  per  cent,  of  dioxide,  agreeing  very 
closely  with  the  previous  examination. 

When  using  metaUic  iron  for  the  titration  (which  in  most  cases  is  preferred) 
Pattinson  proceeds  as  follows: — 80  gm.  of  clean  iron  wire  are  placed 
in  the  apparatus  fig.  35,  with  3  oz.  of  dilute  sulphuric  acid,  made  by  adding 
3  parts  of  water  to  one  of  concentrated  acid.  When  the  iron  is  quite  dissolved, 
80  gm.  of  the  finely  powdered  and  dried  sample  of  manganese  ore  to  be 
tested  are  put  into  the  flask,  the  cork  replaced,  and  the  contents  again  made 
to  boil  gently  over  a  gas  flame  until  it  is  seen  that  the  whole  of  the  black 
part  of  the  manganese  is  dissolved.  The  water  in  the  small  flask  is  then 
allowed  to  recede  through  the  bent  tube  into  the  larger  flask,  more  distilled 
water  is  added  to  rinse  out  the  small  flask  or  beaker  and  bent  tube,  the  cork 
well  rinsed,  and  the  contents  of  the  flask  made  up  to  about  8  or  10  oz.  wiUi 
distilled  water.  The  amount  of  iron  remaining  unoxidized  in  the  solution 
is  then  ascertained  by  means  of  a  standard  solution  of  potassic  bichromate. 
The  amount  indicated  by  the  bichromate  deducted  from  the  total  amount  of 
iron  used,  gives  the  amount  of  iron  which  has  been  oxidized  by  the  manga- 
nese ore,  and  from  which  the  percentage  of  manganic  dioxide  contained  in 
the  ore  can  be  calculated.  Thus,  supposing  it  were  found  that  4  gm.  of 
iron  remained  imoxidized^  then  30 — 4=26  gm.  of  iron  which  have  been 
oxidized  by  the  30  gm.  of  ore.    Then,  as 

56  :  43*6  :  :  26  :  20*2 
the  amount  of  dioxide  in  the  30  gm.  of  ore.    The  percentage  is  therefore 
67-33.    Thus— 

30  :  20*2  :  :  100  :  67'S3 
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Grain  weights  are  given  in  this  example,  but  those  who  use  the 
gram  system  will  have  no  difficulty  in  arranging  the  details 
accordingly. 

The  method  generally  adopted  at  alkali  works  is  as  follows : — 

"Weigh  out  1'0875  gm.  of  the  finely  ground  dried  ore  into  a  small  flask, 
fitted  with  tabe  and  elastio  Talve.  Add  to  it  75  c.o.  of  a  solution  made  by 
disBoMng  100  gm.  pure  ferrous  sulphate  in  water,  adding  100  c.c.  pure 
IPSO*,  and  dQuting  to  a  liter.  Close  the  flask  by  its  indiarubber  stopper  con- 
taining the  valve,  and  heat  till  the  ore  is  decomposed,  leaving  only  a  light 
coloured  sediment.  After  complete  coolings  add  about  200  cc.  cold  water, 
and  immediately  titrate  with  tQ  permanganate  to  a  faint  pink.  While  the 
ore  ia  decomposing,  titrate  25  o.c.  of  the  iron  solution  to  ascertain  its  exact 
strength,  and  calculate  the  volume  for  75  c.c.  Deduct  the  difference 
between  the  two  titrations.  Each  c.c.  of  permanganate  so  found  reiMresents 
Ot)2l75  gm.  MnO^  or  2  per  cent. 

MEBCT7B7. 

Hg=200. 

1  cc  ^  solution  =  0-0200  gm.  Hg. 
=  0-0208  gm.  Hg20 
=  0-0271  gm.  HgCl« 

Double  iron  salt  x  0-5104  =  Hg 

X  0-6914  =  HgCl» 

1.     Precipitation   as   Mercurons    Chloride. 

§  65.  Thb  solution  to  be  titrated  must  not  be  warmed,  and  must 
contain  the  metal  only  in  the  form  of  protosalt.  yq*  ^^^  chloride 
is  added  in  slight  excess,  the  precipitate  washed  with  the  least 
possible  quantity  of  water  to  ensure  the  removal  of  all  the  sodic 
chloride ;  to  the  filtrate  a  few  drops  of  chromate  indicator  are  added, 
then  pure  sodic  carbonate  till  the  liquid  is  of  clear  yellow  colour, 
-^  silver  is  then  delivered  in  till  the  red  colour  occurs.  The 
quantity  of  sodic  chloride  so  found  is  deducted  from  that  originally 
used,  and  the  difference  calculated  in  the  usual  way. 

2.     By  Ferrous   Oxide   and   Permanganate    (Mohr). 

This  process  is  based  on  the  fact  that  when  mercuric  chloride 
(corrosive  sublimate)  is  brought  in  contact  with  an  alkaline  solution 
of  ferrous  oxide  in  excess,  the  latter  is  converted  into  ferric  oxide, 
while  the  mercury  is  reduced  to  mercurous  chloride  (calomel).  The 
excess  of  ferrous  oxide  is  then  found  by  permanganate  or  bichro- 
mate— 

2HgC12  +  2FeC12  =  Hg^Cl^  +  Fe^CR 

It  is  therefore  advisable  in  all  cases  to  convei-t  the  mercury  to  bo 
estimated  into  the  form  of  sublimate,  by  evaporating  it  to  dryness 
with  nitro-hydrochloric  acid ;  this  must  take  place,  however,  below 
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hoiling  heat,  as  vapours  of  cliloride  escape  with  steam  at  100°  C. 
(Fresenius). 

Nitric  acid  or  free  chlorine  must  be  altogether  absent  during  the 
decomposition  with  the  iron  protosalt,  otherwise  the  residual 
titration  will  be  inexact,  and  the  quantity  of  the  iron  salt  must  be 
more  than  sufficient  to  absorb  half  the  chlorine  in  the  sublimate. 

Sxample :  1  gm.  of  pure  sublimate  was  dissolved  in  warm  water,  and 
3  gm.  of  double  iron  salt  added,  then  solution  of  caustic  soda  till  freely 
alkaline.  The  mixture  became  muddy  and  dark  in  colour,  and  was  well 
shaken  for  a  few  minutes,  then  sodic  chloride  and  sulphuric  acid  added,  con- 
tinuing the  shaking  till  the  colour  disappeared  and  the  precipitate  of  ferric 
oxide  dissolved,  leaving  the  calomel  white ;  it  was  then  diluted  to  300  c.c. 
filtered  through  a  dry  filter,  and  100  c.c.  titrated  with  ^  permanganate,  of 
which  13*2  c.c.  were  required — 13*2x3=89'6,  which  deducted  from  76'6  cc, 
(the  quantity  required  for  3  gm.  double  iron  salt)  left  36*9  c.c.=l*447  gm. 
of  undecomposed  iron  salt,  which  multiplied  by  the  factor  0*6914,  gave 
1'0005  gm.  of  sublimate,  instead  of  1  gm.,  or  the  36'9  cc.  may  be  multiplied 
by  the  ^  factor  for  mercuric  chloride,  which  will  giye  1  gm.  exactly. 

8.     By   Iodine   and   Thlosulphate    (Hem pel). 

If  the  mercury  exist  as  a  protosalt  it  is  precipitated  by  sodic 
chloride,  the  precipitate  well  washed  and  together  with  its  filter 
pushed  through  the  funnel  into  a  stoppered  flask,  a  sufficient 
quantity  of  potassic  iodide  added,  together  with  y}^  iodine  solution 
(to  1  gm.  of  calomel  about  2*5  gin.  of  iodide,  and  100  cc.  of  ^ 
iodine),  the  flask  closed,  and  shaken  till  the  precipitate  has 
dissolved — 

Hg2C12  +  6KI  +  21  =  2HgK2p  +  2KC1. 

The  brown  solution  is  then  titrated  with  y^r  thiosulphate  till 
colourless,  diluted  to  a  definite  volume,  and  a  measured  portion 
titrated  with  ^  iodine  and  starch  for  the  excess  of  thiosulphate. 
1  cc.  yJt  iodine  =  0*02  gm.  Hg. 

Where  the  mercurial  solution  contains  nitric  acid,  or  the  metal 
exists  as  peroxide,  it  may  be  converted  into  protochloride  by  the 
reducing  action  of  ferrous  sulphate,  as  in  Mohr's  method.  The 
solution  must  contain  hydrochloric  acid  or  common  salt  in  sufficient 
quantity  to  transform  all  the  mercury  into  calomeL  At  least  three 
times  the  weight  of  mercury  present  of  ferrous  sulphate  in  solution 
is  to  be  added,  then  caustic  soda  in  excess,  the  muddy  liquid  well 
shaken  for  a  few  minutes,  then  dilute  sulphuric  acid  added  in 
excess,  and  the  mixture  stirred  till  the  dark-coloured  precipitate 
has  become  perfectly  white.  The  calomel  so  obtained  is  collected 
on  a  filter,  well  washed,  and  titrated  with  ^^  iodine  and  thiosulphate 
as  above. 

4.     Direct   Titration   with    Sodic   Thiosulphate    (Scherer), 

The  standard  thiosulphate  is  made  by  dissolving  ^rr  eq.  =  12'4 
gm.  of  the  salt  in  1  liter  of  water. 
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The  reaction  which  takes  place  with  tliiosulphate  in  the  case  of 
mercuTOUs  nitrate  is 

Hg2(X03)2  +  ISVS208  =  Hg2S  +  ISVSO*  +  K^O^. 

With  mercuric  nitrate — 

3Hg(N03)2  +  2Na2S203  =  2HgS.Hg(N03)2  +  SXa^SO*  +  2^205, 
With  mercuric  chloride — 

3HgC12  +  2Na2S203  +  2H20 =2HgS.HgC12  +  2Xa2S04  +  4HC1. 

(a)  Mercurons  Salts. — The  solution  containing  the  metal  as  a  proto- 
salt  only  is  diluted,  gently  heated,  and  the  thiosulphate  delivered  in  from  the 
burette  at  intervals,  meanwhile  well  shaking  until  the  last  drop  produces  no 
brown  colour.  The  sulphide  settles  freely,  and  allows  the  end  of  the  reaction 
to  be  easily  seen.  1  c.o.  of  thio6ulphate=0*020  gm.  Hg.,  or  0*0208  gm. 
Hg^O. 

(b)  Mercxurio  Nitrate. — The  solution  is  oonsiderably  diluted,  put  into  a 
stoppered  flask,  pitric  acid  added,  and  the  thiosulphate  cautiously  delivered 
from  the  burette,  vigorously  shaken  meanwhile,  until  the  last  drop  produces 
no  further  yellow  precipitate.  Scherer  recommends  that  when  the  greater 
part  of  the  metal  is  precipitated,  the  mixture  should  be  diluted  to  a  definite 
volume,  the  precipitate  allowed  to  settle,  and  a  measured  quantity  of  the 
dear  liquid  taken  for  titration ;  the  analysis  may  then  be  checked  by  a  second 
titration  of  the  clear  liquid,  if  needful.  1  o.c.  thio8ulphate=0'015  gm.  Hg., 
or  00162  gm.  HgO. 

(c)  Kerexurio  Chloride. — With  mercuric  chloride  (sublimate)  the  end  of 
the  process  is  not  so  easily  seen.  The  procedure  is  as  follows : — The  very 
dilute  solution  is  acidified  with  hydrochloric  acid,  heated  nearly  to  boihng, 
and  the  thiosulphate  cautiously  added  so  long  as  a  white  precipitate  is  seen 
to  form ;  any  great  excess  of  the  precipitant  produces  a  dirty-looking  colour. 
Filtration  is  necessary  to  distinguish  the  exact  ending  of  the  reaction,  for 
which  purpose  Beale's  filter  (fig.  19)  is  useful. 

Liebig's  method  is  the  reverse  of  that  used  for  determining 
chlorides  in  urine,  sodic  phosphate  being  used  as  indicator  in  the 
estimation  of  mercury,  instead  of  the  urea  occurring  naturally  in 
urine.     The  method  is  capable  of  very  slight  application. 


5.    As   Kercuric   Iodide    (Personne),    Compt.    Bend.    Ivl.    63. 

This  process  is  founded  on  the  fact  that  if  a  solution  of  mercuric 
chloride  be  added  to  one  of  potassic  iodide,  in  the  proportion  of 
1  equivalent  of  the  former  to  4  of  the  latter,  red  mercuric  iodide  is 
formed,  which  dissolves  to  a  colourless  solution  until  the  balance  is 
overstepped,  when  the  brilliant  red  colour  of  the  iodide  appears  as 
a  precipitate,  which,  even  in  the  smallest  quantity,  communicates 
its  tint  to  the  liquid.  The  mercuric  solution  must  always  be  added 
to  the  potassic  iodide;  a  reversal  of  the  process,  though  giving 
eventually  the  same  quantitative  reaction,  is  nevertheless  much  less 
speedy  and  trustworthy.  The  mercurial  compounds  to  be  estimated 
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by  ihis  process  must  invariably  be  brought  into  the  form  of  neutral 
mercuric  chloride. 

The  standard  solutions  required  are  decinormal,  made  as  follows : — 

Solution  of  Potassic  iodide. — 33*2  gm.  of  pure  salt  to  1  liter. 
1  c.c.=sO-01  gm.  Hg,  or  0-01355  gm.  HgCl«. 

Solution  of  Mercuric  chloride. — 13-537  gm.  of  the  salt,  with 
about  30  gm.  of  pure  sodic  chloride  (to  assist  solution),  are  dissolved 
to  1  liter.     1  c.c.=0'l  gm.  Hg. 

The  conversion  of  various  forms  of  mercury  into  mercuric  chloride 
is,  according  to  Personne,  best  effected  by  heating  with  caustic 
soda  or  potash,  and  passing  chlorine  gas  into  the  mixture,  which 
is  afterwards  boiled  to  expel  excess  of  chlorine  (the  mercuric 
chloride  is  not  volatile  at  boiling  temperature  when  associated  with 
alkaline  chloride).  The  solution  is  then  cooled  and  diluted  to  a 
given  volume,  placed  in  a  burette,  and  delivered  into  a  measured 
volume  of  the  decinormal  potassic  iodide  until  the  characteristic 
colour  occurs.  It  is  preferable  to  dilute  the  mercuric  solution  con- 
siderably, and  make  up  to  a  given  measure,  say  300  or  500  cc  ; 
and  as  a  preliminary  trial  take  20  cc.  or  so  of  iodide  solution, 
and  titrate  it  with  the  mercuric  solution  approximately  with  a 
graduated  pipette ;  the  exact  strength  may  then  be  found  by  using 
a  burette  of  sufficient  size. 


6.    By   Potassio   Cyanide   (Hannay). 

This  process  la  exceedingly  valuable  for  the  estimation  of  almost 
all  the  salts  of  mercury  when  they  occur,  or  can  be  separated,  in  a 
tolerably  pure  state.  Organic  compounds  are  of  no  consequence 
unless  they  affect  the  colour  of  the  solution. 

The  method  depends  on  the  fact  that  free  ammonia  produces  a 
precipitate,  or  (when  the  quantity  of  morcuiy  is  very  small)  an 
opalescence  in  mercurial  solutions,  which  is  removed  by  a  definite 
amount  of  potassic  cyanide.  The  operation  is  performed  in  a  flask 
or  beaker  standing  upon  a  dull  black  ground,  such  as  unglazed 
black  paper  or  black  velvet. 

The  delicacy  of  the  reaction  is  interfered  with  by  excessive 
quantities  of  ammoniacal  salts,  or  by  caustic  soda  or  potash ;  but 
this  difficulty  is  set  aside  by  the  modification  suggested  by  Tuson 
and  Neison  (/.  C.  S.  1877,  679). 

Mercury  compounds,  insoluble  in  water,  must  be  dissolved  in 
nitric,  sulphuric,  or  hydrochloric  acid,  or  in  some  cases  it  may  be 
necessary  |to  use  aqtia  regia.  The  solution  so  obtained  is  then, 
mixed  witii  a  certain  proportion  of  ammonic  chloride  and  potassic 
carbonate,  when  the  characteristic  precipitate  is  at  once  formed, 
and  may  he  removed  by  standard  cyanide. 
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The  standard  solutions  are : — 

Decinormal  Mercuric  chloride. — 13 "537  gm.  per  liter. 

Solution  of  Potassic  cyanide  of  corresponding  strength,  made  by 
dissolving  about  17  gm.  of  pure  crystals  of  potassic  cyanide  in  a 
liter  of  water. 

It  is  also  desirable  to  have — 

Solution  of  Ammonic  chloride. — 5*36  gm.  per  liter. 

Solution  of  Potassic  carbonate. — 69  gm.  per  liter. 

Ammonic  hydrate. — One  part  of  strong  solution  to  nine  parts 
of  water. 

These  latter  solutions  are  used  according  to  the  judgment  of  the 
operator  as  may  be  necessary,  bearing  in  mind  that  in  no  case 
should  there  be  present  during  titration  an  amount  of  ammoniacal 
salt  more  than  ten  or  fifteen  times  that  of  the  mercury  to  be 
estimated.  It  is  best  to  have  the  conditions  as  nearly  as  possible 
the  same  in  any  given  analysis  as  existed  in  the  original  titration 
of  the  standard  solutions. 

Where  the  mercury  compound  is  only  slightly  acid,  the  free 
ammonia  may  be  used  for  neutralizing ;  on  the  other  hand,  in  the 
case  of  much  free  acid,  potassic  carbonate  should  be  used  for  this 
purpose,  preceded  by  some  ammonic  chloride  in  moderate  quantity 
to  produce  the  precipitate.  If  any  mercurial  solution  should  be 
largely  contaminated  with  ammonia  compounds,  potassic  carbonate 
is  added  in  excess,  and  the  mixture  boiled  to  remove  the  ammonia. 
No  mercury  is  lost  by  this  method,  but  on  the  other  hand  it  is 
unsafe  to  attempt  the  removal  of  free  acid  by  boiling,  as  mercury 
is  easily  lost  under  such  conditions. 

Titfvtian  of  the  Potasste  Cyanide:  60  c.c.  of  the  standard  mercuric 
chloride  being  measured  into  a  beaker  standing  on  a  black  surface,  there  are 
added  to  it  2  or  8  c.o.  of  ammonic  chloride  and  a  drop  or  two  of  ammonia. 
The  cyanide  is  then  ran  cautiously  in  from  the  burette  with  constaot  stirring, 
until  the  last  trace  of  opalescence  disappears.  If  the  volume  of  cyanide  is 
less  than  60  c.c.  it  may  he  diluted  to  the  requisite  strength,  or  if  more,  a  factor 
found  for  calculation.  The  solution  varies  slightly  from  time  to  time,  and 
henoe  must  be  verified  before  used. 

Tuson  found  the  process  exceedingly  accurate  in  a  long  series  of 
experiments  upon  various  salts  of  mercury.  In  the  case  of  very 
small  quantities  of  the  metal  ^^  cyanide  should  be  used. 

NIOXBL. 

§  66.  The  estimation  of  this  metal  volumetrically  has  not 
hitherto  been  very  satisfactory.  If  a  solution  of  it  in  a  tolerably 
pure  state  can  be  obtained  by  the  removal  of  other  metals  and 
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substances  liable  to  interfere  with  its  precipitation  as  oxalate,  it 
may  be  titrated  in  that  form  in  the  same  way  as  zinc  (§  78).  The 
estimation  in  conjunction  with  cobalt  is  given  in  §  53. 

Moore  {C.  N.  lix.  160,  293)  has  described  a  process  which  gives 
rapid  and  fairly  good  technical  results,  comparing  favourably  with 
electro  estimations. 

The  method  is  based  on  the  formation  of  a  double  cyanide  of 
nickel  and  potassiimi,  in  alkaline  solution,  with  cupric  ferrocyanide 
as  indicator. 

The  solutions  required  are — 

Pure  Potassic  cyanide,  22  to  25  gm.  per  liter,  so  that  20  c.c. 
shall  about  equal  0*1  gm.  Ni.  This  should  be  standardized  on 
pure  metal. 

Cupric  ferrocyanide  indicator,  prepared  by  precipitatmg  a  weak 
solution  of  cupric  sulphate  with  potassic  ferrocyanide,  and  dis- 
solving the  precipitate  after  decantation  in  a  solution  of  ammonic 
oxalate. 

The  Analysis :  To  the  slightly  acid  solution  of  the  metal  (which  may  also 
contain  Ye,  Zn,  Al  or  Mn,  the  latter  in  small  quantity,  also  sulphates,  nitrates^ 
chlorides,  or  acetates,  but  not  very  large  quantities  of  free  ammonia)  in  s 
white  i>orc6lain  basin,  an  excess  of  sodic  pyrophosphate  is  added,  until  the 
precipitate  first  formed  is  dissolved ;  the  liquid  is  then  made  faintly  acid  with 
HCl,  and  finally  distinctly  alkaline  with  NH^.  The  standard  cyanide  is  then 
ran  in,  with  constant  stirring,  until  the  blue  colour  di8a;ppears,  and  gives 
place  to  a  yellowish  tint.  A  measored  quantity  of  the  mdicator  is  now 
added,  which  imparts  its  own  violet-brown  colour;  the  addition  of  the  cyanide 
is  cautiously  continued  imtil  the  colour  is  destroyed.  Practice  is  necessary 
to  distinguish  the  proper  end-reaction.  When  zinc  is  present  the  cyanide 
must  be  added  slowly,  and  only  until  the  ferrocyanide  colour  vanishes,  a» 
if  continued  until  the  yellow  colour  occurs,  the  results  will  be  too  high. 


KITBOQEN   AS 

NITBATES    AND    NITBITES. 

Nitric   Anhydride. 

N2O5  =  108. 

Nitrous  Anh3rdride. 

N203  =  76. 

Factors. 

Normal  acid 
Ditto 

Metallic  iron 
Ditto 
Ditto 

X      00540  =  N205 
X      01011  =KN03 
X      0-3750  =  HN03 
X      0-6018  =  KN03 
X     0-3214  =  ^205 

§  67.  The  accurate  estimation  of  nitric  acid  in  combination 
presents  great  difficulties,  and  can  only  be  secured  by  indirect 
means;  the  methods  here  given  are  sufficient  for  most  purposes. 
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Very  few  of  them  c&n  be  said  to  be  simple,  but  it  is  to  be  feared 
that  no  simple  process  can  ever  be  obtained  for  the  determination 
of  nitric  acid  in  many  of  its  combinations. 

1*    Qay  Lussao's  Method  modlfled  l>y  Al>el  (applioahle  only 
to  Alkaline  Nitrates). 

This  process  depends  upon  the  conversion  of  potassic  or  sodic 
nitrates  into  carbonates  by  ignition  with  carbon,  and  the  titration 
of  the  carbonate  so  obtained  by  normal  acid.  The  number  of  c,c. 
of  normal  acid  reqidred  multiplied  by  0*101  will  give  the  weight 
of  pure  i)otassic  nitrates  in  grams;  by  0-085^  the  weight  of  sodic 
nitrate  in  grams. 

The  best  method  of  procedure  is  as  follows : — > 

The  sample  is  finely  powdered  and  dried  in  an  air  bath,  and  1  gm.,  or  an 
equivalent  quantity  in  grains,  weighed,  introduced  into  a  platinum  crucible, 
and  mixed  with  a  fourth  of  its  weight  of  pure  graphite  (prepared  by 
Brodie's  process),  and  four  times  its  weight  of  pure  ignited  sodic  chloride. 
The  crucible  is  then  covered  and  heated  moderately  for  twenty  minutes  over 
aBunsen's  burner,  or  for  eight  or  ten  minutes  in  a  muffle  (the  heat  must 
not  be  so  great  as  to  volatilize  the  chloride  of  sodium  to  any  extent).  If 
sulphates  are  present  they  will  be  reduced  to  sulphides ;  and  as  these  would 
consume  the  normal  acid,  and  so  lead  to  false  results,  it  is  necessary  to 
sprinkle  the  fused  mass  with  a  little  powdered  potassic  chlorate,  and  heat 
again  moderately  till  all  effervescence  has  ceased.  The  crucible  is  then  set 
aside  to  cool,  warm  water  added,  the  contents  brought  upon  a  filter,  and 
washed  with  hot  water  till  the  washings  are  no  longer  alkaline.  The  filtrate 
is  then  titrated  with  normal  acid  in  the  ordinary  way. 

8.     Estimation  of  Nitrates  by  Distillation  with  Sulphuric  Acid. 

This  method  is  of  very  general  application,  but  particularly  so 
'with  the  impure  alkaline  nitrates  of  commerce.  The  process  needs 
careful  manipulation,  but  yields  accurate  results. 

There  are  two  methods  of  procedure. 

(a)  To  bring  the  weighed  nitrate  into  a  small  tubulated  retort  with  a 
cooled  mixture  of  water  and  strong  sulphuric  acid,  in  the  proportion  of  10  c.c. 
of  water  and  5  c.c.  of  sulphuric  acid  for  1  gm.  of  nitrate.  The  neck  of  the 
retort  is  drawn  out  to  a  point  and  bent  downward,  entering  a  potash  or  other 
convenient  bulb  apparatus  containing  normal  caustic  alkali.  The  retort  is 
then  buried  to  its  neck  in  the  sand-bath,  and  heated  to  170**  C.  (338°  Fahr.) 
so  long  as  any  liquid  distils  over;  the  heat  must  never  exceed  175°  C. 
(847*  Jrahr.),  otherwise  traces  of  sulphuric  acid  will  come  over  with  the 
nitric  acid.  The  quantity  of  acid  distilled  over  is  found  by  titrating  the 
fluid  in  the  receiver  with  normal  acid  as  usual. 

(b)  Distillation  in  a  Partial  Vacuum  (Finkener). — By  this 
arrangement  there  is  no  danger  of  contaminating  the  distillate  with 
sulphuric  acid,  inasmuch  as  the  operation  is  conducted  in  a  water 
bath,  and  when  once  set  going  needs  no  superintendence. 

The  retort  is  the  same  as  before  described,  but  the  neck  is  not  drawn  out 
or  bent;  the  stopper  of  the  tubulure  must  be  well  ground.    The  receiver  is 
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a  20Q-C.C.  flask  with  narrow  neck,  containing  the  requisite  quantity  of  normal 
alkali  diluted  to  about  30  c.c.  The  receiver  is  bound,  air-tight,  to  the  neck 
of  the  retort  (which  should  reach  nearly  to  the  middle  of  the  flask)  by 
means  of  a  vulcanized  tube  r  the  proportions  of  acid  and  water  before  men- 
tioned are  introduced  into  the  retort  with  a  tube  funnel.  The  stopper  of  the 
retort  is  then  removed,  and  the  contents,  both  of  the  receiver  and  retort, 
heated  by  spirit  or  gas  lamp  to  boiling,  so  as  to  drive  out  the  air;  the 
weighed  nitrate  contained  in  a  small  tube  is  then  dropped  into  the  retort, 
the  stopper  inserted,  the  lunps  removed,  and  the  retort  brought  into  the 
water  bath,  while  the  receiver  is  kept  cool  with  wet  tow,  or  placed  in  cold 
water.  The  distillate  is  titrated  as  before.  1  or  2  gm.  of  saltpetre  require 
about  four  hours  for  the  completion  of  the  process. 

Finkener  obtained  very  accurate  results  by  this  method. 
When  chlorides  are  present  in  the  nitrate,  a  small  quantity  of 
moist  oxide  of  silver  is  added  to  the  mixture  before  distillation. 


3.    Estizoation  by  conversion  into  Ammonia   (Schnlse  and 
Vernon  Harcourt). 

The  principle  of  this  method  is  based  on  the  fact  that  when  a 
nitrate  is  heated  with  a  strong  alkaline  solution,  and  zinc  added. 


Fig.  37. 

ammonia  is  evolved;  when  zinc  alone  is  used,  however,  the  quantity 
of  ammonia  hberated  is  not  a  constant  measure  of  the  nitric  acid 
present.  Vernon  Harcourt  and  Siewert  appear  to  have 
arrived  independently  at  the  result  that  by  using  a  mixture  of  zinc 
and  iron  the  reaction  was  perfect  (/.  C.  S.  1862,  381 ;  An,  Clienu 
u.  Phar,  cxxv.  293). 

A  convenient  form  of  apparatus  is  shown  in  fig.  37. 

The  distilling  flask  holds  about  200  c.c,  and  is  closely  connected  by  a  bent 
tube  with  another  smaller  flask,  in  such  a  manner  that  both  may  be  placed 
obliquely  upon  a  sand-bath,  the  bulb  of  the  smaller  flask  coming  just  under 
the  neck  of  the  larger.  The  oblique  direction  prevents  the  spirting  of  the 
boiling  liquids  from  entering  the  exit  tubes,  but  as  a  further  precaution^ 
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these  latter  are  in  both  flasks  turned  into  the  form  of  a  hook ;  from  the  second 
flask,  which  must  be  somewhat  wide  in  the  mouth»  a  long  tube  passes  through 
a  Liebig's  condenser  (which  may  be  made  of  wide  glass  tube)  into  an 
ordinary  tubulated  receiver,  containing  normal  sulphuric  acid  coloured  with 
an  indicator.  The  end  of  the  distilling  tube  reaches  to  about  the  middle  of 
the  receiver,  through  the  tubulure  of  which  Harcourt  passes  a  bulb 
apparatus  of  peculiar  form,  containing  also  coloured  normal  acid ;  instead  of 
this  latter,  however,  a  chloride  of  calcium  tube,  filled  with  broken  glass,  and 
moistened  with  acid,  will  answer  the  purpose.  The  distilling  tube  should  bo 
cut  at  about  two  inches  from  the  cork  of  the  second  flask,  and  connected  by 
means  of  a  well-fitting  vulcanized  tube ;  by  this  means  water  may  be  passed 
through  the  tube  when  the  distillation  is  over  so  as  to  remove  any  traces  of 
ammonia  which  may  be  retained  on  its  sides.  All  the  corks  of  the  apparatus 
should  be  soaked  in  hot  paraffine,  so  as  to  fill  up  the  pores. 

All  being  r^idy,  about  60  gm.  of  finely  granulated  zinc  (best  made  by 
pouring  molten  zinc  into  a  warm  iron  mortar  while  the  pestle  Ls  rapidly  being 
rubbed  round^  are  put  into  the  larger  flask  with  about  half  the  quantity  of 
clean  iron  fihngs  which  have  been  ignited  in  a  covered  crucible  (fresh  iron 
and  zinc  should  be  used  for  each  analysis) ;  the  weighed  nitrate  is  then 
introduced,  either  in  solution,  or  with  water  in  sufficient  quantity  to 
dissolve  it^  strong  solution  of  caustic  potash  added,  and  the  flask  immediately 
connected  with  the  apparatus,  and  placed  on  a  small  sand-bath,  which  can 
be  heated  by  a  gas-burner,  a  little  water  being  previously  put  into  the 
second  flask.  Convenient  proportions  of  material  are  \  gm.  nitre,  and 
about  25  c.c.  each  of  water,  and  solution  of  potash  of  spec.  grav.  1*3. 
The  mixture  should  be  allowed  to  remain  at  ordinary  temperature  for  about 
an  hour  (Eder). 

Heat  is  now  applied  to  that  part  of  the  sand-bath  immediately  beneath 
the  larger  flask,  and  the  mixture  is  gradually  raised  to  the  boiling  point. 
When  distOlation  has  actually  commenced,  the  water  in  the  second  flask  is 
made  to  boil  gently ;  by  this  arrangement  the  fluid  is  twice  distilled,  and  any 
traces  of  fixed  alkali  which  may  escape  the  first  are  sure  to  be  retained  in  the 
second  flask.  The  distillation  with  the  quantities  above  named  will  occupy 
about  an  hour  and  a  half,  and  is  completed  when  hydrogen  is  pretty  freely 
liberated  as  the  potash  becomes  concentrated.  The  lamp  is  then  removed, 
and  the  whole  allowed  to  cool,  the  distilling  tube  rinsed  into  the  receiver, 
also  the  tube  containing  broken  glass ;  the  contents  of  the  receiver  are  then 
titrated  with  ^  caustic  potash  or  soda  as  usual. 

Eder  recommends  that  an  ordinary  retort,  with  its  beak  set  upwards, 
should  be  used  instead  of  the  flask  for  holding  the  nitrate,  and  that  an 
aspirator  should  be  attached  to  the  exit  tube,  so  that  a  current  of  air  may  be 
drawn  through  during  and  after  the  distillation. 

Chlorides  and  sulphates  do  not  interfere  with  the  accuracy  of 
the  results.  Harcourt,  Eder,  and  many  others,  including  myself, 
have  obtained  very  satisfactory  results  by  this  method. 

Siewert  has  suggested  a  modification  of  this  process.  The  dis- 
tilling apparatus  is  a  300 — 350  c.c.  flask  with  tube  leading  to  two 
small  flasks  connected  together  as  wash  bottles,  and  containing 
standard  acid.  For  1  gm.  of  nitre,  4  gm.  of  iron,  and  10  gm.  of 
zinc  filings,  with  16  gm.  of  caustic  potash,  and  100  c.c.  of  alcohol  of 
sp.  gr.  0*825  are  necessary.  After  digesting  for  half  an  hour  in  the 
cold  or  in  slight  warmth,  a  stronger  heat  may  be  applied  to  drive 
out  all  the  ammonia  into  the  acid  flasks.  Finally,  10 — 15  c.c.  of 
fresh  alcohol  are  admitted  to  the  distilling  flask,  and  distilled  off 
to  drive  over  the  last  traces  of  ammonia,  and  the  acid  solution  then 
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titrated  residually  as  usual.  Tlie  alcohol  is  used  to  prevent  bumping^ 
but  this  is  also  avoided  in  the  original  process  by  adopting  the 
current  of  air  recommended  by  Eder. 

Tlie  copper-zinc  couple  devised  by  Gladstone  and  Tribe  has 
been  used  by  Thorp  for  the  reduction  of  nitrates  and  nitrites 
occurring  in  water  residues,  etc.  (/.  (7.  S.  1873,  545).  The 
resulting  ammonia  is  distilled  into  weak  hydrochloric  acid,  and  an 
aliquot  portion  then  Nesslerized  in  the  usual  way. 

M.  W.  Williams  (/.  C.  S.  1881,  100)  has  shown  that  this 
reduction,  in  the  case  of  small  quantities  of  nitric  or  nitrous  acids, 
may  be  carried  on  by  mere  digestion  with  a  properly  arranged 
couple  at  onlinary  temperatures,  and  may  safely  be  hastened  by- 
increasing  the  temperature  to  about  25'  C.  in  the  presence  of  cer- 
tain saline  or  acid  substances ;  alkaline  substances,  on  the  contrary, 
retard  the  action.     The  details  are  further  described  in  Part  VI. 


4.    By  Oxidation  of  FerronB  Salts  (Pelouze).    Not  available  in  the 
presence  of  Orsanio  Katter. 

The  principle  upon  which  this  well-kno^vn  process  is  based  is  as 
follows : — 

(a)  Wlien  a  nitrate  is  brought  into  contact  with  a  solution  of 
ferrous  oxide,  mixed  with  free  hydrochloric  acid,  and  heated,  part 
of  the  oxygen  contained  in  the  nitric  acid  passes  over  to  the  iron, 
forming  a  persalt,  while  the  base  combines  with  hydrocldoric  acid, 
and  nitric  oxide  (NO^)  is  set  free.  3  eq.  iron  =  168  are  oxidized  by 
1  eq.  nitric  acid  =  63.  If,  therefore,  a  weighed  quantity  of  the 
nitrate  be  mixed  with  an  acid  solution  of  ferrous  chloride  or  sul- 
phate of  known  strength,  in  excess,  and  the  solution  boiled,  to 
expel  the  liberated  nitric  oxide,  then  the  amoimt  of  unoxidized 
iron  remaining  in  the  mixture  found  by  a  suitable  method  of 
titration,  the  quantity  of  iron  converted  from  ferrous  into  ferric 
oxide  will  be  the  measure  of  the  original  nitric  acid  in  the  propor- 
tion of  168  to  63;  or  by  dividing  63  by  168,  the  factor  0*375  is 
obtained,  so  that  if  the  amount  of  iron  changed  as  described  be 
multiplied  by  tliis  factor,  the  product  will  be  the  amount  of  nitric 
acid  present. 

This  method,  though  theoretically  perfect,  is  in  practice  liable  to 
serious  errors,  owing  to  the  readiness  with  which  a  solution  of 
ferrous  oxide  absorbs  oxygen  from  tlie  atmosphere.  On  this 
account  accurate  results  are  only  obtained  by  conducting  hydrogen 
or  carbonic  acid  gas  through  the  ai)paratus  while  tlie  boiling  is 
carried  on.  This  modification  has  been  adoi)ted  by  Presenius 
with  very  satisfactory  results. 

The  boiling  vessel  may  consist  of  a  small  tubulated  retort,  supported  in 
such  a  manner  that  its  neck  inclines  upward:  a  cork  is  fitted  into  the 
tubulurc^  and  through  it  is  passed  a  small  tube  connected  with  a  vessel  for 
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generating  either  carbonic  acid  or  hydrogen.  If  a  weighed  quantity  of  pure 
metallic  iron  i«  used  for  preparing  the  solution,  the  washed  carbonic  acid  or 
hydrogen  should  be  passed  through  the  apparatus  while  it  is  being  dissolved ; 
the  solution  so  obtained,  or  one  of  double  sulphate  of  iron  and  ammonia  of 
Imown  strength,  being  already  in  the  retort,  the  nitrate  is  carefully  introduced, 
and  the  mixture  heated  gently  by  a  small  lamp,  or  by  the  water  bath,  for  ten 
minutes  or  so,  then  boiled  until  the  dark-red  colour  of  the  liquid  disappears, 
ttnd  gives  place  to  the  brownish-yellow  of  ferric  compounds.  The  retort  is 
then  suffered  to  cool,  the  current  of  carbonic  acid  or  hydrogen  still  being 
kept  up,  then  the  liquid  diluted  freely,  and  titrated  with  ^  permanganate. 

Owing  to  the  irregularities  attending  the  use  of  permanganate 
with  hydrochloric  acid,  it  is  preferable,  in  case  this  acid  has  been 
used,  to  dilute  the  solution  less,  and  titrate  with  bichromate.  Two 
grams  of  pure  iron,  or  its  equivalent  in  double  iron  salt,  0*5  gm.  of 
saltpetre,  and  about  60  c.c.  of  strong  hydrochloric  acid,  are  con- 
venient ])roportions  for  the  analysis. 

Eder  {Z.  a.  C.  xvi.  267)  has  modified  Fresenius'  improve- 
ments as  follows : — 

1*5  gm.  of  very  thin  iron  wire  is  dissolved  in  30  to  40  c.c.  of  pure  fuming 
hydrochloric  acid,  placed  in  a  retort  of  about  200  c.c.  capacity ;  the  beak  of 
the  retort  points  upwards,  at  a  moderately  acute  angle,  and  is  connected  with 
a  U-tube,  which  contains  water.  Solution  of  the  iron  is  hastened  by  apply- 
ing a  small  flame  to  the  retort.  Throughout  the  entire  process  a  stream  of 
€0'  is  passed  through  the  apparatus.  When  the  iron  is  all  dissolved  the 
solution  is  allowed  to  cool,  the  stream  of  CO* being  maintained;  the  weighed 
quantity  of  nitrat-e  contained  in  a  small  glass  tube  (equal  to  about  0'2  gm. 
HNO^)  is  then  quickly  passed  into  the  retort  through  the  neck ;  the  heating 
is  continued  under  the  same  conditions  as  before,  until  the  liquid  assumes 
the  colour  of  ferric  chloride.  The  whole  is  allowed  to  cool  in  a  stream  of 
00^ ;  water  is  added  in  quantity,  and  the  unozidized  iron  is  determined  by 
titration  with  permanganate.    The  results  are  exceedingly  good. 

If  the  CO^  be  generated  in  a  flask,  with  a  tube  passing  down- 
wards for  the  reception  of  the  acid,  air  always  finds  its  way  into  the 
retort,  and  the  results  are  unsatisfactory.  Eder  recommends  the 
use  of  Kipp's  CO^  apparatus.  By  carrying  out  the  operation 
exactly  as  is  now  to  be  described,  he  has  obtained  very  good  results 
with  ferrous  sulphate  in  place  of  chloride. 

The  same  apparatus  is  employed ;  the  tube  through  which  CO^  enters  the 
retort  posses  to  the  bottom  of  the  liquid  therein,  and  the  lower  extremity  of 
this  tube  is  drawn  out  to  a  fine  point.  The  bubbles  of  CO*  are  thus  reduced 
in  size,  and  the  whole  of  the  nitric  oxide  is  removed  from  the  liquid  by  the 
passage  of  these  bubbles.  The  iron  wire  is  dissolved  in  excess  of  dilute 
sulphuric  acid  (strength  1  :  3  or  1  :  4).  "When  the  liquid  in  the  retort  has 
become  cold,  a  small  tube  containing  the  nitrate  is  quickly  passed,  by  means 
of  a  piece  of  platinum  wire  attached  to  it,  through  the  tubulus  of  the  retort, 
and  the  cork  is  replaced  before  the  tube  has  touched  the  liquid;  CO*  is  again 
passed  through  the  apparatus  for  some  time,  after  which,  by  slightly  loosening 
the  cork,  the  tube  containing  the  nitrate  is  allowed  to  fall  into  the  liquid. 
The  whole  is  allowed  to  remain  at  the  ordinary  temperature  for  about  an 
hour—this  is  essential— after  which  time  the  contents  of  the  retort  are  heated 
to  boiling,  CO*  being  passed  continuously  into  the  retort,  and  the  boiling 
continued  tUl  the  liquid  assumes  the  light  yellow  colour  of  ferric  sulphate. 
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After  cooling,  water  is  added  (this  may  be  omitted  with  bichromate),  and  th& 
unoxidized  iron  is  determined  by  means  of  permanganate. 

Eder  also  describes  a  sliglit  modification  of  this  process,  allowing 
of  the  use  of  a  flask  in  place  of  the  retort,  and  of  ammonio-f errous 
sulphate  in  place  of  iron  wire.  Although  the  titration  with  per- 
manganate is  more  trustworthy  when  sulphuric  acid  is  employed 
than  when  hydrochloric  acid  is  used,  he  nevertheless  thinks  that  the 
use  of  ferrous  chloride  is  generally  to  be  recommended  in  preference 
to  that  of  ferrous  sul])hate.  When  the  chloride  is  employed,  no 
special  concentration  of  acid  is  necessary ;  the  nitric  oxide  is  more 
readily  expelled  from  the  liquid,  and  the  process  is  finished  in  a 
shorter  time. 

The  final  point  in  the  titration  with  permanganate,  when  the 
sulphate  is  employed,  is  rendered  more  easy  of  determination  by 
adding  a  little  potassic  sull)hate  to  the  liquid. 

(b)  Direct  titration  of  the  reBultin?  Ferric  salt  by  Stannous 
Chloride. — Fresenius  has  adopted  the  use  of  stannous  chloride  for 
titrating  the  ferric  salt  with  very  good  results. 

The  follo>ving  plan  of  procedure  is  recommended  by  the  same 
authority. 

A  solution  of  ferrous  sulphate  is  prepared  by  dissolving  100  gm.  of  the 
crystals  in  600  c.c.  of  hydrochloric  acid  of  spec.  gray.  1*10 ;  when  used  for  the 
analysis,  the  small  proportion  of  ferric  oxide  invariably  present  in  it  is  found 
by  titrating  with  stannous  chloride,  as  in  §  60.1.  The  nitrate  being  weighed 
or  measured,  is  brought  together  with  50  c.c.  (more  or  less,  according  to  the 
quantity  of  nitrate)  of  the  iron  solution  into  a  long-necked  flask,  through 
the  cork  of  which  two  glass  tubes  are  passed,  one  connected  with  a  CO^ 
apparatus,  and  reaching  to  the  middle  of  the  flask,  the  other  simply  an  outlet 
for  the  passage  of  the  gas.  When  the  gas  has  driven  out  all  the  air,  the  flask 
is  at  first  gently  heated,  and  eventually  boiled,  to  dispel  all  the  nitric  oxide. 
The  CO^  tube  is  then  rinsed  into  the  flask,  and  the  liquid,  while  still  boiling 
hot,  titrated  for  ferric  chloride,  as  in  §  60.1. 

The  liquid  must,  however,  be  suffered  to  cool  before  titrating 
with  iodine  for  the  excess  of  stannous  chloride.  While  cooling, 
the  stream  of  CO^  should  still  be  continued.  The  quantity  of  iron 
changed  into  peroxide,  multiplied  by  the  factor  0*375,  will  give  the 
amo\mt  of  nitric  acid. 

Example :  (1)  A  solution  of  stannous  chloride  was  used  for  titrating- 
10  c.c.  of  solution  of  pure  ferric  chloride  containing  0*215075  gm.  Fe. 
25*65  c.c.  of  tin  solution  were  required,  therefore  that  quantity  was  equal  to 
0*0807  gm.  of  HNQs,  or  0069131  gm.  of  N^O*. 

(2)  50  C.C.  of  acid  ferrous  sulphate  were  titrated  with  tin  solution  for 
ferric  oxide,  and  0*24  c.c.  was  required. 

(3)  1  c.c.  tin  solution=3*3  c.c.  iodine  solution. 

(4)  0*2177  gm.  of  pure  nitre  was  boiled,  as  described,  with  50  c.c.  of  the 
acid  ferrous  sulphate,  and  required  4503  c.c.  tin  solution,  and  4*7  c.c.  iodine — 

4*7  c.c.  iodine  solution  =1*42  c.c.  SnCP 

The  peroxide  in  the  protosulphate  8olution=0*24  c.c. 
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45-03— 1-66=43-37,  therefore  25*65  :  0069131  =43-37  :  af,=01169  N^O* 
instead  of  0-1163,  or  53*69  per  cent,  instead  of  53*41.  A  mean  of  this,  with 
three  other  estimations,  using  variable  proportions  of  tin  and  iron  solutions, 
gave  exactly  53*41  per  cent.  The  process  is  therefore  entirely  satisfactory  in 
ihe  case  of  pure  nmterials. 

The  above  process  is  slightly  modified  by  Eder.  About  10  gm. 
of  ammonio-ferrous  sulphate  are  dissolved  in  a  flask,  in  about  50  c.c. 
of  hydrochloric  acid  (sp.  gr.  1*07)  in  a  stream  of  CO^.  The  tube 
through  which  the  CO^  enters  is  drawn  to  a  point ;  an  exit-tube, 
somewhat  trumpet^shaped,  to  admit  of  any  liquid  that  may  spirt 
finding  its  way  back  into  the  flask  passes  downwards  into  water. 
After  solution  of  the  double  salt,  the  nitrate  is  dropped  in  with 
the  precautions  already  detailed,  and  the  liquid  is  boiled  until  the 
nitric  oxide  is  all  expelled.  The  hot  liquid  is  diluted  with  twice 
its  own  volume  of  water,  excess  of  standard  stannous  chloride 
solution  is  run  in,  the  whole  is  allowed  to  cool  in  a  stream  of  CO^, 
and  the  excess  of  tin  is  determined  by  means  of  standard  iodine. 

(c)  Holland's  Modification  of  the 
Pelouze  process. — ^The  arrangement  of 
apparatus  shown  in  fig.  38  obviates  the 
use  of  an  atmosphere  of  H  or  CO^.  a  is  a 
long-necked  assay  flask  drawn  off  at  b,  so 
as  to  form  a  shoulder,  over  which  is  passed 
a  piece  of  stout  pure  india-rubber  tube, 
D,  about  6  centimeters  long,  the  other  end 
terminating  in  a  glass  tube,  f,  drawn  off 
so  as  to  leave  only  a  small  orifice.  On 
tlie  elastic  connector  D  is  placed  a  screw 
clamp.  At  c,  a  distance  of  3  centimeters 
from  the  shoulder,  is  cemented  with  a 
blow-pipe  a  piece  of  glass  tube  about  2 
centimeters  long,  surmounted  by  one  of  stout  elastic  tube  rather 
more  than  twice  that  length.  The  elastic  tubes  must  be  securely 
attached  to  the  glass  by  binding  with  wire.  After  binding,  it  is  as 
well  to  turn  the  end  of  the  conductor  back  and  smear  the  inner 
surface  with  fused  caoutchouc,  and  then  replace  it  to  render  the 
joint  air-tight. 

The  Analysis :  A  small  funnel  is  inserted  into  the  elastic  tuhe  at  c,  the 
clamp  at  n  being  for  the  time  open ;  after  the  introduction  of  the  solution, 
followed  by  a  httle  water  which  washes  all  into  the  flask,  the  funnel  is 
removed,  and  the  flask  supported  hy  means  of  the  wooden  clamp,  in  the 
inclined  position  it  occupies  in  the  figure.  The  contents  are  now  made  to 
boil  so  as  to  expel  all  air  and  reduce  the  volume  of  the  fluid  to  about  4  or 
5  c.c.  When  this  point  is  reached  a  piece  of  glass  rod  is  inserted  into  the 
elastic  tuhe  at  c,  which  causes  the  water  vapour  to  escape  through  f. 

Into  the  small  beaker  is  put  about  50  c.c.  of  a  previously  boiled  solution  of 
ferrous  sulphate  in  hydrochloric  acid  (the  amount  of  iron  already  existing 
as  persalt  must  be  known). 
•   The  boiling  is  still  continued  for  a  moment  to  ensure  perfect  expulsion  of 


Fig.  38. 
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air  from  F,  the  lamp  is  then  removed,  and  the  caoutchouc  connector  slightly 
compressed  with  the  first  finger  and  thumb  of  the  left  hand.  As  the  flask 
cools  the  solution  of  iron  is  drawn  into  it ;  when  the  whole  has  nearly  receded 
the  elastic  tube  is  tightly  compressed  with  the  fin^rs,  whilst  the  sides  of  the 
beaker  are  washed  with  a  jet  of  boiled  water,  which  is  also  allowed  to  pass 
into  the  flask.  The  washing  may  be  repeated,  taking  care  not  to  dilute  more 
than  is  necessary  or  admit  air.  Whilst  F  is  still  full  of  water,  the  elastio 
connector  previously  compressed  with  the  fin^rs  is  now  securely  closed  witii 
the  clamp,  the  screw  of  which  is  worked  with  the  right  hand.  Provided 
the  clamp  is  a  good  one,  F  will  remain  full  of  water  during  the  subsequent 
digestion  of  the  flask. 

After  heating  in  a  water  bath  at  100°  for  half  an  hour,  the  flask  is  removed 
from  the  water  bath  and  cautiously  heated  with  a  small  flame,  the  flngers  at 
the  same  time  resting  on  the  elastic  connector  at  the  point  nearest  the 
shoulder ;  as  soon  as  the  tube  is  felt  to  expand,  owing  to  the  pressure  from 
within,  the  lamp  is  removed  and  the  screw  clamp  released,  the  fingers  main- 
taining a  secure  hold  of  the  tube,  the  gas-flame  is  again  replaced,  and  when 
the  pressure  on  the  tube  is  again  felt,  this  latter  is  released  altogether,  thus 
admitting  of  the  escape  of  the  nitric  oxide  through  F,  which  should  be 
below  the  surface  of  water  in  the  beaker  whilst  these  manipulations  are 
performed.  The  contents  of  the  flask  are  now  boiled  until  the  nitric  oxide 
is  entirely  expelled,  and  the  solution  of  iron  shows  only  the  brown  colour  of 
the  perchloride.  At  the  completion  of  the  operation  the  beaker  is  flrst 
removed,  and  then  the  lamp. 

It  now  only  remains  to  teuisfer  the  ferric  solution  to  a  suitable  vessel,  and 
determine  the  perchloride  with  stannous  chloride  as  in  h, 

A  mean  of  six  experiments  for  the  percentage  determination  of 
N^O^  in  pure  nitre  gave  53'53  per  cent,  instead  of  53-41.  The 
process  is  easy  of  execution,  and  gives  satisfactory  results.  The 
point  chiefly  requiring  attention  is  that  the  apparatus  should  be 
air-tight,  which  is  secured  by  the  use  of  good  elastic  tubes  and 
clamp. 

5.    Schlosinff'B   Method    (available   in   the   presence   of  Organic 

Matter). 

The  solution  of  nitrate  is  boiled  in  a  flask  till  all  air  is  expelled, 
then  an  acid  solution  of  ferrous  cliloride  d^a^vn  in,  the  mixture 
boiled,  and  the  nitric  oxide  gas  collected  over  mercury  in  a  balloon 
filled  with  mercury  and  mLLk  of  lime;  the  gas  is  then  brought, 
without  loss,  in  contact  with  oxygen  and  water,  so  as  to  convert  it 
again  into  nitric  acid,  then  titrated  with  ^^  alkali  as  usual. 

This  method  was  devised  by  Sch losing  for  the  estimation  of 
nitric  acid  in  tobacco,  and  is  especially  suitable  for  that  and  similar 
purposes,  where  the  presence  of  organic  matter  would  interfere  with 
the  direct  titration  of  the  iron  solution.  Where  the  quantity  of 
nitric  acid  is  not  below  0*15  gm.  the  process  is  fairly  accurate,  but 
needs  a  special  and  rather  complicated  arrangement  of  apparatus, 
the  description  of  which  may  be  found  in  the  original  paper  in 
Arnidl,  de  Cliim.  [3]  xl.  479,  or  in  Frescnius*  Qtumt,  Anal.,  sixth 
edition. 

An  arrangement  of  apparatus,  dispensing  with  the  use  of  mercury. 
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has  been  designed  by  Wildt  and  Scheibe  (Z.  a  C.  xxiii.  151), 
which  simplifies  the  analysis  and  gives  accurate  results  with  not 
less  than  0*25  gm.  N^O^  With  smaller  quantities  the  results  are 
too  low.     Fig.  39  shows  the  apparatus  used. 


rig.  39. 

A  is  an  Erlenm oyer's  flask  of  250  c.c.  capacity,  containing 
the  solution  to  be  analyzed.  B  is  a  round-bottomed  flask  of 
250 — 300  c.c.  capacity,  half  filled  with  caustic  soda,  to  absorb  any 
HCl  which  might  be  carried  over  from  A.  CisanErlenmeyer's 
flask  of  750  cc.  capacity,  containing  a  little  water  to  absorb  the 
nitric  acid.  D  is  a  tube,  containing  water  to  collect  any  nitric 
acid  not  absorbed  by  the  water  in  C.  The  tube  d  is  bent,  as  shown 
in  the  diagram,  and  dra^vn  out  to  a  point,  to  diminish  the  size  of 
the  bubbles.  The  tube  e  is  wide,  and  cut  obliquely  to  prevent 
water  collecting  and  passing  into  C. 

The  AnalytU:  The  clip  h  is  closed  and  c  opened,  and  the  tube  e 
disconnected  from  /.  The  solutions  in  A  and  B  are  then  boiled  for 
20  minutes  to  remove  all  oxygen.  The  tubes  e  and  /  are  again  con- 
nected, the  clip  c  is  closed,  the  flame  under  B  increased  to  prevent  the 
liquid  in  C  from  being  drawn  back,  and  the  clip  h  is  opened.  As  soon  as 
steam  issues  from  the  tube  a,  it  is  dipped  into  a  conical  glass  containing 
60  c.c.  of  ferrous  chloride  prepared  according  to  Schldsing's  directions, 
and  the  flame  under  A  is  removed,  when  the  ferrous  chloride  enters  the  flask. 
The  clip  h  is  regulated  with  the  finger  and  thumb,  so  as  to  prevent  the  entrv 
of  air  mto  the  flask.    The  conical  vessel  is  rinsed  two  or  three  times  with 
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water,  and  this  is  allowed  to  enter  the  flask,  and  the  clip  h  is  then  closed, 
and  the  vessel  A  heated.  The  liquid  in  A  turns  brown  in  a  short  time,  and 
nitric  oxide  is  evolved.  The  clip  c  is  opened  slightly  from  time  to  time 
until  the  pressure  is  high  enough,  when  it  is  opened  entirely.  The  flames 
must  be  regulated  so  that  a  slow  current  of  gas  bubbles  through  the  water  in 
C.  The  hydrochloric  acid  is  removed  by  the  caustic  soda  in  B,  and  the 
nitric  oxide  on  coming  in  contact  with  the  air  in  C  is  oxidized,  and  the  nitric 
acid  absorbed  by  the  water.  In  case  the  current  of  gas  is  too  rapid,  the 
escaping  nitric  acid  is  absorbed  in  D.  After  an  hour  the  tubes  e  and^are 
disconnected,  while  the  solutions  in  A  and  B  are  still  boiling,  and  the  nitric 
acid  is  titrated  with  dilute  caustic  soda  (about  i  normal).  The  vessel  C 
must  be  well  cooled  during  the  whole  experiment,  which  occupies  about  an 
hour  and  a  half. 

Good  results  were  obtained  with  nitrates  of  potash  and  soda, 
both  alone  and  mixed  with  ammonium  sulphate,  superphosphate, 
and  amido  compoimds.  "With  superphosphate  the  solution  should 
be  made  slightly  alkaline,  to  prevent  the  liberation  of  nitric  acid. 

Warington  (/.  C,  S,  1880,  468)  has  made  a  series  of  experi- 
ments on  the  original  Schlosing  process,  for  the  purpose  of 
testing  its  accuracy,  when  small  quantities  of  nitric  acid  have  to  be 
determined  in  the  presence  of  organic  substances,  such  tor  instance 
as  in  soils,  the  sap  of  beet-root,  etc. ;  but  instead  of  converting  tbe 
nitric  oxide  back  into  nitric  acid  as  in  the  original  method,  he 
collected  the  gas  either  over  caustic  soda  as  recommended  by 
Reich ardt,  or  over  mercur}'-,  and  ascertained  its  amount  by 
measurement  inFrankland's  gas  apparatus.  The  results  obtained 
by  Warington  plainly  showed  that  even  on  the  most  favourable 
circumstances  the  method  as  usually  worked  in  Germany,  either  by 
the  alkalimetric  titration  or  by  measurement  of  the  gas,  invariably 
gave  results  much  too  low,  especially  if  the  quantity  of  nitrate 
operated  on  was  small,  say  5  or  6  centigrams  of  nitre ;  moreover, 
when  sugar  or  similar  organic  substance  was  present  the  resulting 
gas  was  very  impure,  and  the  distillates  were  highly  coloured  from 
the  presence  of  some  volatile  products.  The  nitric  oxide  also 
suffered  considerable  diminution  of  volume,  when  left  for  any  time 
in  contact  with  the  distillate,  especially  when  over  caustic  soda. 
This  being  the  case,  the  following  modification  originally  recom- 
mended by  Schlosing  was  adopted,  in  which  CO^  was  employed, 
both  to  assist  in  expelling  the  air  from  the  apparatus,  and  to  chase 
out  the  nitric  oxide  produced. 

The  form  of  apparatus  adopted  by  Warington  is  shown  in 
fig.  40.  The  vessel  in  which  the  reaction  takes  place  is  a  small 
tubulated  receiver,  the  tubulure  of  which  has  been  bent  near  its 
extremity  to  make  a  convenient  jimction  with  the  delivery  tube, 
which  dips  into  a  trough  of  mercury  on  the  left.  The  long  supply 
tube  attached  to  the  receiver  is  of  small  bore,  and  is  easily  filled  by 
a  J  C.C.  of  liquid.  The  short  tube  to  the  right  is  also  of  small  bore, 
and  is  connected  by  a  caoutchouc  tube  and  clamp  with  an  apparatus 
for  the  contiinious  production  of  carbonic  acid. 

In  using   this  apparatus  the   supply  tube   is   first   filled  with 
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strong  HCI,  and  CO^  is  passed  through  the  apparatus  till  a  portion 
of  the  gas  collected  in  a  jar  over  mercury  is  found  to  be  entirely 
absorbed  by  caustic  potash.  The  current  of  gas  is  then  stopped 
by  closing  the  clamp  to  the  right.  A  chloride  of  calcium  bath  at 
140*  is  next  brought  under  the  receiver,  which  is  immersed  one- 
half  or  more  in  the  hot  fluid ;  the  temperature  of  the  bath  is 
maintained  throughout  the  operation  by  a  gas-burner  placed  beneath 
it.  By  allo^ving  a  few  drops  of  HCI  to  enter  the  hot  receiver,  the 
CO^  it  contains  is  ahnost  entirely  expelled.     A  jar   filled  with 


c^ 


Fig.  40. 


mercury  is  then  placed  over  the  end  of  the  delivery  tube,  and  all 
is  ready  for  the  commencement  of  a  determination. 

The  nitrate,  which  should  be  in  the  form  of  a  dry  residue  in  a 
small  beaker  or  basin,  is  dissolved  in  about  2  c.c*  of  strong  ferrous 
chloride  solution,  1  c.c,  of  strong  HCI  is  added,  and  the  whole  is 
then  introduced  into  the  receiver  through  the  supply  tube,  being 
followed  by  successive  rinsings  with  HCI,  each  rinsing  not  exceed- 
ing a  J  c.c,  as  the  object  is  to  introduce  as  small  a  bulk  of  liqiiid 
as  possible.  The  contents  of  the  receiver  are  in  a  few  minutes 
boiled   to   dryness;  a  little   CO^  is   admitted  before  dryness  is 

*  Sapposiiig  the  ferrous  chloride  to  contam  2  gm.  of  iron  per  10  c.c,  then  1  c.c  of 
the  solution  will  he  nearly  equivalent  to  0*12  gm.  of  nitre,  or  0*0166  gm.  of  nitrogen. 
A  oonsiderahle  excess  of  iron  should,  however,  always  he  used. 
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reached,  and  again  aftenvards  to  drive  over  all  remains  of  nitric 
oxide.  If  the  gas  will  not  be  analyzed  till  next  day,  it  is  advisable 
to  use  more  CO^,  so  as  to  leave  the  nitric  oxide  diluted  with  several 
times  its  volume  of  that  gas.  As  soon  as  one  operation  is  concluded 
the  apparatus  is  ready  for  another  charge. 

This  mode  of  working  presents  the  following  advantages : — 

(1)  The  volume  of  liquid  introduced  into  the  apparatus  is  much 
diminished,  and  with  this  of  course  the  amount  of  dissolved  air 
contributed  from  this  source. 

(2)  By  evaporation  to  dryness  a  complete  reaction  of  the  nitrate 
and  ferrous  chloride,  and  a  perfect  expulsion  of  the  nitric  oxide 
formed,  is  as  far  as  possible  attained. 

(3)  The  nitric  oxide  in  the  collecting  jar  is  left  in  contact  with 
a  much  smaller  volume  of  acid  distillate,  and  its  liability  to 
absorption  is  greatly  diminished  by  its  dilution  with  CO^. 

The  results  obtained  with  this  apparatus  by  Warington  on 
small  quantities  of  nitre  alone,  and  mixed  with  variable  quantities 
of  ammonic  salts  and  organic  substances  including  sugar,  showed  a 
marked  improvement  upon  the  method  as  usually  carried  out. 

A  further  improvement  has  been  made  in  this  method  by 
"Warington  (/.  C.  S.  1882,  345),  and  described  by  him  as 
follows ; — 

The  apparatus  now  employed  is  quite  similar  to  that  shown  in  fig.  40,  with 
the  only  difFerence  that  the  bulb  retort  in  which  the  reaction  takes  place  is 
now  only  If  inch  in  diameter,  thus  more  exactly  resembling  the  form 
employed  bySchldsing.  A  bulb  of  this  size  is  sufficient  for  the  analysis 
of  soil  extracts ;  for  determinations  of  nitrates  in  vegetable  extracts  a  larger 
bulb  is  required. 

The  chief  improvement  consists  in  the  use  of  CO^  as  free  as  possible  from 
oxygen.  The  generator  is  formed  of  two  vessels.  The  lower  one  consists  of 
a  bottle  with  a  tubulure  in  the  side  near  the  bottom ;  this  bottle  is  supported 
in  an  inverted  position,  and  contains  the  marble  from  which  the  ^  i» 
generated.  The  upper  vessel  consists  of  a  similar  bottle  standing  upright ; 
this  contains  the  HCl  required  to  act  on  the  marble.  The  two  vessels  are 
connected  by  a  glass  tube  passing  from  the  side  tubulure  of  the  upper  vessel 
to  the  inverted  mouth  of  the  lower  vessel ;  the  acid  from  the  upper  vessel 
thus  enters  below  the  marble.  CO*  is  generated  and  removed  at  pleasure  by 
opening  a  stop-cock  attached  to  the  side  tubulure  of  the  lower  vessel,  thus 
allowing  HCl  to  descend  and  come  in  contact  with  the  marble.  The  fragments 
of  marble  used  have  been  previously  boiled  in  water.  The  boiling  is  con- 
ducted in  a  strong  flask.  After  boiling  has  proceeded  some  time,  a  caoutchouc 
stopper  is  fixed  in  the  neck  of  the  flask,  and  the  flame  removed ;  boiUng  will 
then  continue  for  some  time  in  a  partial  vacuum.  The  lower  reservoir  is 
nearly  filled  with  the  boiled  marble  thus  prepared.  The  HCl  has  been  also 
well  boiled,  and  before  it  is  introduced  into  the  upper  reservoir  it  has  dij^solved 
in  it  a  moderate  quantity  of  cuprous  chloride.  As  soon  as  the  acid  has  been 
placed  in  the  upper  reservoir  it  is  covered  by  a  layer  of  oil.  The  apparatus 
being  thus  charged  is  at  once  set  in  active  work  by  opening  the  stop-cock  of 
the  marble  reservoir ;  the  acid  descends,  enters  the  marble  reservoir,  and  the 
CO'  produced  drives  out  the  air  which  is  necessarily  present  at  starting.  As 
the  acid  reservoir  is  kept  on  a  higher  level  than  the  marble  reservoir,  the 
latter  is  always  under  internal  pressure,  and  leakage  of  air  from  without 
cannot  occur. 
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The  presence  of  the  cuprous  chloride  in  the  hydrochloric  acid  not  only 
ensures  the  removal  of  dissolved  oxygen,  but  affords  an  indication  to  the  eye 
of  the  maintenance  of  this  condition.  So  long  as  the  acid  remains  of  an 
olive  tint,  oxygen  will  be  absent;  but  should  the  acid  become  of  a  clear 
blue-green,  it  is  no  longer  certainly  free  from  oxygen,  and  more  cuprous 
ohloride  must  be  added. 

A  further  slight  improvement  adopted  consists  in  the  use  of  freshly-boiled 
reagents,  which  are  employed  in  as  small  a  quantity  as  possible.  When 
boiling  the  hydrochloric  acid  it  is  well  to  add  a  few  drops  of  ferrous  chloride, 
in  order  more  certainly  to  remove  any  dissolved  oxygen. 

The  mode  of  operation  is  as  follows : — The  apparatus  is  fitted  together,  the 
long  funnel  tube  attached  to  the  bulb  retort  being  filled  with  water. 
Connection  is  made  with  the  glass  stop-cock  of  the  CO*  generator  by  means 
of  a  short  stout  caoutchouc  tube,  provided  with  a  pinch-cock.  The  pinch- 
oook  being  opened,  the  stop-cock  is  turned  till  a  moderate  stream  of  bubbles 
rises  in  the  mercury  trough ;  the  stop-cook  is  left  in  this  position,  and  the 
admission  of  gas  is  afterwards  controlled  by  the  pinch-cock,  pressure  on 
which  allows  a  few  bubbles  to  pass  at  a  time.  The  heated  chloride  of  calcium 
bath  is  next  raised,  so  that  the  bulb  retort  is  almost  submerged;  the 
temperature,  shown  by  a  thermometer  which  forms  part  of  the  apparatus, 
should  be  130—140°.  By  boiling  small  quantities  of  water  or  hydrochloric 
acid  in  the  bulb  retort  in  a  stream  of  CO*  the  air  present  is  expelled;  the 
supply  of  gas  must  be  stopped  before  the  boiling  has  ceased,  so  as  to  leave 
little  in  the  retort.  Previous  to  very  delicate  experiments  it  is  advisable  to 
introduce  through  the  funnel  tube  a  small  quantity  of  nitre,  ferrous  chloride, 
and  hydrochloric  acid,  rinsing  the  tube  with  the  latter  reagent ;  any  trace  of 
oxygen  remaining  in  the  apparatus  is  then  consumed  by  the  nitric  oxide 
formed,  and  after  boiling  to  dryness,  and  driving  out  the  nitric  oxide  with 
CO*,  the  apparatus  is  in  a  perfect  condition  for  a  quantitative  experiment. 

Soil  extracts  may  be  used  without  other  preparation  than  concentration. 
Tegetable  juices,  which  coagulate  when  heated,  require  to  be  boiled  and 
filtered,  or  else  evaporated  to  a  thin  s^rup,  treated  with  alcohol  and  filtered. 
A  clear  solution  being  thus  obtained,  it  is  concentrated  over  a  water-bath  to 
the  smallest  volume,  in  a  beaker  of  smallest  size.  As  soon  as  cool,  it  is  mixed 
with  1  o.c.  of  a  cold  saturated  solution  of  ferrous  chloride  and  1  c.c.  HCl, 
both  reagents  having  been  boiled  and  cooled  immediately  before  use.  In 
mixing  with  the  reagents  care  must  be  taken  that  bubbles  of  air  are  not 
entangled ;  this  is  especially  apt  to  occur  with  viscid  extracts.  The  quantity 
of  ferrous  chloride  mentioned  is  amply  sufficient  for  most  soil  extracts,  but 
it  is  well  perhaps  to  use  2  c.c.  in  the  first  experiment  of  a  series;  the 
presence  of  a  considerable  excess  of  ferrous  chloride  in  the  retort  is  thus 
ensured.  With  buUcy  vegetable  extracts  more  ferrous  chloride  should  be 
employed ;  to  the  syrup  from  20  gm.  of  mangel  sap  should  be  added  5  c.c. 
of  ferrous  chloride,  and  2  c.c.  of  hydrochloric  acid. 

The  mixture  of  the  extract  with  ferrous  chloride  and  HCl  is  introduced 
through  the  funnel  tube,  and  rinsed  in  with  three  or  four  successive  i  c.c. 
of  HC1«  The  contents  of  the  retort  are  then  boiled  to  dryness,  a  little  CO^ 
being  from  time  to  time  admitted,  and  a  more  considerable  quantity  used  at 
the  end  to  expel  any  remaining  nitric  oxide.  The  most  convenient  tem- 
perature is  140°,  but  in  the  case  of  vegetable  extracts  it  is  well  to  commence 
at  130°,  as  there  is  some  risk  of  the  contents  of  the  retort  frothing  over. 
The  gas  is  collected  in  a  small  jar  over  mercury.  As  soon  as  one  operation 
is  completed,  the  jar  is  replaced  by  another  full  of  mercury,  and  the 
apparatus  is  ready  to  receive  a  fresh  extract.  A  series  of  five  determinations, 
with  all  the  accompanying  gas  analyses,  may  be  readily  performed  in  one 
day.  The  bulb  retort  becomes  encrusted  with  charcoal  when  extracts  rich  in 
organic  matter  are  the  subject  of  analysis ;  it  is  best  cleaned  first  with  water, 
and  then  by  heating  oil  of  vitriol  in  it. 
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Mercury,  contrary  to  the  statement  in  most  text  books,  is  gradually 
attacked  by  hydrochloric  acid  in  the  presence  of  air ;  the  mercury  in  the 
trough  is  thus  apt  to  become  covered  with  a  grey  chloride,  and  it  is  quite 
necessary  to  keep  the  store  of  mercury  in  contact  with  sulphuric  acuL  to 
preserve  its  mobile  condition. 

The  gas  analysis  is  of  a  simple  character;  the  gas  is  measured  after 
absorption  of  the  CO^  by  potash,  and  again  after  absorption  of  the  nitric 
oxide,  the  difference  giving  the  amount  of  this  gas.  For  the  absorption  of 
nitrii^  oxide,  a  saturated  solution  of  ferrous  chloride  was  for  some  time  em- 
ployed. This  method  is  not,  however,  perfectly  satisfactory  when  the 
highest  accuracy  is  required,  the  nitric  oxide  being  generally  rather  under- 
estimated, except  the  process  of  absorption  is  repeated  with  a  fresh  portion 
of  ferrous  chloride.  The  error  is  grc^iter  in  proportion  to  the  quantity  of 
unabsorbed  gas  present.  Thus,  with  a  mixture  of  nitrogen  and  nitric  oxide 
containing  little  of  the  former,  absorption  of  the  nitric  oxide  by  sucoeasiye 
treatment  with  oxygen  and  pyrogallol  over  potash  showed  97*8  per  cent,  of 
nitric  oxide;  while  the  same  gas,  analyzed  by  a  single  absorption  with  ferrous 
chloride  (after  potash),  showed  97*5  per  cent,  of  nitric  oxide.  With  a  mixture 
containing  more  nitrogen,  the  oxygen  method  showed  65*9  per  cent,  of  nitrio 
oxide ;  while  one  absorption  with  ferrous  chloride  gave  64'2  per  cent.,  and 
a  second  absorption,  in  which  the  ferrous  chloride  was  plainly  discoloured, 
66'2  per  cent.  The  use  of  ferrous  chloride  as  an  absorbent  for  nitric  oxide 
has  now  been  given  up,  and  the  oxygen  method  substituted.  All  the 
measurements  of  the  gas  are  now  made  without  shifting  the  laboratoiy 
vessel ;  the  conditions  are  thus  favourable  to  extreme  accuracy. 

The  chief  source  of  error  attending  the  oxygen  process  lies  in  the 
small  quantity  of  carbonic  oxide  produced  during  the  absorption  with 
pyrogallol;  this  error  becomes  negligible  if  the  oxygen  is  only  used  in 
small  excess.  The  difficulty  of  using  the  oxygen  in  nicely  regulated 
quantity  may  be  removed  by  the  use  of  Bischof's  gas  deU very- 
tube.  This  may  be  made  of  a  test-tube,  having  a  small  perforation 
half  an  inch  from  the  mouth.  The  tube  is  partly  filled  with 
oxygen  over  mercury,  and  its  mouth  is  then  closed  by  a  finely- 
perforated  stopper,  made  from  a  piece  of  wide  tube,  and  fitted  tightly 
into  the  test-tube  by  means  of  a  covering  of  caoutchouc.  When 
this  tube  is  inclined,  the  side  perforation  being  downwards,  the 
oxygen  is  discharged  in  small  bubbles  from  the  perforated  stopper, 
while  mercury  enters  through  the  side  opening.  Using  thLs  tube, 
the  supply  of  oxygen  is  perfectly  under  control,  and  can  be 
stopped  as  soon  as  a  fresh  bubble  ceases  to  produce  a  red  tinge  in 
the  laboratory  vessel.  The  trials  made  with  this  apparatus  have 
been  very  satisfactory.  If  nitrites  are  to  be  estimated  by  this 
method,  it  is  necessary  first  to  convert  them  into  nitrates,  with 
excess  of  hydrogen  peroxide,  which  is  entirely  destroyed  by  the 
subsequent  evaporation  to  dryness. 

Technical  method  for  Alkaline  Nitrates  and  Nitrated  Kanuxee. 

Wagner  uses  a  simple  arrangement  of  apparatus,  which  gives 
fairly  good  results,  and  permits  of  rapid  working. 

•    A  200  c.c.  flask  is  fitted  with  a  two-hole  rubber  stopper.    One  hole  carries 
an  ordinary  gas  delivery  tube,  and  the  other  a  thistle  funnel,  having  a  stop- 
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cock  below  the  funnel.    The  end  of  this  tube  is  narrowed,  and  does  not  quite 
reach  the  liquid  in  the  fladc. 

A  solution  of  200  gm.  of  iron  wire  in  hydrochloric  acid  is  made  and 
diluted  to  1  liter.  40  c.o.  of  this  solution  is  placed  in  the  flask,  and  the  air 
erpelled  by  boiling.  10  c.c.  of  a  standard  solution  of  sodic  nitrate,  con- 
taining 33  gm.  per  liter,  are  then  placed  in  the  funnel,  and  allowed  gradually 
to  drop  into  the  boiling  solution  of  iron.  A  gas  tube  graduated  to  100  c.o.  is 
filled  with  boiled  and  cooled  distilled  water,  and  the  nitric  oxide  collected  in 
the  usual  way.  When  the  nitre  solution  is  nearly  all  dropped  in,  the  funnel 
is  filled  with  20  per  cent.  HCl,  and  run  down ;  this  is  repeated,  the  liquid 
being  still  kept  gently  boiling.  10  c.c.  of  the  solution  to  be  tested  are  now 
put  into  the  funnel,  taking  care  that  not  more  than  100  c.c.  of  gas  will  result. 
The  gas  is  collected  as  before  in  a  fresh  tube  precisely  as  in  the  case  of  the 
pure  nitrate.  In  this  manner  five  or  six  estimations  can  be  made  with  the 
one  and  the  same  ferrous  solution.  Finally  a  fresh  test  is  made  with  standard 
nitre  solution ;  the  readings  of  the  tubes  are  taken,  and  as  they  will  all  be  of 
same  temperature  and  pressure  no  correction  is  necessary,  all  being  allowed 
to  cool  to  the  same  point. 

The  calculation  is  easy.  Suppose  that  the  pure  nitre  gave  90  cc. 
of  gas,  this  volume  =  0-33  gm.  of  KaNO»,  or  1  c.c.=0-0036G 
gm.  =  0-000604  gm.  N. 

6.     Estiznatlozi  by  Standard  Indiffo  Solution. 

This  process  has  commanded  a  great  deal  of  attention  as  a  ready 
and  convenient  one  for  estimating  the  nitrogen  existing  as  nitrates 
and  nitrites  in  waters,  etc.,  but  it  is  subject  to  great  irregularity 
unless  conducted  with  special  precautions.  The  principle  of  the 
method  ia  that  of  liberating  free  nitric  and  nitrous  acids  from  their 
combinations  by  the  aid  of  strong  sulphuric  acid,  and  measuring 
the  quantity  so  liberated  by  the  decoloration  of  a  solution  of  indigo. 

As  a  general  rule,  in  the  case  of  waters,  no  amount  of  inter- 
ference is  produced  ty  the  presence  of  chlorides,  sulphates,  or 
alkaline  and  earthy  matters  usually  found. 

In  the  third  edition  of  this  book,  the  process,  as  modified  by 
Thorp  and  myself,  was  given ;  but  since  that  time  Warington 
has  extensively  experimented  on  the  method  with  great  discriminar- 
tion,  and  found  out  its  weak  points,  the  result  being  that  when  the 
method  is  carried  out  in  the  way  adopted  by  him  in  the  case  of 
potable  waters,  drainage  waters,  soil  extracts,  etc.,  in  the  absence 
of  much  organic  matter,  very  concordant  results  are  obtained, 
differing  very  slightly  from  other  established  methods.  These 
valuable  contributions  by  Warington  are  given  in  two  papers 
(O.  N.  XXXV.  45,  and  /.  C.  S,  1879,  578),  and  may  be  summarized 
as  follows : — 

Standard  Fotassio  Kitrate. — 1*011  gm.  of  the  pure  salt  in  a 
liter.     This  is  in  reality  a  Yujf  solution  of  nitre. 

Weak  Standard  Kitre. — One  part  of  the  above  solution  to  three 
IMurts  of  water. 
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A  series  of  weaker  solutions  of  nitre  are  also  requisite  for  standard- 
izing the  indigo,  which  are  made  of  |,  ^,  ^,  and  ^  the  original 
strength  by  simple  dilution  with  distiUed  water. 

atronff  Standard  Solution  of  Indiffo. — ^This  should  be  made  from 
pure  sublimed  indigotin,  2  gm.  of  which,  digested  with  about 
10  gm.  of  fuming  sulphuric  acid  for  some  hours,  diluted  to  about  a 
liter  and  filtered,  will  give  a  solution  of  approximate  strength. 
When  actually  adjusted  so  as  to  agree  with  the  centinormal  nitre 
solution,  4  per  cent,  by  volume  of  oil  of  vitriol,  or  about  that 
proportion,  should  be  contained  in  it ;  this  prevents  alteration  by 
keeping. 

Weak  Standard  Indlffo. — ^This  is  made  to  agree  with  the  J 
standard  nitre  solution  by  actual  experiment,  as  described  further 
on,  and  should  also  contain  4  per  cent  of  its  volume  of  H^SO*, 

In  making  these  solutions  of  indigo  the  so-called  indigo-carmine 
has  often  been  used  (sodic  sulphindylate),  but  this  compound 
generally  gives  more  red  colour  when  oxidized  by  nitric  acid  than 
pure  indigotin ;  nevertheless,  there  are  some  specimens  of  indigo- 
carmine  which  are  quite  available  for  the  purpose. 

A  burette  divided  into  ^  c.c.  should  be  used  for  the  indigo,  but 
owing  to  the  deep  colour  of  the  solution  the  reading  is  difficult. 
This  may  be  considerably  lessened  by  rubbing  with  the  finger  some 
white  lead  or  chalk,  mixed  with  oil  or  varnish,  over  the  outside  of 
the  burette,  then  wiping  the  outside  of  the  instrument  clean,  so  as 
to  leave  the  graduations  and  figures  filled  with  white.  In  the  case 
of  using  an  Erdmann's  float,  if  the  ring  is  deeply  cut,  and  filled 
with  white  material,  as  also  the  graduations  of  the  burette,  a 
remarkably  sharp  reading  may  be  obtained  in  the  case  of  all  opaque 
or  highly  coloured  liquids. 

In  water  analysis  it  is  most  convenient  to  work  with  20  c.c.  of 
the  water;  when  this  is  done  it  is  necessary  to  standardize  the 
indigo  with  20  c.c.  of  the  ^,  ^,  ^\^,  and  ^  nitre  solutions.  If 
10  C.C.  of  water  are  to  bo  employed,  the  indigo  must  be  also 
standardized  with  10  c.c.  of  the  J  and  J  nitre  solutions.  It  is 
most  useful  to  standardize  both  for  10  c.c.  and  20  c.c.  of  water,  as 
waters  of  a  greater  range  of  strength  can  then  be  titrated  without 
dilution.  It  is  unnecessary  to  standardize  with  10  c.c.  of  the 
weaker  nitre  solutions ;  if  the  amount  of  nitrate  in  a  water  is  no 
greater  than  that  in  the  J  nitre  solution,  20  c.c.  of  the  water  may 
be  at  once  taken  for  analysis. 

A  large  supply  of  pure  oil  of  vitriol  will  be  required  for  extensive 
water  analysis.  It  should  be  colourless,  quite  free  from  nitrous 
compounds,  and  contain  as  Kttle  as  possible  of  sulphurous  acid, 
and  must  be  of  nearly  full  gravity.  The  oil  of  vitriol  is  measured 
for  use  in  a  tolerably  wide  burette  provided  with  a  glass  stop-cock. 
A  test-tube  with  foot,  marked  at  each  2  c.c.  from  10  to  40  cc, 
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answers  very  well  for  the  oil  of  vitriol  and  dispenses  with  the 
burette ;  the  oil  of  vitriol  is  then  kept  in  a  stoppered  bottle. 

A  further  requisite  is  a  chloride  of  calcium  bath,  provided  with 
a  thermometer ;  the  bath  is  conveniently  made  in  a  porcelain  basin. 
The  temperature  to  be  maintained  is  140*  C.  As  the  temperature 
keeps  rising  from  the  evaporation  of  the  solution,  it  is  necessary  to 
bring  it  down  to  the  required  point  by  the  addition  of  a  little 
water,  or  calcium  solution,  immediately  before  each  experiment. 
The  bath  is  not  required  when  strong  solutions  of  nitrate  are 
analyzed  by  the  stronger  solution  of  indigo,  the  reaction  in  such 
cases  being  almost  immediate.  With  weak  solutions  of  indigo  and 
nitrate  the  reaction  may  take  some  time,  in  extreme  cases  as  much 
as  five  minutes,  and  it  becomes  essential  for  accuracy  that  the 
temperature  should  be  maintained  throughout  at  the  normal  point. 

The  standardizing  of  the  indigo  solution  is  performed  as  follows : — 

10  O.C.  or  20  o.c.  of  the  standard  nitre  solution  are  placed  in  a  wide- 
mouthed  flask  of  about  150  c.c.  capacity,  as  much  indigo  solution  is  measured 
in  as  is  judged  sufficient,  and  the  whole  mixed.  Oil  of  vitriol  is  next  run 
from  the  burette  into  a  test-tube,  in  quantity  exactly  equal  to  the  united 
volumes  of  the  nitrate  solution  and  indigo.  The  contents  of  the  test-tube  are 
then  poured  as  suddenly  as  possible  into  the  solution  in  the  flask,  the  whole 
rapidly  mixed,  and  the  flask  at  once  transferred  to  the  chloride  of  calcium 
bath.  It  is  essential  for  concordant  results  that  the  oil  of  vitriol  should  be 
uniformly  mixed  with  the  solution  as  quickly  as  possible.  This  is  especially 
necessary  in  the  case  of  strong  solutions  of  nitrate  in  which  the  action  begins 
immediately  after  the  addition  of  the  sulphuric  acid ;  with  such  solutions  it 
18  more  difficult  to  get  duplicate  experiments  to  agree  than  with  weaker 
solutions  in  which  the  action  does  not  begin  at  once,  and  in  which  theref  oro 
time  is  afforded  for  mixing.  The  operator  should  not  attempt  to  drain  the 
test-tube ;  the  oil  of  vitriol  adhering  to  the  tube  is  a  fairly  constant  quantity, 
and  alter  tiie  first  experiment  the  tube  will  deliver  the  quantity  measured 
intoit. 

It  is  well  to  have  the  flask  covered  by  a  watch-glass  while  holding  it  in 
the  bath.  The  progress  of  the  reaclion  should  be  watched,  and  as  soon  as 
the  greater  part  of  the  indigo  has  been  oxidized,  the  contents  of  the  flask 
should  be  gently  rotated  for  a  moment.  With  very  weak  solutions  of  pure 
nitre  no  clunge  is  observed  for  some  time,  and  it  may  be  necessary  in  some 
oases  to  keep  the  flask  in  the  bath  for  five  minutes.  If  the  colour  of  the 
indigo  is  suddenly  discharged,  it  is  a  sign  that  the  nitric  acid  is  in  considerable 
exoeai,  and  that  a  considerably  larger  amount  of  indigo  must  be  taken  for  the 
next  experiment.  If  some  of  the  indigo  remains  unoxidized,  a  little 
experience  will  enable  the  operator  to  judge  it3  probable  amount,  and  so 
decide  on  the  quantity  of  indigo  suitable  for  the  next  experiment. 

The  amount  of  indigo  which  corresponds  to  the  solution  of  nitrate  is 
found  by  a  series  of  approximating  experiments  made  as  just  described  with 
vaxying  quantities  of  indigo,  the  oil  of  vitriol  used  being  always  equal  in  volume 
to  &e  united  volmnes  of  the  nitrate  solution  and  indigo.  The  determination 
is  finished  when  a  quantity  of  indigo  is  left  unoxidized  not  exceeding  0*1  c.c. 
of  the  indigo  solution  used ;  this  amount  can  be  readily  estimated  by  the 
eye.  It  is  well,  until  considerable  experience  has  been  gained,  to  check  the 
result  by  making  a  further  experiment  with  0*1  c.c.  less  indigo,  when  the 
colour  should  be  entirely  discluurged.  The  tint  produced  by  a  small  excess 
of  indigo  is  best  seen  by  filling  up  the  flask  with  water.  The  estimated 
excess  of  indigo  is  of  course  deducted  from  the  reading  of  the  burette. 
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To  reduce  the  number  of  experiments  required  to  obtain  the 
result  it  is  well  to  proceed  with  some  boldness,  and  ascertain  as 
soon  as  possible  what  are  the  limits  between  which  the  quantity  of 
indigo  must  falL  Seven  experiments  will  be  a  maximum  rarelj 
exceeded;  four  experiments  is  about  the  average  required  where 
the  history  of  the  waters  examined  is  already  known. 

When  the  indigo  solution  has  been  standardized  with  the  series 
of  nitre  solutions  already  mentioned,  it  will  be  found  that  the 
quantity  of  indigo  consumed  is  not  strictly  in  proportion  to  tiie 
nitric  acid  present^  but  diminishes  as  the  nitrate  solution  becomes 
more  dilute.  In  round  numbers,  a  diminution  of  the  amount  of 
nitre  present  to  |^  is  accompanied  by  diminution  of  the  indigo 
oxidized  to  y^ ;  or,  in  other  words,  if  20  cc.  of  the  ^  standard 
solution  of  nitre  require  10  cc.  of  indigo,  20  cc.  of  the  ^  nitre 
solution  will  require  only  1  c.c  of  indigo.  This  is  a  very  important 
fact^  and  necessitates  the  standardizing  of  the  indigo  with  solutions 
of  graduated  strength,  so  that  the  value  of  the  indigo  may  be 
known  for  all  parts  of  its  scale. 

In  consequence  it  becomes  necessary  to  form  a  table  of  the  value 
in  nitrogen  corresponding  to  each  part  of  the  indigo  scale,  and  by 
the  help  of  this  table  every  analysis  subsequently  made  is  calcu- 
lated. Below  is  given  an  ideal  table  of  this  description.  It  is 
assumed,  which  is  very  near  the  truth,  that  a  diminution  to  one- 
eighth  in  the  strength  of  the  nitrate  solution  is  accompanied  by  a 
diminution  to  one-tenth  in  the  indigo  consumed.  It  is  further 
assumed,  which  is  also  near  the  trutb^  that  the  alteration  in  the 
relation  of  the  indigo  to  the  nitrate  proceeds  at  a  uniform  rate 
between  the  limits  actually  determined.  The  following  will  be  the 
results  arrived  at  when  using  20  cc  of  the  nitrate  solution  for 
each  experiment : — 


Valna   of  tha   Indlffo   in  Nitrogen    for  dlfliarent   strenffths   of 
Nitre   Solutioii. 


Strengtli  of 
nitre  ■olntion 


A  Standard 

A      >» 
A     „     ... 

y  9, 

A     » 
A     „     ... 


Differoiee 

Indigo 

DObWoen 

rw^nired. 

amounts 

of  indigo. 

CO. 

CO. 

1000 

— 

8-71 

1-29 

7-48 

1-28 

614 

1-29 

4-86 

1-28 

3-67 

1-29 

2-29 

1-28 

TOO 

1-29 

Nitrogen 

oorreeponding 

to  1  cc.  of 

Indigo. 


gram. 
0-000036000 
0000035161 
0000085330 
0000035627 
0-000036008 
0-000036764 
0-000038209 
0-000048750 


Difference 

between  the 

nitrogen 


Bifferenoe  in 
the  nitrogen 
Talneefor* 
diflerenoeof 
1  cc  in  the 
amount  of 
indigo. 


gram. 

0-000000161 
0000000169 
0*000000298 
0*000000381 
0-000000756 
0*000001445 
0-000005541 


gram, 

0-000000125 
0000000182 
0-000000281 
0-000000298 
0-000000586 
0-000001129 
0-000004295 
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The  mode  of  using  this  table  is  very  simple.  Supposing  that 
20  C.C  of  a  water  have  required  5 '3 6  c.c.  of  indigo,  this  amount  is 
seen  to  be  0*5  cc.  above  Uie  nearest  point  (4*86  c.c)  given  in  the 
table.  We  learn  from  the  right-hand  column  that  0*000000149 
must  consequently  be  subtracted  from  the  unit  value  in  nitrogen 
<0-000036008  gm.)  belonging  to  4*86  c.c.  of  indigo.  We  thus  find 
that  the  5*36  c.c.  of  indigo  should  be  reckoned  at  0*000035859  gm. 
of  N  per  cc. :  the  water  therefore  contains  9*6  parts  of  K  as  nitric 
acid  per  million.  If  20  cc.  of  the  water  have  required  less  than 
1  cc  of  indigo,  the  tinit-value  corresponding  to  1  cc  of  indigo  is 
employed  for  calculating  the  result  This  will  give  accurate  results 
if  the  oil  of  vitriol  employed  is  quite  pure. 

It  is  not  necessary  in  practice  to  form  so  complete  a  table  as  that 
now  given;  it  will  suffice  to  determine  the  indigo  with  nitre 
solutions  of  ^y  YS*,  ^,  and  ^  strength  :  if  another  solution  is  used, 
that  of  ^  strength  seems  the  most  important.  It  may  be  sufficient^ 
even,  in  some  cases,  simply  to  determine  the  indigo  with  the  ^  and 
^  nitre  solutions,  and  to  find  all  the  intermediate  values  by 
calculation ;  examples  will  be  presently  given  showing  the  amount 
of  agreement  between  such  calculation  and  experiment.  If  10  cc 
of  water  are  to  be  employed  as  weU  as  20  cc,  separate  tables 
should  be  formed  giving  the  values  of  the  indigo  in  each  case. 

There  is  one  important  advantage  that  follows  from  this  trouble- 
some necessity  of  standardizing  the  indigo  with  various  nitrate 
solutions ;  it  tends  to  remove  the  errors  due  to  impurities  in  the 
oil  of  vitrioL  As  the  volume  of  the  oil  of  vitriol  used  depends 
far  more  on  the  volume  of  water  taken  than  on  the  quantity  of 
nitric  acid  it  contains,  aU  errors  due  to  oxidizing  or  reducing  matter 
contained  in  the  oil  of  vitriol  fall  far  more  heavily  on  determinations 
of  small  quantities  of  nitric  acid  than  on  larger.  Unless,  therefore, 
the  oil  of  vitriol  used  was  absolutely  pure,  it  would  always  be 
necessary  to  standardize  the  indigo  as  now  recommended,  even 
if  the  relation  of  indigo  to  nitric  acid  were  exactly  the  same 
in  weak  and  strong  solutions.  By  standardizing  as  now  described, 
the  errors  due  to  the  sulphuric  acid  affect  the  figures  of  the  table, 
but  not  the  result  of  the  analysis.  Such  standardizing  has  also 
the  effect^  as  far  as  it  goes,  of  calibrating  the  burette,  any 
inequalities  of  capacity  faJling  on  the  table,  and  not  on  the 
analyses  calculated  from  it 

In  standardizing  the  indigo  solution,  and  in  the  subsequent 
experiments  with  it>  some  regard  must  be  paid  to  the  initial 
temperature  of  the  solutions.  A  rise  in  the  initial  temperature 
will  be  attended  by  a  diminution  in  the  quantity  of  indigo 
oxidized;  this  is  most  perceptible  in  the  case  of  the  stronger 
solutions  of  nitrate.  The  following  table  shows  the  resiilts 
obtained  by  standardizing  the  same  indigo  solution  at  two 
temperatures,  representing  nearly  the  extreme  limits  at  which 
the  solution  would  be  used  in  practice.     The  temperature  of  the 
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room  during  the  experiment  was  10® ;  for  the  trials  at  the  higher 
temperature,  the  flask  containing  the  indigo  and  nitrate,  and  the 
test-tube  containing  the  oil  of  vitriol,  were  placed  for  some  time 
in  a  water  bath  at  22 — 23"  previously  to  being  mixed. 

Indigo    Solution   Standardized   with   10   o.o.    of  Nitre   Solution. 


Strength 
of  nitre 
solution. 

At  10*. 

At  22*. 

Indigo 
reqaired 
(actual) 

Indigo 
calculated 
from  two 
eztrexnes. 

Indigo 
required 

(actual). 

Indigo 
from  two 

i  Standard 

iV    „    ... 

if     „      ... 

cc. 
10-28 
4-97 
2-80 
0-99» 

CO. 

10-28 
4-97 
282 
0-99 

cc. 
9-76 
4-78 
218 
0-96 

cc 
9-76 
473 
2-22 
0-96 

Standardized  with   20   o.o.    of  Kitre   Solution. 


i  Standard 

10-26 

10-26 

9-74 

9-74 

S  :  ::: 

4-84 

4-96 

4-65 

4-74 

2-21 

2-31 

2-21 

2-24 

^        »           ... 

0-99 

0-99 

0-99 

0-99 

It  is  seen  that  a  rise  of  12**  in  temperature  diminishes  the  indigo 
consumed  by  about  5  per  cent,  in  the  case  of  the  stronger  solutions 
of  nitrate ;  it  is  evident,  therefore,  that  the  indigo  solution  should 
be  standardized  at  nearly  the  same  temperature  at  wliich  it  is  to  be 
used. 

In  the  table  the  quantity  of  indigo  corresponding  to  the 
intermediate  strengths  of  nitre  solution  has  been  calculated  from 
the  determinations  made  with  the  two  extreme  strengths,  to  show 
the  amount  of  accuracy  to  be  attained  by  this  j^lan ;  the  agreement 
of  calculation  with  the  results  actually  obtained  is  sometimes  very 
close,  but  in  others  the  difference  is  somewhat  greater  than  the 
errors  of  experiment. 

If  the  indigo  solution  has  been  standardized  with  20  cc.  of  the 
nitre  solutions  recommended,  the  operator  will  be  able  to  titrate 
waters  containing  nitric  acid  up  to  17-5  jmrts  of  nitrogen  per 
million.  If  the  indigo  has  also  been  standardized  with  10  cc  of 
the  J  and  ^  nitre  solutions,  the  operator  can,  by  employing  10  cc 
of  the  water,  extend  his  range  of  analysis  to  waters  containing 
34  parts  of  nitrogen  per  million.  Waters  stronger  than  this  should 
be  diluted  for  analysis.     The  natural  error  of  the  determination^ 

*  It  must  not  be  supposed  that  it  was  possible  to  work  to  one>hnndredth  of  a  cubic 
cautimeter ;  in  all  the  figures  given,  the  errors  shown  by  calibratbicr  the  measuring' 
▼easels  emplojed  have  been  taken  account  of,  and  minute  fractions  thus  introduced. 
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shown  by  the  performance  of  duplicate  experiments,  will  not 
exceed  1  per  cent,  of  the  nitric  acid  present  in  the  case  of  waters 
containing  17  of  nitrogen  per  million,  but  may  amount  to 
5  per  cent,  with  waters  containing  as  little  as  2  of  nitrogen 
per  million. 

Chlorides  are  of  course  generally  present  in  waters  containing 
nitrates ;  they  are  not  altogether  without  effect  on  the  determination 
with  indigo. 

The  presence  of  an  abundance  of  chlorides  occasioned  an  error  of 
deficiency  of  about  1  '5  per  cent. .  in  the  case  of  a  ^  standard  solution 
of  nitre,  and  an  error  of  excess  of  4*4  per  cent,  in  the  case  of  a 
solution  of  one-quarter  this  strength.  At  some  point  between  the 
two  the  error  was  probably  nil.  The  different  direction  of  the 
error  is  apparently  due  to  the  effect  of  chlorides  on  the  duration  of 
the  re€M;tion.  As  nitre  solutions  become  weaker  the  time  occupied 
by  the  reaction  with  indigo  is  lengthened,  and  the  proportion  of 
indigo  consumed  diminished.  In  the  presence  of  chlorides  the 
duration  of  the  reaction  in  weak  solutions  is  much  shortened,  and 
the  quantity  of  indigo  consumed  is  consequently  increased. 

The  error  introduced  by  chlorides  is  for  many  purposes  insignifi- 
cant. Thus,  two  nitre  solutions  employed  contained  17.'8  and  4*3 
of  nitrogen  per  million;  titrated  in  the  presence  of  excess  of 
chloride  they  yielded  17 '5  and  4*5  per  million.  As  in  water 
analysis  the  amount  of  chlorine  is  always  determined,  it  would  be 
well  to  make  this  part  of  the  analysis  preliminary  to  the  nitric  acid 
determination.  Tie  indigo  might  also  be  standardized  with  nitre 
solutions  containing  excess  of  chloride,  and  a  small  quantity  of 
pure  chloride  added  to  all  waters  deficient  in  this  constituent. 
Pinkener  has  already  recommended  the  addition  of  chlorides  to 
the  standard  nitre  solutions. 

Nitrites  are  unfortunately  not  capable  of  being  determined  by 
indigo;  the  amount  of  indigo  oxidized  is  much  less  than  in  the 
case  of  nitrates,  and  the  reaction  is  far  from  being  sharp. 

Nitrites  may  be  easily  converted  into  nitrates  by  treatment  with 
permanganate,  and  may  then  be  determined  by  indigo.  A  solution 
of  commercial  potassic  nitrite,  which  contained  by  the  Crum- 
Frankland  method  31*5  parts  of  nitrogen  per  million,  gave  only 
22 '1  parts  of  nitrogen  when  tested  by  indigo  previously  standardized 
with  a  nitrate.  The  same  quantity  of  nitrite,  in  a  more  concen- 
trated form,  was  first  treated  with  permanganate,  to  remove  any 
accidental  reducing  matter,  then  acidified  with  sulphuric  acid, 
and  permanganate  slowly  added  till  decolorization  no  longer 
occurred.  The  solution  was  finally  brought  to  the  same  volume  as 
in  the  first  experiment,  and  tested  with  indigo;  it  now  yielded 
32*4  parts  of  nitrogen  per  million. 

If  chlorides  are  present  as  well  as  nitrites,  free  chlorine  may  be 
produced  during  treatment  with  permanganate,  and  the  determina- 
tion with  indigo  consequently  come  out  too  high ;  in  this  case  it 
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may  be  well  to  make  the  liquid  slightly  ammoniacal  after  the 
treatment  with  permanganate,  and  raise  the  temperature  for  an 
instant  to  boiling.  This  mode  of  proceeding,  according  to 
Boussingault,  completely  removes  free  chlorine. 

The  weakest  point  in  the  indigo  method  is  its  behaviour  in  the 
presence  of  organic  matter.  Warington  found  that  a  small 
quantity  of  cane-sugar  greatly  reduced  flie  quantity  of  indigo 
oxidized  by  a  nitrate,  the  effect  of  the  sugar  being  greater  in  dilute 
solutions,  in  which  the  reaction  was  naturally  more  prolonged. 
The  use  of  a  large  proportion  of  oil  of  vitriol  also  increased  the 
effect  of  the  sugar.  Carbolic  acid  and  urea  also  act  as  reducing 
agents,  while  tartaric  acid  has  been  proved  by  many  experiments  to 
be  without  effect. 

The  indigo  method  cannot  be  employed  with  safety  for  the 
analysis  of  waters  distinctly  contaminated  with  organic  matter. 
There  appears  to  be  no  method  of  determining  small  quantities  of 
nitric  acid,  save  that  of  Schlosing,  which  is  free  from  suspicion 
under  these  circumstances. 

In  the  case  of  ordinary  drainage  waters  the  agreement  between 
the  indigo  method  and  that  of  Crum-Frankland  is  very  good. 
The  following  analyses  of  drainage  waters  refer  to  waters  collected 
from  unmanured  arable  land  (Warington).  The  figures  represent 
nitrogen  per  million : — 


Cram-Franklnnd  method. 

Indigo  method. 

22-7 

230 

16-6 

16-9 

18-3 

13-8 

In  a  series  of  comparative  analyses,  by  the  same  two  methods, 
of  nitrified  solutions  of  ammonic  chloride  (/.  (7.  S.  1879,  448) 
the  agreement  between  the  results  was  generally  good,  and  the 
comparisons  instituted  by  Hatton  (/.  C,  S,  1881,  258)  are  equally 
satisfactory. 

The  general  conclusion  respecting  the  indigo  method  for  deter- 
mining nitric  acid  will  be,  that  it  is  excellently  adapted  by  its 
simplicity,  rapidity,  and  delicacy  for  general  use  in  water  analysis ; 
but  that  accuracy  can  be  secured  only  by  working  under  the  same 
conditions  which  obtained  when  the  indigo  was  standardized. 
In  the  presence  of  organic  matter  the  results  obtained  with  indigo 
must  be  accepted  as  probably  below  the  truth. 

The  above  description  is  given  mainly  in  Warington's  own 
words,  and  is  undoubtedly  the  best  plan  of  working  the  process  so 
as  to  secure  accuracy;  notwithstanding  this,  there  are  some 
operators  who  seem  disposed  to  discard  it  even  for  water  analysis 
(Duprd,  Analyst f  vi.  39).  I  am  inclined  to  think  that  the 
apparent  or  alleged  inaccuracies  arise  from  want  of  patience  or 
practice,  and  that  if  the  manipulations  are  well  imderstood,  the 
process  will  give  as  good  average  results  as  most  of  the  processes  in 
use  for  the  determination  of  small  quantities  of  nitric  acid. 
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It  is  certainly  the  most  handy  process  for  rapidly  ascertaining 
the  approximate  amount  of  nitric  acid  in  any  given  substance ;  and 
as  an  a(^unct  to  the  use  of  some  other  methods,  where  it  is 
necessary  to  know  as  nearly  as  possible  the  amount  of  nitric  acid 
to  be  dealt  with,  it  is  without  a  rival  For  such  purposes  in  the 
case  of  materials  such  as  guanos,  manures,  etc.,  the  process  may  be 
shortened  as  follows : — 

(1)  A  rough  test  is  made  with  10  c.c.  of  the  nitrate  solution  and  stronger 
indigo  using  20  c.c.  of  oil  of  vitriol. 

(2)  If  10  c.c.  of  the  nitrate  solution  require  less  than  1  c.c.  of  stronger 
indigo,  then  10  c.c.  of  it  may  at  once  be  titrated  with  the  weaker  indigo ; 
the  volume  of  acid  being  regulated  by  the  first  ei^eriment  to  equal  the 
volume  of  nitrate  solution,  pins  the  volume  of  weaker  indigo  required.  1  c.c. 
or  so  of  acid  either  way  does  not  influence  the  exjj^riment.  This  second 
titration,  if  carefully  peif ormed,  using  an  ordinary  spirit  lamp  of  small  flame 
for  heating,  will  give  the  value  of  the  nitrate  in  terms  of  weak  indigo. 

(3)  If  in  the  preliminary  test  10  c.c.  of  the  nitrate  solution  require  more 
than  1  c.c,  but  less  than  3  c.c.  of  stronger  indigo,  the  solution  may  be 
titrated  at  once  with  stronger  indigo,  using  about  12  c.c.  of  acid. 

(4)  If  in  the  preliminary  test  10  c.c.  of  nitrate  solution  require  more 
than  4  c.c.  of  stronger  indigo,  the  solution  must  be  diluted  twice,  thrice,  or 
more  as  tiie  case  may  be,  so  as  to  bring  it  to  about  the  strength  of  the  weaker 
standard  nitre  solution,  when  it  may  be  finally  titrated  with  the  stronger 
indigo  and  the  correct  amount  of  acid. 


7.     Oasometric  estimation  as  Kltric  Oxide. 

This  method  of  estimating  nitrogen  existing  as  nitric  and  nitrous 
acids,  either  separately  or  together,  is  an  exceedingly  delicate  one, 
and  capable  of  great  accuracy  under  proper  manipulation. 

It  is  now  best  known  as  the  Crum-Frankland  method,  the 
original  idea  emanating  from  Crum,  and  afterwards  improved  in 
detail  of  manipulation  by  Frank  land  and  Armstrong,  in  their 
well-known  method  of  water  analysis. 

So  far  as  the  use  of  the  method  for  water  analysis  is  concerned, 
the  process  is  given  in  Part  VI.,  where  the  shaking  tube  which  is 
used  for  the  decomposition  of  the  nitrogen  compounds  by  mercury 
and  sulphuric  acid  is  figured,  and  the  details  of  the  process  as 
applied  to  waters  fully  described. 

The  method  there  given,  however,  requires  the  use  of  a  gas 
apparatus.  This  method  obviates  that  necessity,  and  though  the 
results  cannot  be  said  to  be  absolutely  as  exact,  they  are  very 
satisfactory  for  some  purposes,  such  as  the  examination  of  nitrous 
vitriol,  raw  commercial  nitrates,  manures,  etc. 

The  apparatus  used  is  Lunge's  nitrometer,  a  figure  of  which  is 
given  in  the  section  on  technical  gas  analysis,  accompanied  with 
a  description  of  the  method  of  using  it.  The  application  of  the 
instrument  to  the  estimation  of  nitrous  and  nitric  acids  in  vitriol 
and  other  substances  is  explained  in  the  same  section. 

The  volume  of  the  nitric  oxide  obtained  can  be  read  off  to  -^j^  c.c. ; 


Digitized  by  VjOOQIC 


248  VOLUMETRIC  ANALYSIS.  §   67. 

it  is  reduced  by  Bunsen's  tables  to  0'  and  760  in.m.,  and  the 
percentage  of  the  acid  calculated  from  it.  Each  c.c.  of  NO, 
measured  at  0*  and  760  m.nL,  corresponds  to  1*343  m.gm.  NO,  or 
1-701  m.gnL  N203,  or  2*417  m.gm.  N^O^,  or  4*521  KNO»,  or 
3*805  m.gm  NaNO*.  By  this  process,  of  course,  nitric  and  nitrous 
acids  cannot  be  distinguished,  but  are  always  estimated  together. 

The  principle  of  the  reaction  is  explained  in  the  section  on  Water 
Analysis  (Estimation  of  Nitrates  and  Nitrites),  and  the  satisfactory 
nature  of  the  method  for  vitriol-testing  has  been  amply  demonstrated 
by  Watts,  by  Davis  (C  N,  xxxvii.  45),  and  many  others.  The 
instrument  itself  has  been  made  in  several  modified  ways,  but  the 
principle  of  its  construction  is  the  same. 

Allen  (AncUyet,  v.  181)  recommends  the  use  of  this  instrument 
for  the  estimation  of  nitrates  and  nitrites  in  water  residues ;  and 
to  obviate  the  difficulty  in  reading  the  volume  which  sometimes 
arises  from  the  mercurial  froth,  he  uses  two  nitrometers  side  by 
side,  in  one  of  which  is  worked  a  pure  standard  nitrate  solution,  and 
in  the  other  the  material  for  analysis  under  precisely  the  same 
conditions  of  temperature,  pressure,  etc.  If  the  apparatus  contain- 
ing the  comparative  test  is  free  from  leakage,  it  may  be  retained  for 
a  long  period  for  the  purpose  of  comparison. 

8.     Colorixnetrio   ])£ethod«. 

Phenol  l£ethod. — Both  this  and  the  carbazol  method  are 
applicable  chiefly  to  waters  where  only  small  proportions  of  nitric 
acid  are  to  be  estimated.     The  solutions  required  are — 

Standard  Potassic  nitrate. — 0*7215  gnu  of  KNO^  is  dissolved 
in  a  liter  of  water.  1  c.c.  of  this  solution  =  -j*^  m.gm.  of  N,  or  one 
part  N  in  100,000.  100  c.c.  of  it  should  be  dUuted  to  a  liter  for 
use  in  the  actual  analysis,  and  10  c.c.  taken,  to  avoid  the  possible 
error  resulting  from  measuring  only  1  c.c. 

Phenol  Sulphuric  acid. — 80  c.c.  of  liquified  pure  phenol  is 
poured  into  200  c.c.  of  pure  concentrated  sulphuric  acid  in  a  flask, 
and  kept  on  a  boiling  water  bath  for  eight  hours.  The  mixture  is 
cooled,  and  140  c.c.  of  pure  hydrochloric  acid  with  420  cc  of 
water  added.     The  solution  is  then  ready  for  use. 

The  Analysis :  10  c.c.  of  the  water  under  examination  and  10  c.c.  of  the 
standard  potassic  nitrate  are  pipetted  into  two  small  boEikers  and  placed  near 
the  edge  of  a  hot  plate.  When  nearly  evaporated  they  are  removed  to  the 
top  of  the  water-oven  and  left  there  till  they  are  evaporated  to  complete 
dryness.  As  this  operation  usually  takes  about  an  hour  and  a  half,  it  is 
better,  when  time  is  an  object,  to  evaporate  to  dryness  in  a  platinum  dish  over 
steam.  The  residue  in  each  case  is  then  treated  with  1  c.c.  of  the  phenol* 
sulphuric  acid,  and  the  beakers  are  placed  on  the  top  of  the  water-oven.  If 
the  water  under  examination  contam  a  large  quantity  of  nitrates  the  liquid 
speedily  assumes  a  red  colour,  which,  in  a  good  water,  will  not  appear  for 
about  ten  minutes.  After  standing  for  fifteen  minutes  the  beakers  are 
removed,  the  contents  of  each  washed  out  successively  into  a  100  c.c. 
measuring  glass,  a  slight  excess  (about  20  c.c.  of  0*96)  of  ammonia  added. 
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the  100  c.c.  made  up  by  the  addition  of  water,  and  the  yellow  liquid 
transferred  toaNessler  glass.  The  more  strongly  coloured  liquid  is  then 
partly  transferred  to  the  measuring  glass  again  and  the  tints  compared 
a  second  time.  In  this  way  the  tints  are  adjusted,  and  when,  as  far  as 
possible,  matched,  the  liquid  that  has  been  partially  removed  is  made  up  to 
the  100  c.c.  mark  with  water,  and,  after  well  mixing,  finally  compared.  If 
not  exactly  the  same,  a  new  liquid  can  at  once  be  made  up,  probably  of 
exactly  the  same  tint,  as  the  first  experiment  gives  very  nearly  the  number 
of  c.c.  of  the  one  equivalent  to  the  100  c.c.  of  the  other.  A.  E.  Johnson 
in  his  very  useful  Analytfg  Laboratory  Companion  (p.  50)  has  given  a 
table  for  obtaining  the  nitrogen  in  parts  per  100,000,  and  also  in  grains  per 
gallon,  by  this  method. 

In  the  case  of  very  good  waters,  20,  50,  or  more  c.c.  should  be  evaporated 
to  a  small  bulk,  rinsed  into  a  small  boaker,  and  evaporated  to  dryness  and 
treated  as  above — only  5  c.c.  of  the  standard  potassic  nitrate  (-=0'5  N  in 
100,000)  being  taken.  In  the  case  of  very  bad  waters,  10  c.c.  should  be 
pipetted  into  a  100  c.c.  measuring  flask  and  made  up  to  the  mark  with 
distilled  water,  then  10  c.c.  of  the  well  mixed  liquid  (=1  c.c.  original  water) 
withdrawn  and  treated  as  above. 

The  CarbaBol  l£etliod. — ^The  standard  potassic  nitrate  and  pure 
sulphuric  acid,  as  above,  are  required  as  well  as  the  following  special 
reagents : — 

(a)  Silver  sulphate  solution  containing  4*3945  gm.  per  liter ; 
1  c.c.  will  precipitate  one  part  of  chlorine  per  100,000  from 
100  c.c.  of  water. 

(6)  Aluminium  sulphate  solution  free  from  chlorides  and  iron, 
5  gm.  per  liter. 

(c)  Carbazol  Solution. — 0*6  gm.  carbazol  is  dissolved  in  glacial 
acetic  acid,  and  the  solution  made  up  to  100  c.c.  with  the  glacial 
acid.  For  use,  1  c.c.  of  this  solution  is  withdrawn  by  a  pipette 
and  mixed  with  15  c.c.  of  pure  re-distilled  sulphuric  acid. 

It  is  advisable  to  prepare  a  series  of  solutions  containing  0*03, 
0*05,  0*07,  etc.,  parts  of  nitrogen  per  100,000  from  the  standard 
nitrate  solution  by  diluting  with  water. 

T!he  Analysis :  To  100  c.c.  of  the  water,  the  amount  of  chlorides  in  which 
has  first  been  ascertained,  sufficient  of  the  silver  sulphate  solution  is  added 
from  a  burette  to  precipitate  all  the  chlorides.  To  this  solution,  containing 
the  silver  chloride  in  suspension,  2  c.c.  of  the  aluminium  sulphate  solution  is 
added,  and  the  whole  made  up  to  a  convenient  bulk,  110  c.c.  in  the  case  of 
waters  containing  1  to  6  parts  of  chlorine  per  100,000.  The  solution  is  then 
filtered,  and  2  c.c.  of  this  filtrate  are  then  taken  for  the  nitrate  estimation, 
and,  of  course,  the  amoimt  found  must  be  calculated  from  the  diluted  bulk 
of  tiie  solution.  To  the  2  c.c.  of  the  filtered  water  contained  in  a  test-tube, 
4  c.c.  concentrated  sulphuric  acid  is  added,  and  the  mixture  well  cooled. 
1  c.c.  of  the  carbazol  solution  in  sulphuric  acid  as  above  described  is  then 
added,  and  a  bright  green  colour  appears  in  a  few  moments  if  nitrates  are 
present.  The  amoimt  of  nitrate  is  roughly  gauged  from  the  colour 
produced,  and  2  c.c.  of  the  standard  nitrate  solution,  considered  to  be  equal 
to  it,  is  placed  in  a  second  test-tube,  and  the  operation  repeated  with  it  and 
a  fresh  2  c.c.  of  the  water  under  examination  at  the  same  time.  If  the 
tints  are  not  similar  a  fresh  comparison  must  be  made,  and  in  every  case  it  is 
necessary  to  repeat  the  operation  with  a  fresh  quantity  of  the  water,  so  that 
the  colours  may  be  developed  as  nearly  as  possible  simultaneously. 

The  author  states  that  0*0006  m.gm.  of  nitrogen  as  nitrate  may  be  detected 
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by  the  carbazol  method.  The  remoyal  of  chlorides  is  necessary  for  accurate 
results,  but  the  filtration  does  not  take  much  time  when  aluminium  sulphate 
solution  is  added  as  described. 


NITBITES. 

1.    lodoxnetrio  method. 

Dunstan  and  Dymond  {Phann,  Joum,  [3]  xix.  741)  have 
devised  a  method  for  the  estimation  of  N2"0*  in  organic  and 
inorganic  combination  which  is  both  simple  in  operation  and 
accurate  in  results.  The  authors  point  out  that  although  the 
inorganic  nitrites  may  be  accurately  analyzed  by  gasometric  methods, 
or  by  permanganate,  it  is  impossible  to  use 
such  methods  for  the  organic  compounds  or 
their  alcoholic  solutions.  The  reaction  upon 
which  the  method  depends  is  not  new,  being 
based  on  the  following  equation — 


> 


2HI  +  2HX02  =  2H20  +  2N0  +  P. 
Hberated  iodine  is  titrated  with  ^ 


f 


The  Hberated  iodine  is  titrated  with  ^  thio- 
sulphate  in  the  usual  way.  The  chief  merit 
in  the  process  is  the  simple  form  of  apparatus 
used,  and  which  is  shewn  in  fig.  41. 

A  stout  glass  flask,  having  a  capacity  of 
about  100  C.C.,  is  closed  by  a  tightly  fitting 
rubber  stopper,  through  which  passes  a  piece  of 
rather  wide  glass  tubing  (C),  one  end  of  which 
(that  within  the  flask)  is  cut  oflf  obliquely,  so 
that  liquid  may  flow  freely  through  it  The 
other  end  of  the  tube  is  connected  by  means 
of  a  piece  of  thick  rubber  tubing  with  a 
larger  glass  tube,  which  forms  a  lipped  funnel 
(A).  A  steel  screw  clamp  (B)  regulates  com- 
munication between  the  funnel  and  the  tube, 
and  the  short  interval  of  rubber  which  is  not 
occupied  by  glass  tubing  forms  a  hinge  upon 
which  the  flask  may  be  moved  into  a  position 
at  right  angles  to  the  funnel,  in  order  to  mix 
by  agitation  the  liquids  which  are  introduced 
into  the  apparatus.  The  absence  of  any  leak 
in  tlie  apparatus  is  ascertained  by  boiling 
about  50  c.c.  of  water  in  the  flask  until  steam 
has  continuously  issued  from  the  funnel  for 
some  few  minutes,  when  the  screw  dip  is 
quickly  closed  and  simidtaneously  the  source 
of  heat  is  removed.     A  little  water  is  now 

])laced  in  tlie  funnel  and  the  flask  is  cooled  by  immersion  in  water. 

On  sharply  inverting  the  flask  the  "  click "  of  the  water  against 


N! 


Fig.  41. 
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ihe  airless  flask  should  be  quite  distinct.  'No  water  should  he 
drawn  from  the  funnel  or  from  any  of  the  joints  into  the  flask, 
and  no  diminution  in  the  intensity  of  the  ''click"  should  be 
observed  after  the  apparatus  has  been  standing,  neither  when  the 
flask  is  inverted  and  the  funnel  empty  should  any  bubbles  of  air 
pass  through  into  the  liquid.  Having  thus  proved  the  absence 
of  any  leak  in  the  apparatus  it  is  ready  for  use.  The  flask  is  now 
free  from  all  but  mere  traces  of  oxygen.  A  conclusive  proof  of 
this  is  obtained  by  boiling  in  the  flask  a  solution  of  potassic 
iodide,  acidified  with  diluted  sulphuric  acid,  and  then,  after  the 
closed  flask  has  been  cooled,  the  funnel  removed  and  its  place 
taken  by  a  smaller  glass  tube  filled  with  air-free  water,  the 
apparatus  is  connected  with  a  reservoir  of  pure  nitric  oxide. 
"When  the  clamp  is  unscrewed  nitric  oxide  is  drawn  into  the  flask, 
and  should  any  oxygen  be  present  nitrous  acid  will  be  produced, 
and  consequently  iodine  will  be  set  free.  This  experiment  has 
often  been  made  by  the  authors,  who  have  failed  to  observe  any 
but  an  insignificant  trace  of  liberated  iodine. 

The  Analysis :  5  c.c.  of  a  10  per  cent,  solution  of  potassic  iodide,  5  c.c.  of 
a  10  per  cent,  solution  of  sulphuric  acid,  and  40  o.c.  of  water  are  introduced 
into  the  flask,  which  is  securely  fitted  with  the  cork  carrying  the  funnel  and 
tube.  The  screw  clip  being  open,  and  a  free  passage  left  for  the  escape  of 
steam,  the  liquid  is  boiled.  After  a  few  minutes,  when  any  iodine  which 
may  have  been  liberated  has  been  expelled,  and  the  upper  part  of  the  flask  is 
oompletely  filled  with  steam,  which  is  abo  freely  issuing  from  the  funnel,  the 
clip  IS  tightly  closed,  and  at  the  same  moment  the  source  of  heat  is  removed. 
A  little  water  is  now  put  into  the  funnel,  and  also  on  the  rim  of  the  flask,  as 
a  safeguard  against  a  possible  minute  leakage,  and  the  vessel  is  cooled  by 
immersion  in  water.  A  solution  containing  a  known  weight  of  the  nitrite 
(equivalent  to  about  01  gm.  of  nitrous  acid)  is  placed  in  the  funnel,  and 
slowly  drawn  into  the  flask  by  cautiously  unscrewing  the  clip.  The  liquid 
which  acUieres  to  the  funnel  is  washed  into  the  flask  with  recently  boiled  and 
air-free  water,  care  being  taken  that  during  this  operation  no  air  is  admitted 
into  the  flask.  When  experiments  are  being  made  with  organic  nitrites 
which  are  insoluble  in  water,  they  are  dissolved  in  alcohol,  and  alcohol  is  also 
used  to  wash  the  funnel.  When  the  nitrite  is  very  volatile,  a  little  cold 
:Jcohol  should  be  put  in  the  funnel,  and  the  point  of  the  pipette  containing 
the  nitrite  should  be  held  at  the  bottom  of  tne  funnel  beneath  the  alcohol, 
and  the  liquid  quickly  drawn  from  the  pipette  into  the  flask.  The  nitrate 
having  been  introduced,  the  flask  is  well  shaken  and  the  liberated  iodine  is 
titrat^  with  a  standard  solution  of  sodic  thiosulphate,  small  quantities  of 
which  are  delivered  from  a  burette  into  the  funnel  and  gradually  drawn  into 
the  flask ;  the  screw  clip  renders  it  quite  easy  to  admit  minute  quantities  of 
the  solution.  As  soon  as  the  iodme  is  decolorized  any  standard  solution 
remaining  in  the  funnel  is  returned  to  the  burette.  Or  the  funnel  may, 
before  the  titration  is  conunenced,  be  replaced  by  the  burette  itself,  and  the 
standard  solution  delivered  direct  into- the  flask.  Starch  may  be  used  as  an 
indicator,  but  it  is  usually  quite  easy  to  observe  the  complete  disappearance  of 
the  ^rellow  colour  of  the  dissolved  iodine.  From  the  volume  of  the  standard 
solution  used,  the  amount  of  nitrous  acid  is  calculated  from  the  equation 
before  given. 

It  is  obvious  that  the  apparatus  might  be  improved  in  several 
respects,  as,  for  example,  by  constructing  it  entirely  of  glass,  with 
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a  ground  stopper  and  tap,  as  well  as  by  the  use  of  a  graduated 
funnel  to  deliver  the  standard  solution,  and  also  in  other  ways. 

The  authors  quote  numerous  experiments,  comparing  the  method 
with  careful  estimations  of  sodic  and  ethyl  nitrites,  gasometrically 
shewing  excellent  results. 

As  a  further  test  of  the  accuracy  of  the  process,  experiments 
were  made  with  various  organic  nitrites  of  known  purity.  In 
each  mstance  a  solution  of  the  nitrite  was  made  by  weight,  and  a 
weighed  quantity  was  used  for  the  estimation.  To  prevent  any 
loss  of  these  volatile  nitrites  the  experiments  were  conducted  in 
the  following  manner : — ^A  well-stoppered  bottle  half  filled  with 
the  alcohol  corresponding  to  the  nitrite*  to  be  estimated  was 
weighed.  Sufficient  of  the  nitrite  was  now  introduced  by  means 
of  a  pipette  to  constitute  approximately  a  2  per  cent,  solution,  and 
the  liquid  again  weighed.  The  exact  strength  of  the  solution 
having  been  thus  determined,  the  contents  of  the  bottle  were  well 
mixed,  and  the  neck  and  stopper  of  the  bottle  dried.  The  bottle 
was  now  re-weighed,  and  about  2  c.c.  of  the  solution  removed  by  a 
pipette,  care  being  taken  not  to  wet  the  neck  of  the  bottle.  The 
liquid  having  been  introduced  into  the  flask  without  exposure  to 
air,  in  the  manner  which  has  been  previously  described,  the  bottle 
containing  the  solution  was  again  weighed.  The  results  obtained 
with  ethyl  nitrite  were : — 


Taken. 

Fotmd. 

0*088  gm. 

0089  gm. 

0-17G    „ 

0179    „ 

0113    „ 

0116    „ 

2.     AnalyBis  of  Alkaline  Kltrites  by  Fermanffanate. 

Kinnicutt  and  Kef  (Anier.  Cheni.  Joum.)  have  experimented 
on  the  following  method,  and  obtained  very  fair  results. 

The  sample  of  nitrite  is  dissolved  in  cold  water  in  the  proportion  of  aboat 
1  to  300 :  to  this  liquid  ^  permanganate  is  added,  drop  by  drop,  till  it  has  a 
permanent  red  colour ;  then  2  or  3  drops  of  dilute  H?SO*,  and  immediately 
afterwards  a  known  excess  of  the  permanganate.  The  liquid,  which  should 
now  be  of  a  dark  red  colour,  is  strongly  acidified  with  pure  H*SO^  heated 
to  boiling,  and  the  excess  of  permanganate  determined  by  means  of  freshly 
prepared  ^  oxalic  acid.  1  c.c.  permanganate =0*0345  gm.  NaNO^,  or 
O0425  gm.  KN02. 

Of  course  there  must  be  no  other  reducing  substance  than  the 
nitrite  present  in  the  material  examined,  and,  to  ensure  accuracy, 
a  blank  experiment  should  be  made  ivith  the  like  proportions  of 
H'-^SO*  and  oxalic  acid. 

*  The  corresponding  alcohol  was  employed  to  prevent  loss  consequent  on  the  occnrrenoe 
of  a  reverse  chemicaJ  change,  which  takes  place  when  a  lower  homologous  alcohol  i« 
mixed  with  the  nitrite  corresponding  to  a  nigher  homologous  alcohol ;  for  example, 
a  solution  of  amyl  nitrite  in  ethyl  alcohol  soon  becomes  a  solution  of  ethyl  nitrite  in 
amyl  alcohol,  from  which  the  ethyl  nitrite  rapidly  volatilizes. 
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8.    Gkksometrio  method. 

Percy  Frankland  (/.  C  S,  liii.  364)  adopts  this  method  for 
the  estimation  of  nitrous  acid  in  small  quantity,  but  too  large  for 
colorimetric  estimation,  and  where  ako  ammonia,  organic  matters, 
and  nitrates  may  co-exist.  It  is  based  on  the  fact  that  when 
nitrous  acid,  together  with  excess  of  urea,  is  mixed  with  siUphuric 
acid  in  the  cold,  the  reaction  is 

2CO(NH2)2  +  N208  =  CO(NH40)2  +  CO2  +  2N2. 

The  decomposition  is  made  in  the  Crum-Frankland  shaking  tube, 
described  and  figured  in  Part  VI.,  and  the  evolved  nitrogen  gas 
measured  in  the  usual  gas  apparatus.  The  ordinary  nitrometer 
may  ako  be  used  for  larger  quantities  of  NO^  by  the  same  method. 
In  the  case  of  an  ordinary  alkali  nitrite,  the  dry  substance,  or 
its  solution  evaporatjed  to  dryness,  is  mixed  with  excess  of 
crystallized  urea,  and  dissolved  in  about  2  c.c.  of  boiling  water  in 
a  beaker,  then  transferred,  with  the  rinsings,  to  the  cup  of  the 
apparatus,  and  passed  into  the  tube.  A  few  c.c.  of  dilute 
sulphuric  acid  (1  :  5)  are  then  passed  in.  A  vigorous  evolution  of 
gas  takes  place,  and  continues  for  some  five  minutes ;  the  gas  is  a 
mixture  of  nitrogen  and  carbonic  anhydride.  The  decomposition 
is  complete  in  fifteen  minutes.  A  solution  of  pure  sodic  hydrate 
(1  :  3)  is  now  added  through  the  cup,  and  the  mixture  violently 
shaken,  until  the  CO^  is  absorbed.  Tlie  gas  and  liquid  are  then 
transferred,  by  means  of  another  mercury  trough,  to  the  laboratory 
vessel,  and  the  gas,  which  is  double  the  volume  of  the  N  existing 
as  N^O^,  measured  in  a  gas  apparatus,  and  its  weight  calculated  in 
the  usual  way. 

Example:  A  solution  of  sodic  nitrite  was  made  and  standardized  with 
permanganate,  the  result  being  that  10  c.c. =0*001346  gm.  N.  10  o.c.  of  the 
same  solution  was  eyaporated  to  dryness  in  a  small  beaker,  about  0*2  gm.  of 
urea  added,  the  whole  dissolved  in  2  c.c.  of  hot  water,  which,  with  the 
rinsings,  were  transferred  through  the  cup  into  the  tube,  treated  with 
sulphuric  acid  and  caustio  soda,  then  transferred  to  the  gas  apparatus  with 
the  following  results : — ^Volume  of  N,  13*79  o.c. ;  mercimal  pressure,  127*5 
m.m.;  temperature,  17*7°  C.  The  weight  of  N  thus  found,  after  the 
necessary  corrections,  was  0*0018645  gm. 

The  Crum-Frankland  mercury  method,  described  in  the 
section  on  Water  Analysis,  and  in  which  the  same  shaking  tube  is 
used,  does  not  distinguish  between  nitric  and  nitrous  nitrogen; 
but  Percy  Frankland  required  a  method  for  the  estimation  of 
nitrous  acid  in  a  mixture  of  nitrates,  peptones,  sugar,  and  various 
salts  occurring  in  a  solution  used  for  cultivation  of  micro-organisms, 
and  the  experiments  carried  out  by  him  showed  that  when  such  a 
mixture  was  evaporated  to  dryness  the  loss  of  HNO^  was  consider- 
able, and  the  results  came  out  much  too  low.  Further  experiment, 
however,  showed  that  the  addition  of  a  slight  excess  of  caustic 
potash  during  evaporation  prevented  the  loss  of  any  HNO^ ;  and  on 


Digitized  by  VjOOQIC 


254  VOLUMETRIC  ANALYSIS.  §   68. 

the  other  hand  the  addition  of  a  slight  excess  of  anunonic  chloride 
entirely  destroyed  it  Therefore  by  a  combination  of  the  mercury 
and  the  urea  methods,  the  estimation  of  nitric  and  nitrous  acids 
may  be  satisfactorily  accomplished,  the  destruction  of  the  HNO' 
on  the  one  hand  being  effected  by  excess  of  NHK71,  whilst  on  the 
other  hand  all  loss  of  HNO^  may  be  avoided  by  evaporation  with 
caustic  alkali  The  mode  of  procedure  has  i^e  advantage  over  all 
differential  methods,  in  that  each  acid  is  determined  individually 
and  independently  of  the  other. 

4.     Kixtnres  of  Alkaline  Sulphites,  Tlxiosnlphates,  and  Nitzltes. 

Lunge  and  Smith  {J.  S.  C,  L  ii.  465)  have  shown  that  the  only 
satisfactory  method  of  completely  oxidizing  sulphites  and  thio- 
sulphates  by  permanganate  is  to  add  to  the  solution  a  large  excess 
of  permanganate,  more  than  sufficient  for  complete  oxidation,  and 
with  formation  of  MnO*.  Excess  of  FeSO*  is  then  added,  and 
again  permanganate  till  pink.  When  such  a  mixture  contains 
nitrites,  they  will  of  course  be  oxidized  to  nitrates. 

To  find  the  amount  of  nitrites  present,  therefore,  the  following 
method  is  adopted : — 

The  solution  of  the  substance  in  not  too  large  quantity  is 
exactly  oxidized  as  described,  a  known  volume  of  standard  ferrous 
sulphate  is  added,  together  with  a  large  excess  of  strong  H^SO*. 
The  mixture  is  boiled  nearly  to  dryness  in  a  flask  with  slit  valve, 
diluted,  and,  when  cool,  titrated  with  permanganate.  The  difference 
between  the  volume  then  required  and  that  required  by  the  original 
Fe^SO*,  represents  the  nitric  acid  which  has  been  reduced  and 
escaped  as  NO. 

The  exceedingly  delicate  colorimetric  method  of  estimating 
nitrites  originally  devised  by  Griess,  and  improved  by  others,  will 
be  described  in  the  section  on  Water  Analysis. 

OZTQEK. 

0  =  16. 

§  68.  Thb  volumetric  determination  of  the  dissolved  oxygen  in 
water,  is  an  operation  of  some  importance  in  water  analysis.  It  is 
well  known  that  organic  and  bacterial  contamination  generally 
exist  side  by  side ;  the  organic  matter  offering  a  suitable  nidus  for 
the  growth  of  bacterial  life.  Water  thus  contaminated  is 
de-oxygenated  by  the  living  organisms,  which  consume  oxygen 
during  their  growth;  hence  the  importance  of  the  estimation  of 
dissolved  oxygen  in  water,  as  a  means  of  ascertaining  the 
co-existence  of  the  two  kinds  of  impurity. 

In  brewing  also  a  knowledge  of  the  state  of  aeration  of  the  wort 
is  sometimes  of  importance,  especially  at  the  fermentation  stage  of 
the  process. 
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Seveial  methods  have  been  proposed  for  carrying  out  the 
estimation.  M  o  h  r '  s  method,  depending  on  the  oxidation  of  ferrous 
compounds,  with  subsequent  titration  by  permanganate,  has  not 
come  greatly  into  use.  Winkler  {Berickte  1888,  2851)  has  quite 
recently  proposed  to  take  advantage  of  the  oxidation  of  manganous 
hydroxide*  by  dissolved  oxygen,  the  higher  oxide  formed 
being  decomposed  by  sulphuric  acid  and  potassic  iodide  with 
liberation  of  iodine,  which  is  estimated  by  titration  with  sodic 
thiosulphate.  This  method  is  disturbed  by  the  presence  of  nitrites, 
which  also  liberate  iodine  from  acidified  potassic  iodide;  great 
organic  contamination  also  interferes,  inasmuch  as  the  impurities 
present  take  up  a  portion  of  the  liberated  iodine. 

Schutzenberger's  method,!  fully  described  in  the  last  edition 
of  this  book,  has  received  great  attention  from  many  operators, 
some  of  whom  have  reported  favourably,  whilst  others  find  the 
process  unreliable.  The  reason  for  the  anomalies  apparent  in  the 
reports  of  the  various  experimenters  is  shown  in  the  results  of  an 
interesting  critical  investigation  of  the  process  carried  out  by 
Roscoe  and  Lunt  {J.  G.  S.  1889,  552).  They  show  that  an 
important  disturbing  influence  had  been  overlooked,  and  explain 
many  previously  ill-understood  points  in  the  process. 

Schutzenberger's  original  process  depends  on  the  reducing 
action  of  sodic  hyposulphite  Na^SO^,  prepared  by  the  action  of 
zinc  dust  on  a  saturated  solution  of  sodic  bisulphite,  containing 
an  excess  of  sulphurous  acid.  The  estimation  was  originally 
carried  out  in  a  la^  Woullf 's  bottle,  of  about  two  liters  capacity, 
filled  with  pure  hydrogen.  About  20 — 30  c.c.  of  water  was 
introduced,  and  slightly  coloured  blue  by  indigo-carmine  solution. 
The  blue  colour  was  then  cautiously  discharged  by  the  careful 
dropping  in  of  hyposulphite  solution.  To  the  yellow  reduced 
liquid  &US  produced,  the  water  to  be  examined  was  added  from 
a  pear-shaped  vessel  holding  about  250  c.c.  The  dissolved  oxygen 
restored  tiie  blue  colour  by  oxidation,  and  the  amount  of  hypo- 
sulphite required  to  again  decolorise  the  liquid  was  noted. 

Schiitzenberger  showed  that  when  a  small  amount  of  indigo 
was  employed  in  the  estimation,  the  yellow  colour  produced  when 
the  titration  was  completed  quickly  returned  to  blue,  and  this 
when  decolorized  again  turned  blue,  and  so  on  for  some  time,  until 
double  the  first  amount  of  hyposulphite  had  been  used.  He 
showed  also  that  by  using  a  much  larger  amount  of  indigo  the 
double  portion  of  hyposulphite  was  required  at  once. 

By  titrating  an  ammoniacal  solution  of  copper  sulphate  with  the 
hyposulphite  used  he  arrived  at  a  value  (though  an  erroneous  one) 
for  the  hyposulphite  employed  in  his  experiments,  and  concluded 
that,  at  the  first  yellow  colour  produced  in  a  titration  where 
a  small  amount  of  indigo  was  used,  only  lialf  the  oxygen  actually 

*  OVteined  by  miziiig  aolntioiifl  of  a  manganous  salt  and  oaogtlc  alkalL 
tSee  Fermentation  "by  P.  Bchatzenbererer  (Inteniotional  Bcim^fio  S«ries). 
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present  had  been  obtained.  The  other  half  he  accounted  for  by 
saying  that  the  reaction  between  hyposulphite  and  dissolved  oxygen 
is  such,  that  one-half  the  oxygen  becomes  latent  as  hydrogen 
peroxide,  which  slowly  gives  up  half  its  oxygen.  He  thus  accounted 
for  the  return  of  the  blue  colour,  as  well  as  his  observation  that 
only  half  the  oxygen  was  at  once  obtained.  To  explain  the 
observation,  that  when  a  large  amount  of  indigo  was  employed 
the  wliole  of  the  dissolved  oxygen  was  found,  he  assumed  that 
a  different  reaction  takes  place,  one  between  dissolved  oxygen  and 
reduced  indigo,  in  which  the  peroxide  of  hydrogen  is  not  formed.  " 

Ramsay  and  Williams  (/.  (7.  S,  1886,  761),  whilst  agreeing 
with  Schiitzenberger  and  with  Dupr^*  that  the  process  gives 
reliable  results,  throw  a  doubt  on  the  chemical  exphmation  given 
of  the  above  experiments. 

Instead  of  the  ratio  1  :  2,  they  find  3  :  5  to  be  the  ratio 
between  the  first  and  total  quantity  of  hyposulphite  required  when 
a  small  amount  of  indigo  is  employed,  but  give  it  only  as  the  mean 
expression  of  the  varying  ratios  they  obtain,  and  add,  "  but  it  is 
difficult  to  devise  an  equation  which  will  in  a  rational  manner 
account  for  this  partition  of  oxygen"  into  two  stages  of  the 
process.  Roscoe  and  Lunt's.  investigation  (/.  G,  S.  1889,  552) 
has  thrown  a  new  light  on  these  experiments.  They  show  (1)  that 
a  series  of  fifteen  estimations  carried  out  with  every  care  in 
improved  apparatus,  and  under  apparently  identical  conditions, 
gave  discordant  results,  varying  between  4*65  and  6*50  c.c.  of 
hyposulphite  for  the  same  volume  of  water,  showing  a  difference 
of  35  per  cent,  of  the  mean  value.  (2)  The  rapidity  of  titration 
has  a  great  influence  on  the  result  The  mean  of  a  series  of  ten 
estimations  carried  out  drop  by  drop  was  5*47,  whilst  ten 
experiments  with  the  same  sample  of  water  gave  a  mean  of  7*12 
when  the  titration  was  performed  quickly.  (3)  Not  only  is 
a  low  result  obtained  by  a  slow  titration  and  a  high  result  by 
a  quick  one,  but  by  varying  the  time  of  titration  still  more,  extreme 
variations  in  the  result  are  obtained ;  any  value  between  1  and  100 
per  cent,  of  the  total  oxygen  present  being  shown  to  be  possible. 
(4)  The  ratio  between  the  first  reading  and  the  total  quantity 
of  hyposulphite  required  is  not  a  constant  one,  and  is  shown  to 
be  capable  of  an  infinite  range  of  variation. 

The  key  to  the  explanation  of  these  remarkable  results  is  given 
by  the  authors  as  follows : — "  The  conclusion  "  from  their  experi- 
ments "was,  that  when  aerated  water  is  introduced  into  an 
atmosphere  of  pure  hydrogen,  it  immediately  begins  to  lose  oxygen 
by  diffusion  into  the  hydrogen  until  an  equilibriimi  is  established." 
By  the  recognition  of  this  disturbing  influence,  the  previous 
anomalies  are  easily  explainable  on  the  following  data. 

(1)  Discordant  results  are  obtained  from  the  same  water, 
because  the  seveitd  titrations  are  not  performed  in  exactly  the  same 

*  AnaXytt  X.  156. 
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time,  therefore,  varying  amounts  of   oxygen  diffuse,  and  leave 
a  varying  residue  for  titration. 

(2)     The  high  results  of  a  quick  titration  are  accounted  for  by 
the  feet  that  a  large  amount  of  oxygen  is  titrated  and  fixed  before 


Pig.  42. 

it  has  had  time  to  diffuse,  whilst  the  slow  titration  gives  a  low 
result,  because  a  large  amount  of  oxygen  has  already  diffused 
from  the  liquid  before  the  titration  is  completed.  No  greater 
proof  of  the  rapidity  with  which  the  water  under  examination  lost 
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oxygen  by  the  old  process  need  be  given  than  the  fact,  that 
Schiitzenberger's  results  show  that  hadf  the  oxygen  had  left  the 
liquid  by  diffusion  before  the  estimation  could  be  completed. 

(3)  The  return  of  the  blue  colour  is  due  to  the  re-absorption 
of  the  diffused  oxygen  by  the  sensitive  yellow  liquid,  oxidation  by 
gaseous  oxygen  producing  the  blue  colour,  which  is  thus  not  due 
to  a  reaction  within  the  liquid. 

(4)  The  whole  of  the  oxygen  is  obtained  when  a  large  amount 
of  indigo  is  used,  because  when  reduced  it  \&  capable  of  at  once 
fixing  the  whole  of  the  dissolved  oxygen  and  thus  prevents 
diffusion.  The  use  of  so  large  a  quantity  of  indigo,  necessary  to 
effect  this  result,  however,  so  disturbs  the  end  reaction  that  "  it  is 
dif&cult  to  fix  the  point  at  which  the  last  trace  of  blue  has  been 
discharged  with  any  degree  of  accuracy"  (Dupre  loc,  dt.).  Hence 
a  new  method  must  be  resorted  to  in  which  diffusion  is  eliminated, 
and  Roscoe  and  Lunt  have  devised  the  following  method  to 
satisfy  the  conditions  of  the  case.  The  apparatus  employed  by 
them  is  shown  in  fig  42. 

It  consists  essentially  (1)  of  an  apparatus  for  the  continuous 
generation  and  purification  of  hydrogen,  by  the  action  of  dilute 
sulphuric  acid  on  zinc ;  (2)  a  200  c.c.  wide-mouthed  bottle,  fitted 
with  three  burettes  with  glass  taps,  inlet  and  outlet  tubes  for  a 
current  of  hydrogen,  and  an  outlet  tube  for  the  titrated  liquid; 
(3)  Winchester  stock,  bottles  of  hyposulphite,  indigo  (not  shown), 
and  water  (sample),  communicating  with  their  respective  burettes 
by  glass*  syphons.  ,  The  hydrogen  generated  in  A  passes  through 
two  wash-bottles  containing  caustic  potash,  thence  through  two 
Emmerling's  tubes  filled  with  glass  beads,  moistened  with  an 
alkaline  solution  of  potassic  pyrogallate,  an  arrangement  being 
made  whereby  the  beads  may  be  re-moistened  with  fresh  pyrogallate 
from  the  bottles  beneath,  the  liquid  being  forced  up  by  hydrogen 
pressure.  Pure  hydrogen  is  supplied  continuouiiy  (1)  to  the 
stock  bottle  of  hyposulphite,  (2)  to  the  hyposulphite  burette,  and 
(3)  to  the  titration  bottle. 

Preparation  of  the  Beaffents. — ^The  reagents  required  are — 
Hyposulphite  solution. 
Indigo-carmine  solution. 
Standard  aerated  distilled  water. 

The  Hirposnlphite  solution  is  prepared  by  dissolving  125  gm.  of 
sodic  bisulphite  in  250  c.c.  of  water,  and  passing  a  current  of  SO* 
through  the  solution  until  saturation  is  effected  The  solution  is 
poured  in^  a  stoppered  bottle  of  about  500  c.c.  capacity,  containing 
50  gm.  of  zinc  dust,  the  bottle  is  almost  filled  up  with  water,  and 
the  mixture  well  shaken  for  five  minutes,  after  which  the  bottle  is 

*  India-mbber  tubing  must  not  be  used  for  the  oonTeTanoe  of  the  hjposolphite 
solution  (or  the  water  under  examination),  as  atmoepherio  oxygen  xapidlj  disasas 
through  the  india-rubber  and  affects  the  strongth  of  the  solutioB. 


Digitized  by  VjOOQIC 


§   68.  OXYGEN.  259 

placed  beneath  a  running  tap  to  cool.  The  mixture  is  again 
agitated  after  a  quarter  of  an  hour  and  left  to  deposit  the  excess  of 
zinc.  The  clear  liquid  is  poured  ofif  from  the  sediment  into  a 
Winchester  quart  bottle  half  full  of  water.  Milk  of  lime  is 
added  in  excess,  and  the  solution  made  up  to  fill  the  bottle  almost 
completely.  The  mixture  is  now  thoroughly  shaken  and  allowed 
to  stand  (best  overnight)  until  clear. 

The  solution  thus  obtained  is  much  too  strong  for  use.  200  c.c. 
of  this  may  be  poured  into  a  Winchester  quart  bottle  of  water 
(never  into  a  bottle  filled  with  air)  and  well  shaken  with  as  little 
air  as  possible.  The  approximate  strength  of  this  dilute  solution 
must  now  be  found  by  titrating  good  tap  water  in  the  apparatus 
already  described.  The  strength  should  be  such  that  100  c.c.  of 
water  require  about  5  c.c.  of  hyposulphite,  and  the  solution  should 
be  made  up  approximately  to  this  value.  It  slowly  loses  strength 
on  keeping,  even  in  hydrogen,  and  its  value  should  be  determined 
daily  as  required  to  be  used. 

The  Indifiro-oannixie  ■olution  is  prepared  by  shaking  up  200  gm. 
of  indigo-carmine  in  a  Winchester  quart  bottle  of  water,  and 
filtering  the  blue  solution,  which  must  be  diluted  to  such  a  strength 
that  20  cc  require  about  5  cc.  of  the  above  hyposulphite  solution 
for  decolorisation. 

Standard  Aerated  DiatUled  Water. — Two  Winchester  quart  bottles 
half  filled  with  freshly  distilled  water  are  vigorously  agitated  for 
five  minutes,  and  the  air  renewed  several  times  by  filling  up  one 
bottle  with  the  contents  of  the  other,  and  again  dividing  into  two 
portions,  which  are  repeatedly  shaken  with  fresh  air.  Finally,  one 
bottie  being  filled,  the  temperature  of  the  water  is  taken,  and  also 
the  barometric  pressure,  after  which  the  bottle  is  allowed  to  stand 
stoppered  for  half  an  hour,  to  get  rid  of  minute  air-bubbles.  The 
following  table,  due  to  Roscoe  and  Lunt,  gives  the  volimie  of 
oxygen  contained  in  this  standard  aerated  water,  and  the  results 
show  that  Bunsen's  co-efficients,  previously  used,  are  inaccurate. 
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Oxygen  Blawdved  by  DiatiUed  Water.    6— 30°  C. 


Temp. 
C. 

C.C.  Oxygen 
perlitfvAq. 

IMff.for 

o-s*  C. 

Temp. 
C. 

CU3.  Oxjgeia. 
per  liter  Aq. 

DifP.for 
OSf*  C, 

60" 

8-68 

180'' 

6*54 

0*07 

5-6 

8-58 

0-10 

18-5 

6-47 

0*07 

60 

8-49 

0-09 

19-0 

6-40 

0*06 

6-6 

8-40 

009 

195 

6-34 

0-06 

70 

831 

009 

200 

6-28 

0*06 

7-6 

8-22 

009 

20-5 

6-22 

0*06 

80 

8-13 

0-09 

210 

616 

0-06 

8-6 

804 

009 

21-6 

610 

0*06 

90 

7-95 

009 

220 

604 

005 

9-5 

7-86 

0-09 

22-5 

5-99 

005 

10-0 

7-77 

009 

230 

5-94 

0*05 

10-6 

7-68 

0-08 

23-6 

5-89 

0-05 

110 

7-60 

0-08 

240 

5-84 

004 

11-5 

7-52 

008 

24-5 

5*80 

0-04 

120 

7-44 

008 

25*0 

5*76 

004 

12-5 

7-36 

0-08 

25-5 

5*72 

0*04 

180 

7-28 

008 

26-0 

6-68 

004 

136 

7-20 

0-08 

26-6 

5-64 

0*04 

140 

712 

008 

270 

5-60 

0*03 

14-5 

7-04 

0-08 

27-6 

5*67 

0*03 

150 

6-96 

008 

280 

5*54 

0-03 

15-5 

e-89 

007 

28-5 

5*51 

0*03 

160 

6-82 

0-07 

29-0 

5*48 

0*03 

16-5 

6-76 

007 

29-5 

5*45 

0-02 

■   170 

6-68 

007 

300 

6*43 

17-6 

6-61 

007 

In  this  table  the  results  are  calculated  for  aeration  at  an  observed 
barometric  pressure  of  760  mm.  When  the  observed  pressure  is  helow 
760  mm.  T^Bth  the  value  must  be  evhtracted  for  every  10  mm.  difiP.  The 
same  value  must  be  ctdded  when  the  pressure  is  above  760  mm. 

The  JSsHtnation :  The  burettes  having  been  filled,  and  a  preliminary  trial 
made — 

(1)  20  c.c.  of  the  water  is  introduced  into  the  small  bottle  and  about  3  c.c. 
of  indigo  solution  added. 

(2)  A  moderate  current  of  hydrogen  is  passed  through  the  blue  liquid  by 
a  very  fine  jet  for  three  minutes  to  free  both  water  and  supernatant  gas  from 
free  hydrogen. 

(3)  Hyposulphite  is  now  carefuUy  added,  during  the  flow  of  hydrogen, 
until  the  change  from  blue  to  yellow  occurs,  taking  care  not  to  overstep  this 
point. 

(4)  A  further  measured  quantity  of  hyposulphite  is  now  added  (say  10  c.c.) 
sufficient  to  combine  with  all  the  dissolved  oxygen  in  the  volume  of  water 
(50 — 100  c.c.)  proposed  to  be  used  in  the  estimation. 

(5)  The  important  point  is,  that  the  water  is  now  quickly  run  in  from  a 
burette  by  a  capillary  tube  passing  beneath  the  surface  of  the  liquid  to  the 
bottom  of  the  vessel.  The  water  is  thus  introduced  into  a  liquid  which  will 
at  once  fix  the  free  oxygen  and  thus  prevent  its  diffusion  on  coming  in 
contact  with  the  hydrogen,  the  reduced  indigo  acting  as  an  indicator  for  the 
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complete  oxidation  of  the  hyposulphite.  The  liquid  is  kept  in  constant 
motion  during  the  addition  of  the  water,  which  is  shut  off  the  moment  a 
pennanent  blue  colour  appears. 

(6)  The  blue  is  decolorized  by  a  further  slight  addition  of  hyposulphite. 
The  volume  of  water  used  and  the  total  hyposulphite,  minus  the  first  addition, 
are  noted  and  the  estimation  repeated  for  confinnation. 

When  the  water  contains  very  little  oxygen  the  second  addition 
of  hyposulphite  may  he  omitted,  the  reduced  indigo-carmine  heing 
sufficient  to  take  up  all  the  dissolved  oxygen.  In  this  case,  care 
must  be  taken  that  the  oxygen  added  should  require  not  more 
than  half  the  hyposulphite  first  added  to  decolorize  the  indigo- 
carmine. 

StandaTdiarfTig  the  Hyposulpliite. — ^In  order  to  complete  the 
estimation  it  is  necessary  to  know  the  strength  of  the  hyposidphite 
solution  employed,  and  for  this  purpose  the  bottle  of  standard 
aerated  distilled  water  is  titrated.  This  method  has  the  great 
advantage  that  it  is  a  titration  carried  out  under  almost  the  same 
conditions  as  the  examination  of  the  sample.  The  result  of  an 
estimation  is  easily  obtained  by  the  following  formula — 

j-j—  =a;  C.C.  0  per  liter  of  water 

where  d  and  «  =  the  volimies  of  distilled  water  and  sample  re- 
spectively used,  and  hd  and  ^=  the  hyposulphite  required  for  the 
(UstiUed  water  and  sample  respectively,  and  Od  the  volume  of 
dissolved  oxygen  contained  in  one  liter  of  the  standard  water. 

Standardiainflr  the  Indisro. — When  once  the  hyposulphite  has 
been  carefully  standardized  by  distilled  water,  the  rather  trouble- 
some aeration  may  be  avoided  by  finding  the  oxygen-value  of  the 
indigo-carmine  solution.  This  solution  remaining  constant  may  be 
used  for  the  subsequent  standardizing  of  the  hyposulphite. 

It  is  only  necessary  to  take  a  suitable  quantity  of  indigo  solution, 
diluted  with  water  if  necessary,  free  it  from  all  dissolved  oxygen 
by  a  current  of  pure  hydrogen  continued  for  five  minutes,  then 
carefully  decolorize  with  hyposulphite,  the  value  of  which  has  been 
found  by  using  aerated  distilled  water. 

The  authors  show  that  Schutzenberger's  method  of  standard- 
ization, depending  on  the  decolorization  of  ammoniacal  copper 
sulphate,  gives  inaccurate  results. 

Free  acids  or  alkalies  greatly  disturb  the  process.  Bicarbonates 
have  no  effect.  Of  course  when  other  substances  than  oxygen, 
which  decompose  hyposulphite,  are  present,  the  accuracy  of  the 
method  is  proportionately  disturbed.  The  authors  have  applied  the 
process  to  waters  of  very  varied  character,  and  containing  widely 
different  amounts  of  oxygen,  and  show  that  the  method  is  capable 
of  givmg  good  results,  compared  with  the  actual  volume  of  oxygen 
found  by  extracting  the  gases  by  boiling  in  vacuo. 


Digitized  by  VjOOQIC 


262 


VOLUMETKIO  ANALYSIS. 


§   68. 


The  delicacy  of  the  reaction  is  such  that  one  part  of  oxygen  in 
two  million  parts  of  water  is  easily  detected. 

The  following  numbers  were  obtained  from  five  different  samples 
of  London  tap-water  collected  on  five  different  days. 


(1) 

(2) 

(8) 

(4) 

(5) 

Nitrogen  

Oxygen 

Carbonic  acid  

CO. 

18*22 
516 

7-98 

O.O. 

18-95 
5-91 
9-29 

0.0. 

18-38 
5-88 

6-70 

0.0. 

13-48 
6-31 
7-35 

cc 

13-49 

5-80 

811 

Total  gas 

26-35 

29-15 

25-44 

27-09 

^'4ii 

Oxygen    by    the    new 

yommetno  method... 

Gkis  obtained    

5*52 
516 

613 
5-91 

5*64 
5-88 

8*41 
&Z1 

6*24 
5-80 

Difference 

0-37 

0-22 

0-26 

010 

0-44 

Mean  difference  0*28  c.o.  oxygen  per  liter  of  water. 

The  oxygen  values  obtained  by  the  two  methods  show  close 
agreement,  considering  the  possible  experimental  error  in  so  complex 
a  comparison. 

lodometrio    Method. 

A  simpler  method  than  the  foregoing  has  been  proposed  by 
Thresh  (/.  (7.  S.  hoi.  185)  which  by  comparison  with  Boscoe 
and  Lunt's  method  appears  to  give  satisfactory  results  when 
aerated  distilled  water  was  under  titration,  the  differences  occurring 
only  in  the  second  decimal  place.  The  author  was  led  to 
investigate  the  method  by  observing  the  large  amount  of  iodine 
which  a  very  minute  quantity  of  a  nitrite  caused  to  be  liberated, 
when  potassic  iodide  and  dilute  sxilphuric  acid  were  added  to  water 
containing  it.  The  amount  of  iodine  liberated  varies  with  the 
length  of  exposure  to  air.  If  air  is  excluded  no  increase  of  free 
iodine  occurs  after  the  first  few  minutes,  and  if  the  water  is 
previously  boiled  and  cooled  in  an  air-free  space  still  less  iodine  is 
liberated.  In  this  latter  case  the  action  is  represented  by  the 
equation — 

2HI  +  2HISrO«  =  P  +  2H20  +  2N0. 

When  oxygen  has  access  to  the  solution,  the  nitric  oxide  acts  as 
a  carrier,  and  more  hydrogen  iodide  is  decomposed,  the  nitric  oxide 
apparently  remaining  unaffected,  and  capable  of  causing  the 
decomposition  of  an  unlimited  quantity  of  the  iodide. 
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This  reaction  is  the  one  utilised  in  the  process  devised  by 
Thresh  for  estimating  the  oxygen  dissolved  in  water.  As  16  parts 
by  weight  of  oxygen  will  liberate  254  parts  of  iodine,  thus — 

2HI  +  0  =  H20  +  P, 

and  as  the  latter  element  admits  of  being  accurately  estimated, 
theoretically  the  oxygen  should  be  capable  of  very  precise 
determination.  Practically  such  is  the  case ;  the  oxygen  dissolved 
in  drinking  waters  admits  of  being  estimated  both  rapidly  and 
with  precision.  It  is  only  necessary  to  add  to  a  known  volume  of 
the  water  a  known  quantity  of  sodic  nitrite,  together  with  excess 
of  potassic  iodide  and  acid,  avoiding  access  of  air,  and  then  to 
determine  volumetrically  the  amoimt  of  iodine  liberated.  After 
deducting  the  proportion  due  to  the  nitrite  used,  the  remainder 
represents  the  oxygen  which  was  dissolved  in  the  water  and  in  the 
volumetric  solution  used 

The  following  are  the  reagents  required : — 

(1)  Solution  of  sodic  nitrite  and  potassic  iodide  : — 

Sodic  nitrite    0*5  gm. 

Potassic  iodide    20*0  gm. 

Distilled  water    100  c.c. 

(2)  Dilute  sulphuric  acid : — 


s 


Pure  sulphuric  acid    1  part. 

Distilled  water    3  parts. 

A  clear  fresh  solution  of  starch. 

A  volumetric  solution  of  sodic  thiosulphate  : — 

Pure  crystals  of  thiosulphate,  7*75  gm. 

Distilled  water  to  1  liter. 

1  C.C.  corresponds  to  0*25  milligram  of  oxygen. 


The  apparatus  required  is  very  simple,  and  can  readily  be  fitted 
up.  It  consists  of  a  wide-mouthed  white  glass  bottle  (A,  fig.  43) 
of  about  500  c.c.  capacity,  closed  with  a  caoutchouc  stopper  having 
four  perforations.  Through  one  passes  the  tube  B,  drawn  out  at 
its  lower  extremity  to  a  rather  fine  point,  and  connected  at  the 
upper  end,  by  means  of  a  few  inches  of  rubber  tubing,  with  the 
burette  C,  containing  the  thiosulphate.  Through  another  opening 
passes  the  nozzle  of  a  separatory  tube  D,  having  a  stopper  and 
stopcock.  The  capacity  of  this  tube  when  full  to  the  stopper 
must  be  accurately  determined.  Through  the  third  opening  passes 
a  tube  £,  which  can  be  attached  to  an  ordinary  gas  supply.  Through 
the  last  aperture  is  passed  another  tube,  for  the  gas  exit,  and  to 
this  is  attached  a  sufficient  length  of  rubber  tubing  to  enable  the 
cork  G  at  its  end  to  be  placed  in  the  neck  of  the  tube  D  when  the 
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stopper  is  removed.     A  small  piece  of  glass  tube  projects  througfa. 
the  cork,  to  allow  of  the  escaping  gas  being  ignited. 

The  apparatus  is  used  in  the  following  manner : — The  bottle  A 
being  cleaned  and  dry,  the  perforated  bung  is  inserted,  the  burette 
charged,  and  the  tube  B  fixed  in  its  place.  E  is  connected  with 
the  gas  supply.  The  tube  D  is  filled  to  the  level  of  the  stopper 
with  the  water  to  be  examined,  1  c.c  of  the  solution  of  sodic 
nitrite  and  potassic  iodide  added  from  a  1  c.c.  pipette,  then  1  cc* 
of  the  dilute  acid,  and  the  stopper  instantly  fixed  in  its  place, 
displacing  a  little  of  the  water,  and  including  no  air.  If  the 
pipette  be  held  in  a  vertical  position  with  its  tip  just  under  the 
surface  of  the  water,  both  the  saline  solution  and  the  acid,  being 
much  denser  than  the  water,  flow  in  a  sharply  defined  column  to 
the  lower  part  of  the  tube,  so  that  an  infinitesimally  small  quantity 


Fig.  48. 

(if  any)  is  lost  in  the  water  which  overflows  when  the  stopper  is 
inserted.  The  tube  is  next  turned  upside  down  for  a  few  seconds 
for  uniform  admixture  to  take  place,  and  then  the  nozzle  is  pushed 
through  the  bung  of  the  bottle,  and  the  whole  allowed  to  remain 
at  rest  for  15  minutes,  to  enable  the  reaction  to  become  complete. 
A  rapid  current  of  coal  gas  is  now  passed  through  the  bottle  A, 
until  all  the  air  is  displaced  and  the  gas  bums  at  G  with  a  full 
luminous  flame ;  the  flame  is  now  extinguished,  the  stopper  of  D 
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removed,  and  the  cork  G  rapidly  inserted.  On  turning  the  stop- 
cock, the  water  flows  into  the  bottle  A.  The  stopcock  is  turned 
ofl^  the  cork  G  removed,  and  the  supply  of  gas  regulated  so  that 
a  small  flame  only  is  produced  when  this  gas  is  ignited  at  G. 
Thiosulphate  is  now  run  in  slowly  until  the  colour  of  the  iodine  is 
nearly  discharged.  A  little  solution  of  starch  is  then  poured  into 
D,  and  about  1  c.c.  allowed  to  flow  into  the  bottle  by  turning  the 
stopcock.  The  titration  with  thiosulphate  is  then  completed. 
After  the  discharge  of  the  blue  colour,  the  latter  returns  faintly  in 
the  course  of  a  few  seconds,  due  to  the  oxygen  dissolved  in  the 
volumetric  solution ;  after  standing  about  two  minutes,  from  0*05 
to  0*1  C.C.  of  thiosiUphate  must  be  added  to  effect  the  final 
discharge.  The  amoimt  of  volumetric  solution  used  must  now  be 
noted.  This  will  represent  a,  the  oxygen  dissolved  in  the  water 
examined,  +  ft,  the  nitrite  in  the  1  c.c.  of  solution  used,  and  the 
oxygen  in  the  acid  and  starch  solution  +  c,  a  portion  of  the  dissolved 
oxygen  in  the  volumetric  solution.  To  find  the  value  of  a,  it  is 
obvious  that  b  and  c  must  be  ascertained.  This  can  be  effected  in 
many  ways,  and  once  known  does  not  require  re-detennination 
unless  the  conditions  are  changed. 

To  Find  the  Value  of  b, — Probably  the  best  plan  is  to  complete 
a  determination  as  above  described,  and  then,  by  means  of  the 
stoppered  tube,  introduce  into  the  bottle  in  succession  5  c.c.  of 
nitrite  solution,  dilute  acid,  and  starch  solution.  After  standing 
a  few  minutes,  titrate.  One-fifth  of  the  thiosulphate  used  will  be 
the  value  required. 

To  Find  the  Value  of  c, — ^This  correction  is  a  comparatively 
small  one,  and  admits  of  determination  with  sufficient  accuracy  if 
it  is  assiuned  tliat  the  thiosulphate  solution  normally  contains  as 
much  dissolved  oxygen  as  distilled  water  saturated  at  the  same 
temperature.  Complete  a  determination  as  above  described,  then 
remove  the  stoppered  tube,  and  insert  a  tube  similar  to  that 
attached  to  the  burette,  and  drop  in  from  it  10  or  20  c.c.  of 
saturated  distilled  water  exactly  as  the  thiosulphate  is  dropped  in. 
Allow  to  stand  a  few  minutes  and  titrate.  One-tenth  or  one- 
twentieth  of  the  volumetric  solution  used,  according  to  the 
number  of  c.c  of  water  added,  will  represent  the  correction  for  each 
C.C.  of  volumetric  solution  used.     Call  this  value  d. 

Let  e  be  the  number  of  c.c  of  thiosulphate  used  in  an  actual 
determination  of  the  amount  of  oxygen  in  a  sample  of  water ; 

/=  the  capacity  in  c.c.  of  the  tube  employed  -  2  cc,  the  volume 

of  reagents  added ; 
/7  =  the  amount  of  oxygen  in  milligrams  dissolved  in  1  liter  of 

the  water ; 

then  g  =    ^  .  (e -b- en). 
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With  a  tube  made  to  hold  exactly  250  ac,  tlie  most  convenient 

quantity  to  use,  becomes  unity,  and 

V 

In  the  author's  experiments  two  nitrite  solutions  weie  used; 
in  the  first  fc  =  2'l  cc,  in  the  second  3*1  c.c  A  number  of 
determinations  of  d  were  made,  at  temperatures  varying  from 
40**  to  60"  F.  The  value  of  d  was  found  to  vary  between  003 
and  0-0315.  In  all  the  author's  recent  experiments  d  was  taken 
as  0-031. 

When  e  =  3  cc.  the  reaction  seems  to  be  complete  in  five 
minutes,  but,  to  be  on  the  safe  side,  it  is  better  to  fix  the  minimum 
at  fifteen  minutes. 

The  use  of  coal-gas  is  recommended  by  the  author  without 
passing  it  over  alkaline  pyrogaUol  or  otherwise  treating  it  before 
allowing  it  to  pass  through  the  apparatus. 

The  results  obtained,  however,  can  be  made  to  vary,  the  extreme 
limit  being  less  than  0*5  milligram  of  oxygen  per  hter  of  water, 
using  250  c.c.  for  the  estimation.  To  quote  an  extreme  case.  In 
one  experiment  (1),  after  the  air  had  been  wholly  expelled  from 
the  bottle  A,  no  more  gas  was  passed  through,  and  the  titration 
was  effected  in  the  closed  apparatus,  the  volumetric  solution  being 
run  in  as  rapidly  as  possible.  The  end  reaction  was  not  weU 
defined.  In  the  second  experiment  (2),  the  volumetric  solution 
was  run  in  very  slowly  drop  by  drop,  and  a  brisk  current  of  gas 
was  kept  passing  through  the  apparatus.  End-reaction  well 
defined. 


Yolnme  of  water.  Tbioeulphate.  Osjfs^  per  liter. 

1)  322  cc.  15-35  CC  9*1 4  milligrams. 

..     322   „  14-9     „  8-80 


s 


The  difference  is  probably  due  to  nearly  all  the  oxygen  dissolved 
in  thiosulphate  being  used  'up  in  the  first  case,  and  being  lost  by 
diffusion  in  the  second. 

In  the  examination  of  waters,  from  various  sources,  and  making 
the  experiments  in  pairs,  using  tubes  of  different  sizes,  the  author 
found  that  exceedingly  concordant  residts  could  easily  be 
obtained. 

In  estimating  the  oxygen  in  distilled  water  saturated  with  air, 
the  author  found  that  tiie  results  at  25'  and  30'  C.  were  higher 
than  those  obtained  by  Roscoe  and  Lunt,  whilst  at  the  lower 
temperatures  they  were  almost  identical,  and  it  occurred  to  him  that 
the  difference  was  probably  due  to  the  mode  of  saturation.  The 
agitation  in  a  couple  of  Winchesters  w^as  done  as  directed  by 
them,  but  the  water  used  had  been  previously  saturated  at  the 
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lower  temperatures,  and  probably  was  slightly  super-saturated. 
A  further  series  of  experiments  were  then  made  with  freshly- 
distilled  water,  which  was  not  agitated  with  air  until  it  had 
attained  the  desired  temperature.  The  residts  proved  that  this 
surmise  was  correct.  Probably  some  such  explanation  accounts  for 
the  uniformly  higher  resxilts  obtained  by  Dittmar. 

No  doubt  there  will  be  exceptional  cases  in  which  the  process 
cannot  be  used,  and  others  in  which  some  modification  may  be 
required.  A  water  containing  nitrites  will  require  the  amount  of 
the  nitrous  acid  to  be  determined  if  the  utmost  accuracy  is 
required.  (A  water  containing  1  part  of  HNO*  in  1,000,000,  will 
affect  the  results  +  0'17  milligram  of  oxygen  per  liter,  94  parts 
of  the  acid  corresponding  to  16  of  oxygen).  Where  nitrites  are 
present  in  sufficient  quantity  to  interfere,  the  amount  may  be 
determined  by  any  of  the  ordinary  processes,  but  the  author 
prefers  the  following  method : — 

To  250  c.c.  of  the  water  to  be  examined,  rendered  faintly 
alkaline  if  not  already  so,  add  a  few  drops  of  strong  solution  of 
potassic  iodide,  and  boil  vigorously  for  a  few  minutes.  Then 
transfer  to  the  bottie  A  used  in  ^e  oxygen  determination,  and 
allow  to  get  quite  cold  in  a  slow  current  of  coal  gas.  Then  add 
a  few  drops  of  dilute  sulphuric  acid  and  solution  of  starch,  and 
titrate  with  the  thiosulphate.  The  correction  to  be  made  in  the 
oxygen  determination  is  thus  ascertained.  One  or  two  experi- 
mental results  may  be  quoted. 


^^' 

Thio^Dhate 

Corrected. 

MiUignunB  of 
oxygen  per  liter. 

1... 

4 

Tap  water  

282-6 
^282  5 

]  282-6 

13-2 
16-96 

18-6 

9-7 
9-65 

9-48 

10-48 
1027 

1019 

Tap  water  +  5  milli- 
grams    commercial 
Bodic  nitrite  

Tap  water +10  milli- 
grams sodic  nitrite 

In  nimiber  2,  the  thiosulphate  used  by  250  c.c.  of  the  boiled 

water  was  2*8  c.c. 
In  number  3,  the  thiosulphate  used  by  250  c.c.  of  the  boiled 

water  was  5*45'  c.c. 

The  results  are  fairly  satisfactory,  even  with  such  large 
proportions  of  nitrite,  proportions  far  larger  than  are  likely  to  be 
met  with  in  practice. 

Nitrates  do  not  interfere,  even  when  present  in  large  quantities ; 
but  fresh  urine,  when  present  to  the  extent  of  1  per  cent.,  has 
a  small  but  very  appreciable  effect. 
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The    following    is  an    example   of    the    method    at  ordinary 
temperature : — 

Temperature   15'    C, 


Qoaatity  of 
water  taken. 

Thiosnlphate 

e  — b  — ea. 

MOUgnans  of 
Ozjtren  per  liter. 

Difference 
from  mean. 

1... 

2... 
3... 
4... 

822-0 
8220 
232-5 
282-6 

15-45 
15-56 
11-90 
11-70 

12-87 
12-^7 

9-43 

9-23 

Mean... 

9-99 
1007 
1014 

9-92 

—004 
H-0-04 
+0-11 
—0-11 

1008 

Barometer  reading  30  in. 
10-03  milligram8=7-02  c.c.  at  N.P.T. 


£o8Coe  and  Lunt  found  6-96 


IHfiPerence  +  0-06. 


HTDBOGEN    PEBOXIDE. 

H202  =  34. 

This  substance  is  now  largely  used  in  commerce,  and  is  sold 
as  containing  5,  10,  or  20  volumes  of  oxygen  in  solution.  This 
should  mean  that  the  specified  number  of  volumes  can  be  obtained 
from  the  solution  itself,  but  preparations  are  sent  into  the  market 
under  false  pretences.  A  so-called  10  volume  solution  gives,  it  is 
true,  10  volumes  of  O  when  decomposed  gasometrically  with 
permanganate,  but  5  volumes  of  the  0  comes  from  the  per- 
manganate itself,  and  therefore  such  a  solution  is  really  only  5 
volume.  A  true  10  volume  solution  should  yield  from  itself  when 
fully  decomposed,  ten  times  its  volume  of  0,  and  contain  by  weight 
3-04  per  cent,  of  H^O^  or  1-43  per  cent,  by  weight  of  O. 

Kingzett  (/.  C.  S,  1880,  792)  has  clearly  shown  that  the  best 
and  most  rapid  estimation  of  the  hydrogen  peroxide,  contained  in 
any  given  solution  of  it,  is  made  by  iodine  and  thiosulpliate  in  tho 
presence  of  a  tolerably  large  excess  of  sulphuric  acid,  the  reaction 
being — 

2HI  +  H202=2H20  +  P. 

The  function  performed  by  the  sulphuric  acid  is  difficult  of  ex- 
planation, but  the  want  of  uniformity  in  the  reaction  experienced  by 
many  operators  no  doubt  has  arisen  from  the  use  of  insufficient  acid. 

Kingzett's  method  consists  in  mixing  10  c.c.  of  the  peroxide 
solution  to  be  examined  -with  about  30  c.c.  of  dilute  sulphuric 
acid  (1  :  2)  in  a  beaker,  adding  crystals  of  potassic  iodide  in 
sufficient  quantity,  and  after  standing  five  minutes  titrating  the 
liberated  iodine  with  ^^  thiosnlphate  and  starch.  The  peroxide 
solution  should  not  exceed  the  strength  of  2  volumes ;  if  stronger, 
it  must  be  diluted  proportionately  before  the  analysis. 
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In  the  case  of  a  very  weak  solution  it  will  be  advisable  to  titrate 
with  j^  thiosulphate. 

1  C.C.  ^  thiosulphate  =  0-0017  gm.  H^O^  or  0-0016  gm.  0. 

The  estimation  of  this  substance  may  also  be  readily  made  in  the 
absence  of  organic  or  other  reducing  matters  by  weak  standard  per- 
manganate in  the  presence  of  free  sulphuric  acid,  the  permanganate 
being  added  until  a  faint  rose  colour  occurs :  the  reaction  : 


2KMn04  +  5H202  +  3H2SO*  =  K^SO*  +  2MnS0*  +  8H20  +  50^. 

The  same  reaction  may  be  used  for  the  estimation  by  measuring 
the  oxygen  gas  evolved  in  a  suitable  apparatus,  such  as  the 
nitrometer. 

Carpenter  and  Nicholson  {Analyst^  ix.  36)  report  a  series 
of  experiments  on  the  analysis  of  hydrogen  peroxide,  both  by  the 
iodine  and  permanganate  methods. 

The  conclusion  they  arrive  at  is,  that  the  process  of  Kingzett 
is  accurate,  but  in  their  hands  somewhat  tedious,  owing  to  slow 
decomposition  towards  the  end.  Kingzett  however  states  that  if 
a  volume  of  strong  sulphuric  acid  equal  to  the  peroxide  taken  be  used, 
and  especially  if  3ie  dilute  solution  be  slightly  warmed,  the  reaction 
is  complete  in  a  few  minutes,  and  this  is  my  own  experience. 
Nevertheless,  for  technical  purposes,  very  good  results  may  be 
quickly  obtained,  either  by  natural  or  artificial  Hght,  with  simple 
titration  of  the  dilute  acidified  solution  by  -^  permanganate. 

PHOSPHOBIC    ACrD   AND    PHOSPHATES. 

P205=142. 

§  69.  The  estimation  of  phosphoric  acid  volumetrically  may 
be  done  with  more  or  less  accuracy  by  a  variety  of  processes,  among 
which  may  be  mentioned  that  of  Mohr  as  lead  phosphate,  the 
indirect  method  as  silver  phosphate  (the  excess  of  silver  being  found 
by  thiocyanate),  by  standard  uranium  nitrate  or  acetate,  by 
Pemberton's  or  Schindler's  method  as  phospho-molybdate,  or 
when  existing  only  as  monocalcic  phosphate,  by  standard  alkali, 
as  recommended  by  Mollenda  or  Emmerling.  Further,  there  is 
the  method  of  Stolba  by  separation  as  ammonio-magnesic  phosphate, 
and  the  titration  of  this  salt  when  obtained  pure  by  standard  acid. 
These  processes  are  mainly  useful  in  the  case  of  manures,  or  the  raw 
phosphates  from  which  manures  are  manufactured,  and  for  P'^0^  in 
urine,  etc.  When,  however,  phosphorus  has  to  be  estimated  as  it 
exists  in  combination  with  metals  or  metallic  minerals,  it  is 
doubtful  whether  any  volumetric  method  can  be  relied  upon.  My 
experience  will  not  allow  the  recommendation  of  any  such  method. 
For  the  purpose  mentioned,  that  is  to  say,  when  in  combination 
with  alkaline  or  earthy  alkaline  bases  and  moderate  quantities  of 
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iron  or  alumina,  phosphoric  acid  may  be  estimated  volumetrically 
with  very  fair  accuracy,  and  with  much  greater  rapidity  than  by 
gravimetric  means  as  usually  carried  out  This  remark,  however, 
can  only  be  applied  to  uranium  or  molybdenum  methods,  and  the 
alkalimetric  method  of  Stolba;  therefore  only  these  will  be 
described. 


1.     Separation  of  the  Phosphoric  Acid  previous  to  Titration. 

Natural  phosphates  used  for  the  manufacture  of  manures  differ 
materially  in  their  composition,  and  must  be  treated  differently  in 
their  analysis.  Many  of  the  rock  phosphates  contain  silica  in  large 
quantity,  and  of  such  a  nature  that  hydrochloric  acid  readily 
dissolves  a  portion  of  the  silica.  This  must  be  separated  by 
evaporating  the  acid  solution  to  dryness,  heating  to  150"  or  so,  and 
redissolving  the  phosphate  in  dilute  HCl  or  HNO*,  and  filtering  off 
the  gelatinous  SiO^.  If  this  is  not  done,  subsequent  precipitation 
either  by  molybdenum  or  magnesia  will  be  rendered  inaccurate 
from  the  presence  of  SiO^. 

In  the  case  of  separation  by  molybdenum,  organic  matter  must  be 
previously  destroyed  by  calcination.  Chlorides,  if  present,  should 
also  be  removed  by  repeated  evaporation  with  HNO^,  inasmuch  as 
the  phospho-molybdate  is  sensibly  soluble  in  free  HCl,  or  in 
alkaline  or  ferric  chlorides  in  the  presence  of  nitric  acid.  Free 
sulphuric  acid  also  retards  the  formation  of  the  precipitate,  but  neutral 
sulphates  are  of  no  consequence.  Nitric  acid,  therefore,  must  be 
the  final  solvent  in  all  cases  where  this  method  of  separation  is  used. 
Fluorides  are  of  no  consequence,  as  they  are  not  decomposed  by 
this  acid. 

In  the  case  of  separation  direct  by  magnesia,  hydrochloric  acid 
is  the  usual  solvent ;  but  soluble  silica  must  always  be  removed  by 
evaporation  previous  to  precipitation,  especially  for  the  gravimetric 
method. 

Many  natural  guanos  contain  only  mere  traces  of  SiO^,  also 
some  mineral  phosphates  like  the  Belgian  phosphatic  sands.  Bones 
and  similar  organic  phosphates  are  in  like  manner  almost  entirely 
free  from  it,  and  the  same  is  the  case  with  many  superphosphates. 

These  substances  may  therefore,  although  contaminated  with 
iron  and  alumina,  be  directly  treated  with  magnesic  citrate  as 
described  further  on. 

It  will  be  evident  to  most  operators  of  any  experience,  that  if  the 
uranium  method  is  capable  of  accurate  volumetric  results  by  special 
precautions,  the  complete  purity  of  the  precipitate  either  in  the  case 
of  magnesia  or  molybdenum  is  not  a  matter  of  great  importance. 
This  is  true  to  some  extent,  but  it  is  always  advisable  to  have  the 
P^O*^  in  as  clean  a  form  as  possible,  and  especially  is  this  necessary 
in  the  citro-uranic  method,  since  the  smallest  trace  of  citric  acid 
interferes  seriously  with  the  colour  reaction. 
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For  many  years  past  I  have  used  very  extensively  the  magnesic 
citrate  method  of  analysis  direct  by  weighty  and  with  the  most 
satisfactory  results  compared  with  the  molybdic  method  of  separa- 
tion. For  superphosphates  where  iron  or  alumina  is  present,  or 
even  raw  phosphatic  materials  containing  these  substances,  nothing 
better  can  be  desired  for  rapidity,  cleanliness,  and  accuracy.  There 
are  instances  in  which  reprecipitation  is  necessary  to  purify  from 
large  excesses  of  Fe,  Al,  Ca,  etc.;  but  these  are  comparatively  rare; 
and  even  then  less  trouble  is  involved  than  by  molybdenum,  unless 
the  modem  method  of  rapid  separation  in  the  presence  of  a  large 
excess  of  ammonic  nitrate,  with  a  small  excess  of  nitric  acid,  be 
adopted,  asinPemberton's  volumetric  method.  This  is  available 
in  many  cases,  and  is  much  more  cleanly  than  when  concentrated 
nitric  acid  is  present^  and  the  precipitate  washed  with  the  molybdic 
solution  itself. 

Citro-MaarneBlo  Solution. — 27  gm.  of  pure  magnesic  carbonate 
are  added  by  degrees  to  a  solution  of  270  gm.  of  citric  acid  in 
350  c.c.  of  warm  water;  when  aU  elBTervescence  is  over  and  the 
liquid  cool,  about  400  cc.  of  solution  of  ammonia  are  added, 
containing  10  per  cent  of  NH^  (about  0*96  sp.  gr,),  or  if  other 
strength  is  used,  enough  to  ensure  decided  excess  of  NH^: 
the  whole  is  then  diluted  to  a  liter,  and  preserved  in  a  well- 
stoppei*ed  bottle.  20  cc.  of  this  solution  is  sufficient  to  insure 
the  precipitation  of  0*1  gm.  of  P^O^  in  the  presence  of  a  large 
excess  of  NH^,  unless  accompanied  by  excessive  quantities  of  Fe 
or  Al,  which  may  be  known  by  an  immediate  precipitate  being 
formed  on  its  being  mixed  with  the  phosphate  solution  and  ammonia. 
In  this  case  a  fresh  portion  of  the  phosphate  must  be  taken,  and 
30  or  40  cc.  of  the  magnesia  solution  used. 

For  estimation  by  weight,  it  is  not  advisable  to  take  more 
phosphate  solution  than  corresponds  to  0*1  gm.  PW,  using  20  or 
40  cc.  of  magnesia  solution,  and  a  considerable  excess  of  10  per 
cent  anmionia. 

For  volumetric  purposes  the  same  quantities  may  be  taken. 
The  precipitation  is  much  hastened  by  cooling  the  liquid  to  12*  C. 
or  50°  F.,  accompanied  by  rapid  stirring.  This,  however,  causes  a 
dense  crystalline  deposit  on  the  sides  of  the  beaker  and  on  the  rod, 
which  is  difficult  to  remove  if  required  to  be  weighed.  But  if 
it  has  to  be  estimated  volumetrically  this  is  of  no  consequence,  as 
the  titration  may  take  place  in  the  same  beaker  and  with  the  same 
rod,  after  they  have  been  well  washed  with  weak  ammonia,  the 
washing  being  passed  through  the  filter  containing  the  main 
precipitate. 

The  precipitate  of  ammonio-magnesic  phosphate  formed  is  dense, 
crystalline,  and  admits  of  very  easy  washing,  and  the  use  of  very  free 
filtering  paper.  It  is  washed  with  2|  per  cent  ammonia  until  no 
ammonic  citrate  or  magnesia  is  present  in  the  filtrate,  then  either 


Digitized  by  VjOOQIC 


272  VOLUMETEIC  ANALYSIS.  §   69. 

dried  for  ignition  and  weighed  as  Mg^O*^,  or  dissolved  tbiough 
the  filter  with  dilute  nitric  or  hydixKjhloric  acid  for  subsequent 
titration  with  uraniuuL 

It  is  advisable  in  all  cases  to  have  the  acids  and  ammonia  of  a 
tolerably  uniform  strength,  and  to  use  as  nearly  as  possible  the  same 
proportions  in  the  analysis.  Convenient  strengths  are  10  per  cent 
J^W  for  rendering  the  phosphate  and  citrate  mixture  alkaline, 
also  for  neutralizing  the  free  acid  in  superphosphates,  and  2^  per 
cent,  for  washing  the  precipitate ;  10  per  cent,  nitric  or  hydrochloiic 
acid  for  dissolving  the  precipitate  for  titration.  This  is  far  better 
than  pouring  in  acids  or  alkalies  at  random. 

Molybdenum  Solution. — This  is  the  usual  solution  made  by 
dissolving  150  guL  of  ammonic  molybdate  in  a  liter  of  water,  and 
pouring  it  into  a  liter  of  nitric  acid  sp.  gr.  1*20. 

50  C.C.  of  this  solution  suffices  amply  to  precipitate  0"1  gm.  P^O*, 
and  it  should  be  accompanied  by  a  quantity  of  ammonic  nitrate  in 
clear  solution  equal  to  about  15  per  cent,  of  the  total  weight  of 
liquid.  If  heated  to  80*"  or  90°  C,  the  precipitation  is  complete  in 
one  hour.  Instead  of  as  formerly  washing  the  precipitate  with  equal 
parts  of  molybdic  solution  and  water,  a  10  per-cent  solution  of 
ammonic  nitrate  is  used. 

The  precipitate  of  yellow  phospho-molybdate  is  dissolved  in  2  J 
per  cent,  ammonia  solution  through  the  filter,  taking  care  that  every 
trace  is  removed  from  its  folds,  and  then  the  usual  magnesia  mixture 
added  "drop wise"  with  gentle  stirring  in  the  proportion  of  not  less 
than  15  c.c.  for  every  0*1  gm.  P^O^  Two  hours  amply  suffice  for 
this  precipitate  to  separate ;  it  is  then  filtered  and  washed  with  2  J 
per  cent.  NH^  till  clean,  when  it  may  be  either  ignited  as  Mg^P^O*", 
or  titrated  with  uranium. 

Magnesia  Mixture. — 55  gm.  of  crystallized  magnesic  chloride 
and  70  gm.  of  ammonic  chloride  are  dissolved  to  a  liter  witli 
2^  per  cent,  ammonic  hydrate.  10  c.c.  is  sufficient  to  precipitate 
0*1  gm.  P2Q6^  i3uti  it  is  safer  to  use  15  c.c.  as  before  recom- 
mended. 

The  literature  connected  with  the  determination  of  phosphoric 
acid  is  very  voluminous,  and  many  competent  chemists  have  con- 
tributed thereto  in  various  scientific  journals  and  standard  works, 
which  have  been  consulted  and  freely  used  in  the  compilation  of 
this  section.* 

*Fre8eniu8,  (^uant.  Cfhem.  Analya^,  6te  Aufl.  411. 
AbesBer,  Jani  u.  Marcker,  Z.  a.  C.  xii.  239. 
Schumann,  ihid,  zi.  382;  Janovsky,  ibid.  xi.  153. 
Gilbert,  ibid,  xii,  1  j  Eampler.  Qnd,  xii  151. 
Fresenius,  Neubauer,  and  Luck,  ibid,  iz.  16. 
Mohr ,  Titrirhuch,  4te  Aufl.  520. 
Neubauer,  Anal.  de$  Harris,  6t«  Aufl. 

Joulie,  MoniUur  ScimHfique,  1872—3,  et  Annuaire  de  la  Pharmacia,  r6dig6  par 
Br .  C .  Mehu,  1875, 46S,  etc.,  etc.    Joulie,  Ann,  Agronom,  zi.  97—129. 
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2.   Precipitation  as  TTraalo  Phospliate  Ixx  Acetic  Acid  Solution. 

This  method  is  hased  on  the  fact  that  when  uranic  acetate  or 
nitrate  is  added  to  a  neutral  solution  of  tribasic  phosphoric  acid, 
such,  for  instance,  as  sodic  orthophosphate,  the  whole  of  the 
phosphoric  acid  is  thrown  down  as  yellow  uranic  phosphate  TJr^O^, 
P*0*  +  Aq.  Should  the  solution,  however,  contain  free  mineral 
acid,  it  must  be  neutralized  with  an  alkali,  and  an  alkaline  acetate 
added,  together  with  excess  of  free  acetic  acid.  In  case  of  using 
ammonia  and  ammonic  acetate,  tlie  whole  of  the  phosphoric  acid 
is  thrown  down  as  double  phosphate  of  uranium  and  ammonia, 
having  a  light  lemon  colour,  and  the  composition  Ur^O^, 
2(NH*0),  P^O^  +  Aq.  When  this  precipitate  is  washed  with  hot 
water,  dried  and  burned,  the  ammonia  is  entirely  dissipated  leaving 
uranic  phosphate,  which  possesses  the  formula  Ur^O^,  P^O^  and 
contains  in  100  parts  80*09  uranic  oxide  and  19*91  phosphoric 
acid.  In  the  presence  of  fixed  alkalies,  instead  of  ammonia,  the 
precipitate  consists  simply  of  uranic  phosphate.  By  this  method 
phosphoric  acid  may  be  completely  removed  from  all  the  alkalies 
and  alkaline  earths ;  also,  with  a  slight  modification,  from  iron ; 
not,  however,  satisfactorily  from  alumina  when  present  in  any 
quantity. 

The  details  of  the  gravimetric  process  were  fully  described  by 
me  ((7.  N,  i.  97 — 122),  and  immediately  after  the  publication  of 
that  article,  while  employed  in  further  investigation  of  the  subject, 
I  devised  the  volumetric  method  now  to  be  described.  Since  that 
time  it  has  come  to  my  knowledge  that  Xeubauer*  and  Pincusf 
had  independently  of  each  other  and  myself  arrived  at  the  same 
process.  This  is  not  to  be  wondered  at,  if  it  be  considered  how 
easy  the  step  is  from  the  ordinary  determination  by  weight  to  that 
by  measure,  when  the  delicate  reaction  between  uranium  and 
potassic  ferrocyanide  is  kno^vn.  Moreover,  the  great  want  of  a 
really  good  volumetric  process  for  phosphoric  acid  in  place  of  those 
hitherto  used  has  been  felt  by  aU  who  have  anything  to  do  with  it, 
and  consequently  the  most  would  be  made  of  any  new  method 
possessing  so  great  a  claim  to  accuracy  as  the  gravimetric  estimation 
of  phosphoric  acid  by  uranium  undoubtedly  does. 

Conditions  under  which  accuracy  may  be  insured. — Objections 
have  been  urged,  not  without  reason,  that  this  process  is  inaccurate, 
because  varying  amounts  of  saline  substances  have  an  influence 
upon  the  production  of  colour  -svith  the  indicator.  J  Again,  that 
veiy  different  shades  of  colour  occur  with  lapse  of   time.     This 

•  Arehiv.  fUr  vii»0n»ehiftl%eli0  H«»l]cund«,  iv.  228. 

fJowrMlffkr  ProJct.  dum.  IzzvL  104. 

^Halot  prefers  to  make  am  of  the  reaction  wbidx  ocours  between  ooohineal  and 
vnniiuD,  wnicli  gires  a  bluish-green  lake,  as  the  indicator.  With  perfectly  pure 
matftHft'f  ^^<a  method  saooeeds,  out  where  traces  of  icoa,  alumina,  or  other  matters 
occaTj  the  end>reacfcion  Is  far  less  delicate  than  with  the  ferrocyanide. 
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is  all  true,  and  the  analysis  is  unfortunately  one  of  that  class  which 
requires  uniform  conditions ;  but  when  the  source  of  irregularity  is 
known,  it  is  not  difficult  to  obviate  them.  Therefore  it  is  absolutely 
essential  that  the  standardizing  of  the  uranium  solution  should  be 
done  under  the  same  conditions  as  the  analysis.  For  instance,  a 
difTerent  volume  of  uranium  will  be  required  to  give  the  colour  in 
the  presence  of  salts  of  ammonia  to  that  which  would  be  necessary 
with  salts  of  the  fixed  alkalies  or  alkaline  earths.  But  if  the 
standard  solution  is  purposely  adjusted  with  ammonia  salts  in  about 
the  same  proportion,  the  difficulties  all  vamsh.  Fortunately  this 
can  be  easily  done,  and  as  the  chief  substances  requiring  analysis 
are  more  or  less  ammoniacal  in  their  composition,  such  as  urine, 
manures,  etc.,  no  practical  difficulty  need  occur. 

Excessive  quantities  of  alkaline  or  earthy  salts  modify  the  colour, 
but  especially  is  it  so  with  acetate  or  citrate  of  ammonia.  For  this 
reason  I  have  insisted  on  the  complete  washing  of  the  citro- 
magnesian  precipitate,  where  that  method  of  separating  P^O*  is 
adopted  previous  to  titration. 


Estimation  of  Phosphoric  Aoid  in  combination  with   aivoH^mh 
Bases,  or  in  presence  of  small  anantities  of  AlkaHne  Ecirths. 


The  necessary  materials  are — 
A  standard  solution  of  I 
A  standard  solution  of  tribasic  Phosphoric  acid. 


(a)     A  standard  solution  of  Uranium.  1  c.c.  =0*005  gm.  P^O*. 

(fi)        ■"  ■  ~  /  ■    "" 

(c)  A  solution  of  Sodic  acetate  in  dilute  acetic  acid,  made  by 
dissolving  100  gm.  of  sodic  acetate  in  water,  adding  50  c.c.  of 
glacial  acetic  acid,  and  diluting  to  1  liter.  Exact  quantities  are 
not  necessary. 

(d)  A  freshly  prepared  solution  of  Potassic  ferrocyanide,  or 
some  finely  powdered  pure  crystals  of  the  same  salt. 

Standard  Solution  of  Uranitim. — This  solution  may  consist 
either  of  uranic  nitrate  or  acetate.  An  approximate  solution  is 
obtained  by  using  about  35  gm.  of  either  salt  to  the  liter. 
In  using  uranic  nitrate  it  is  imperative  that  the  sodic  acetate 
should  be  added  in  order  to  avoid  the  possible  occurrence 
of  free  nitric  acid  in  the  solution.  With  acetate,  however, 
it  may  be  omitted  at  the  discretion  of  the  operator,  but  it  is 
important  that  the  method  used  in  standardizing  the  uranium  be 
invariably  adhered  to  in  the  actual  analysis.  The  solution  should 
be  perfectly  clear  and  free  from  basic  salt.  Whether  made  from 
acetate  or  nitrate,  it  is  advisable  to  include  about  25  c.c.  of  pure 
glacial  acetic,  or  a  corresponding  quantity  of  weaker  acid  to 
each  liter  of  solution;  exposure  to  light  has  then  less  reducing 
action. 

My  own  practice  is  to  use  in  all  cases  acetate  solution,  and 
dispense  entirely  with  the  addition  of  sodic  acetate. 
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4.     Titration   of  the   TTraniiun   Solution. 

Standard  Phosphorio  Acid. — "When  the  uranium  solution  is  not 
required  for  phosphate  of  lime,  it  may  be  titrated  upon  ammonio- 
sodic  phosphate  (microcosmic  salt)  as  follows  : — 5*886  gm.  of  the 
crystallized,  non-effloresced  salt  (previously  powdered  and  2)ressed 
between  bibulous  paper  to  remove  any  adhering  moisture)  are 
weighed,  dissolved  in  water,  and  diluted  to  1  liter.  50  c.c.  of  this 
solution  vn]l  represent  0*1  gm.  P^O^.* 

50  C.C.  of  this  solution  are  measured  into  a  small  beaker,  5  c.c.  sodic  acetate 
solution  added  if  uranic  nitrate  is  to  be  used,  and  the  mixture  heated  to 
90*  or  100°  0.  The  uranium  solution  is  then  delivered  in  from  a  burette, 
» divided  into  ^  c.c,  until  a  test  taken  shall  show  the  slight  predominance  of 
uranium.  This  is  done  by  spreading  a  drop  or  two  of  the  hot  mixture  upon 
a  clean  white  level  plate,  and  bringing  in  contact  with  the  middle  of  the  drop 
a  small  ghas  rod  moistened  with  the  freshly  made  solution  of  f errocyanide, 
or  a  dust  of  the  powdered  salt.  The  occurrence  of  a  faint  brown  tinge  shows 
an  excess  of  uranium,  the  slightest  amount  of  which  produces  a  brown 
precipitate  of  uranic  ferrocyanide. 

A  second  or  third  titration  is  then  made  in  the  same  way,  so  as 
to  arrive  exactly  at  the  strength  of  the  uranium  solution,  which 
is  then  diluted  and  re-titrated,  until  exactly  20  c.c.  are  required  to 
produce  the  necessary  reaction  with  50  c.c.  of  phosphate. 

Suppose  18*7  C.C.  of  the  uranium  solution  have  been  required  to 
produce  the  colour  with  50  cc,  of  phosphate  solution,  then  every 
18*7  cc.  Avill  have  to  be  diluted  to  20  c.c.  in  order  to  be  of  the 
proper  strength,  or  935  to  1000.  After  dilution,  two  or  three 
fresh  trials  must  be  made  to  insure  accuracy. 

It  is  of  considerable  importance  that  the  actual  experiment  for 
estimating  phosphoric  acid  by  means  of  the  uranium  solution 
should  taj^e  place  with  about  the  same  bulk  of  fluid  that  has  been 
used  in  standardizing  the  solution,  and  with  as  nearly  as  possible 
the  same  relative  amount  of  sodic  acetate,  and  the  production  of 
the  same  depth  of  colour  in  testing.  Hence  the  proportions  here 
recommended  have  been  chosen,  so  that  50  cc.  of  liquid  shall 
contain  0*1  gm.  P^O^ 

Standard  Phosphoric  Acid  correspondinff  voltune  for  volume  with 
Standard  Uranium. — This  solution  is  obtained  by  dissolving 
14*715  gm.  of  microcosmic  salt  in  a  liter,  and  is  two  and  a  half 
times  the  strength  of  the  solution  before  described ;  it  is  used  for 
residual  titration  in  case  the  required  volume  of  uranium  is  over- 
stepped in  any  given  analysis. 

A  little  practice  enables  the  operator  to  tell  very  quickly  the 

*  W.  B.  O  ilea,  who  has  had  g^reat  experience  in  the  determination  of  phoaphorio  acid 
in  Tarioofl  forms,  has  called  raj  attention  to  dihjdric  potaasio  phosphate,  KH'^PO*,  as  au 
excellent  form  of  salt  for  a  standard  solution.  The  sample  sent  to  me  was  in  beautifnUy 
formed  crystals  which  do  not  alter  on  exposure  to  the  air,  and  makes  a  solution  which 
keeps  clear.  Everyone  knows  how  unsatisfactory  sodic  phosphate  is,  both  as  to  its 
state  of  hydration  and  its  keeping  qualities  in  solution :  the  microcosmic  salt  is  better, 
but  is  open  to  objection  on  the  score  of  indefinite  hydration.  If  the  potessium  salt  is 
used,  a  standard  solution  of  the  proper  strength  is  made  by  dissolring  3*83  gm.  in  a  liter 

T   2 
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precise  point ;  but  it  must  be  remembered  tliat  when  the  two  drops 
are  brought  together  for  the  production  of  the  chocolate  colour, 
however  faint  it  seems  at  first,  owing  to  the  retarding  action  of  the 
sodic  acetate  and  acetic  acid  upon  the  formation  of  uranic 
ferrocyanide,  if  left  for  some  little  time  the  colour  increases  con- 
siderably ;  but  this  has  no  effect  upon  the  accuracy  of  the  process, 
since  the  original  standard  of  the  solution  has  been  based  on  an 
experiment  conducted  in  precisely  the  same  way. 

The  Analyiis :  In  estimating  unknown  qualities  of  P^O,  it  is  necessary 
to  have  an  approximate  knowledge  of  the  amount  in  any  given  material,  so 
as  to  fulfil  as  nearly  as  possible  the  conditions  laid  down  above ;  that  is  to  say, 
60  c.c.  of  solution  shall  contain  about  0"1  gm.  P*0*,  or  whatever  other  pro-  . 
I)ortion  may  have  been  used  in  standardizing  the  uranium. 

The  compound  containing  the  P'O^  to  be  estimated  is  dissolved  in  water ; 
if  no  ammonia  is  present,  1  c.c.  of  10  per  cent,  solution  is  dropped  in  and 
neutralized  with  the  least  possible  quantity  of  acetic  acid  (also  5  c.c.  of  sodic 
acetate  if  uranic  nitrate  has  to  be  used),  and  the  volume  made  up  to  about 
50  c.c,  then  heated  to  about  90*"  C.  on  the  water  bath,  and  the  uranium, 
solution  delivered  in  cautiously,  with  frequent  testing  as  above  described, 
until  the  faint  brown  tinge  appears. 

The  first  trial  will  give  roughly  the  amount  of  solution  required,  and 
taking  that  as  a  guide,  the  operator  can  vary  the  amount  of  liquid  and  sodic 
acetate  for  the  final  titration,  should  the  proportions  be  found  widely 
differing  from  those  under  which  the  strength  of  the  uranium  was  originally 
fixed. 

Each  c.c.  of  uranium  solution  =0006  gm.  P^O*. 

6.  Estimation  of  Phosphoric  Acid  in  combination  with  Liime  and. 
Magnesia  (Bones,  Bone  Ash,  Soluble  Phosphates,  and  other 
Phosphatic  Materials,  free  from  Iron  and  Alumina). 

The  procedure  in  these  cases  diflfers  from  the  foregoing  in  two 
respects  only ;  that  is  to  say,  the  uranium  solution  is  preferably 
standardized  by  tribasic  calcic  phosphate;  and  in  the  process  of 
titration  it  is  necessary  to  add  nearly  the  full  amount  of  uraniiun 
required  before  heating  the  mixture,  so  as  to  prevent  the  precipita- 
tion of  calcic  phosphate,  which  is  apt  to  occur  in  acetic  acid 
solution  when  heated ;  or  the  modification  adopted  byFresenius, 
^eubauer,  and  Luck,  may  be  used,  which  consists  in  reversing 
the  process  by  taking  a  measured  volume  of  uranium,  and  delivering 
into  it  the  solution  of  phosphate  until  a  drop  of  the  mixture  ceases 
to  give  a  bro^vn  colour  with  ferrocyanide.  This  plan  gives,  how- 
ever, much  more  trouble,  and  possesses  no  advantage  on  the  score 
of  accuracy,  because  in  any  case  at  least  two  titrations  must  occur,  and 
the  first  being  made  somewhat  roughly,  in  the  ordinary  way,  sliows 
within  1  or  2  c.c.  the  volume  of  standard  uranium  required  ;  and  in 
the  final  trial  it  is  only  necessary  to  add  at  once  nearly  the  quantity^ 
then  heat  the  mixture,  and  finish  the  titration  by  adding  a  drop  or 
two  of  uranium  at  a  time  until  the  required  colour  is  obtained. 

This  reversed  process  is  strongly  advocated  by  many  operators, 
but  excei)t  in  rare  instances  I  fail  to  see  its  superiority  to  the  direct 
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method  for  general  use.  The  best  modification  to  adopt  in  the 
reverse  process  is  to  use  invariably  an  excess  of  uraniimi,  and  to 
titrate  back  with  standard  jihosphate  solution  till  tlie  colour 
disappears ;  this  avoids  all  the  trouble  of  prei)aring  and  cleaning  a 
burette  for  the  solution  to  be  analyzed,  and  if  a  standard  ])hosphate 
is  made  to  correspond  volume  for  volume  with  the  uranium,  an 
analysis  may  always  be  brought  into  order  at  any  stage. 

Standard  Calcic  Phosphate. — It  is  not  safe  to  depend  ujion  the 
usual  preparations  of  tricalcic  phosphate  by  weighing  any  given 
quantity  direct,  owing  to  uncertainty  as  to  the  state  in  which  the 
phosphoric  acid  may  exist;  therefore,  in  onler  to  titrate  the 
uranium  solution  with  calcic  phosphate,  it  is  only  necessary  to 
take  rather  more  than  5  gm.  of  precij)itated  pure  tricalcic  phosphate 
such  as  occurs  in  commerce,  dissolve  it  in  a  slight  excess  of  dilute 
hydrochloric  acid,  precipitate  again  with  a  slight  excess  of  ammonia, 
re-dissolve  in  a  moderate  excess  of  acetic  acid,  then  dilute  to 
a  liter;  by  tliis  means  is  obtained  a  solution  of  acid  monoadcic 
phosphate,  existing  under  the  same  conditions  as  occur  in  the 
actual  analysis.  In  order  to  ascertain  the  exact  amount  of  tribasic 
phosphoric  acid  present  in  a  given  measure  of  this  solution,  two 
iwrtions  of  50  c.c.  each  are  placed  in  two  beakers,  each  holding  about 
half  a  liter.  A  slight  excess  of  solution  of  uranic  acetate  or  nitrate 
is  then  added  to  each,  together  with  about  10  c.c.  of  the  acetic 
solution  of  sodic  acetate ;  they  are  then  heated  to  actual  boiling  on 
a  hot-plate  or  sand-bath,  the  beakers  filled  uj)  with  boiling  distilled 
water,  and  then  set  aside  to  settle,  wliich  occurs  very  si)eedily.  The 
suj)ematant  fluid  should  be  faintly  yellow  from  excess  of  uranium. 
"Wlien  perfectly  settled,  the  clear  liquid  is  withdrawn  by  a  syphon 
or  poured  off  as  closely  as  possible  without  disturbing  the 
precipitate,  and  the  beakers  again  filled  up  with  boiling  water. 
The  same  should  be  done  a  third  time,  when  the  precipitates 
may  be  brought  on  two  filters,  and  need  very  little  further 
washing. 

When  the  filtration  is  complete,  the  filters  are  dried  and  ignited 
separate  from  the  precii)itate,  taking  care  to  bum  off  aU  carbon. 
Before  being  weighed,  however,  the  uranic-phosphate  must  be 
moistened  with  strong  nitric  acid,  dried  perfectly  in  the  water  bath 
or  oven,  and  again  ignited ;  at  first,  very  gently,  then  strongly,  so 
as  to  leave  a  residue  when  cold  of  a  pure  light  lemon  colour.  This 
is  uranic  phosphate  Ur^O^,  1^0^,  the  percentage  composition  of 
which  is  80'09  of  uranic  oxide,  and  19*91  of  phosphoric  acid. 

The  two  precipitates  are  accurately  weighed,  and  shoidd  agree  to 
within  a  trifle.  If  they  differ,  the  mean  is  taken  to  represent  the 
amount  of  P^O^  in  the  given  quantity  of  tricalcic  phosphate,  from 
which  may  be  calculated  the  strength  of  the  solution  to  be  used  as 
a  standard.  Of  course  any  other  accurate  method  of  determining 
the  P^O^  may  be  used  in  place  of  this. 
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The  actual  standard  required  is  5  gm.  of  pure  tricalcic  phosphate 
per  liter ;  and  it  should  be  adjusted  to  this  strength  by  dilution, 
after  the  actual  strength  has  been  found.  In  this  way  is  obtained 
a  standard  which  agrees  exactly  with  the  analysis  of  a  super- 
phosphate or  other  similar  manure. 

Standard  Uraninm  Solution. — This  is  best  adjusted  to  such 
strength  that  25  c.c.  are  required  to  give  the  faint  chocolate  colour 
with  ferrocyanide,  when  50  c.c.  of  the  standard  acetic  solution  of 
calcic  phosphate  are  taken  for  titration.  Working  in  this  manner 
each  c.c,  of  uranium  solution  represents  1  per  cent,  of  soluble 
tricalcic  phosphate,  when  1  gm.  of  manure  is  taken  for  analysis, 
because  50  c,c.  of  the  calcic  phosphate  will  contain  monocalcic 
phosphate  equal  to  0*25  gm.  of  Ca^P^O®  and  will  require  25  c.c.  of 
uranium  solution  to  balance  it. 

These  standai'ds  are  given  as  convenient  for  manures,  but  they 
may  be  modified  to  suit  any  particular  purpose. 

The  Analyst*  in  case  of  Superphosphate  free  from  Fe  and  Al,  except 
in  mere  traces : — 10  gm.  of  the  substance  is  weighed,  placed  in  a  small  glass 
mortar  and  gently  broken  down  by  the  pestle,  cold  water  being  used  to  bring 
it  to  a  smooth  cream.  The  material  should  not  be  ground  or  rubbed  hard, 
which  might  cause  the  solution  of  some  insoluble  phosphate  in  the 
concentrated  mixture.  The  creamy  substance  is  washed  gradually  without 
loss  into  a  measuring  flask  marked  at  508*6  c.c,  the  3*5  c.c.  being  the  space 
occupied  by  the  insoluble  matters  in  an  ordinary  25  to  30  per  cent, 
superphosphate.  The  flask  is  flUed  to  the  mark  with  cold  water,  and  shaken 
every  few  minutes  during  about  half-an-hour.  A  portion  is  then  filtered 
through  a  dry  filter  into  a  dry  beaker,  and  50  c.c.=l  gm.  of  manure 
measured  into  a  beaker  holding  about  100  c.c.  Sufficient  10  per  cent,  ammonia 
is  then  added  to  precipitate  the  monocalcic  phosphate  in  the  form  of 
Ca'F^O^  (in  all  ordinary  superphosphates  there  is  enough  Ca  present  as 
sulphate  to  ensure  this,  and  four  or  five  drops  of  ammonia  genendly  suffice 
to  effect  the  precipitation).  Acetic  acid  is  then  added  in  just  sufficient 
quantity  to  render  the  liquid  clear.  Should  traces  of  gelatinous  AlPQ*  or 
FePO*  occur  at  this  stage,  the  liquid  will  be  slightly  opalescent ;  but  this 
may  be  disregarded  if  only  slight,  as  the  subsequent  heating  will  enable  the 
uranium  to  decompose  it.  If  more  than  traces  occur,  the  method  will  not  be 
accurate,  and  recourse  must  be  had  to  separation  by  the  citro-magnesic 
solution. 

While  the  liquid  is  still  cold,  a  measured  volume  of  the  standard  uranium 
is  run  in  with  stirring,  and  occasional  drops  are  taken  out  with  a  glass  rod, 
and  put  in  contact  with  some  ferroc3ranide  indicator  sprinkled  on  a  white  plate 
until  a  faint  colour  occurs.  The  beaker  is  then  placed  in  the  water-bath  for 
a  few  minutes,  and  again  the  mixture  tested  with  the  indicator :  after  heating 
in  this  way  the  testing  ought  to  show  no  colour.  More  uranium  is  then 
added  with  stirring,  and  drop  by  drop  till  the  proper  reaction  occurs.  This 
titration  is  only  a  guide  for  a  second,  which  may  be  made  more  accimite  by 
running  in  at  once  very  nearly  the  requisite  volume  of  uranium. 

This  operation  may  be  reversed,  if  so  desired,  by  making  the  clear 
solution  of  phosphate  up  to  a  definite  volume  (say  60  cc),  and 
nmning  it  into  a  measured  volume  of  uranium  until  a  test  taken 
shows  no  colour. 
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6.   Bstlmation  of  Phosphorio  Acid  in  Minerals  or  other  substances 
oontainlnsr  Iron,  Alumina,  or  other  disturbing  matters. 

In  order  to  make  use  of  any  volumetric  process  for  this  purpose, 
the  phosphoric  acid  must  be  separated.  As  has  been  already 
described,  this  may  be  done  either  by  the  molybdic  precipitation 
followed  by  solution  in  NH^,  again  precipitated  with  ordinary 
magnesia  mixture,  or  direct  separation  by  citro-magnesia  mixture. 
In  either  case  the  ammonio-magnesic  salt  is  dissolved  in  the  least 
possible  quantity  of  nitric  or  hydrochloric  acid,  neutralized  with 
ammonia,  acidified  with  acetic  acid,  and  the  titration  with  uranium 
carried  out  as  before  described. 

7.     Joulie's  Method. 

This  differs  somewhat  from  the  foregoing,  and  may  be  summarized 
as  follows  (Munro,  C.  N,  lii.  85). 

Joulie  applies  the  citro-magnesia  method  to  all  phosphates, 
whether  containing  iron  and  alumina  or  not,  and  prefers  nitrate  to 
acetate  of  uranium. 

1  to  10  gm.  of  the  sample  are  dissolved  in  HCl.  Some  chemists  use 
nitric  acid  with  a  view  of  leaving  as  much  ferric  oxide  as  possible  undissolved. 
This  course  is  condemned  by  the  author,  because  the  presence  of  ferric  salts 
in  no  way  interferes  with  the  process,  and  because  HCl  is  a  much  better 
solvent  of  mineral  phosphates  than  nitric  acid,  and  leaves  a  residue  free  from 
iron,  by  the  whiteness  of  which  one  may  judge  of  the  completeness  of  the 
attack.  In  the  case  of  phosphates  containing  a  little  pyrites,  nitric  acid 
should  be  used  in  conjunction  with  hydrochloric.  The  removal  of  silica  by 
evaporation  to  dryness  is  necessary  only  in  those  cases  where  the  sample 
contains  silicates  decomposable  by  HCl,  with  separation  of  gelatinous  siUca. 
The  sample  is  boiled  with  the  acid  in  a  measuring  flask  until  the  residue  is 
perfectly  white,  the  contents  are  cooled,  made  up  to  the  mark  with  cold 
water,  mixed,  filtered  through  a  dry  filter,  and  such  a  fraction  of  the  filtrate 
withdliawn  by  a  pipette  as  contains  about  50  m.gm.  of  P^O.  The  sample 
being  delivered  from  the  pipette  into  a  small  beaker,  10  c.c.  of  citro-magnesia 
solution  are  added,  and  then  a  large  excess  of  ammonia.  If  this  quantity 
of  citro-magnesia  liquor  is  sufficient,  no  precipitate  will  form  until  the  lapse 
of  a  few  moments;  should  an  immediate  precipitate  form,  it  is  iron  or 
aluminium  phosphate.  In  this  case  a  fresh  sample  must  be  pipetted  off,  and 
20  c.c.  dtro-ma^esia  liquor  added ;  it  is  of  no  use  adding  another  10  c.o.  of 
the  citric  solution  to  the  original  sample,  as  the  precipi&ted  phosphates  of 
iron  and  aluminium  do  not  readily  redissolve  when  once  formed.  The  citro- 
magnesia  liquor  is  the  same  as  described  on  p.  271.  The  old  plan  of  adding 
first  citric  acid  and  then  "  magnesia  mixture  "  to  the  solution  under  analysis 
frequently  leads  to  incomplete  precipitation  of  the  phosphoric  acid,  because 
the  ammonio-magnesic  phosphate  is  slightly  soluble  in  ammonic  citrate 
unless  a  sufficient  excess  of  magnesium  salt  is  present,  and  therefore  the 
quantity  of  magnesium  salt  should  be  increased  pari  passu  with  the  citric 
acid  required,  which  is  best  done  when  they  are  in  solution  together.  The 
liquid  after  precipitation  is  allowed  to  stand  from  2  to  12  hours  (covered  to 
prevent  evaporation  of  ammonia),  and  then  decanted  through  a  small  filter. 
'She  precipitate  remaining  in  the  beaker  is  washed  with  weak  ammonia  by 
decantatiou,  and  then  on  the  filter  until  the  filtrate  gives  no  precipitate  with 
sodic  phosphate.  Dilute  nitric  acid  is  next  poured  into  the  beaker  to  dissolve 
the  precipitate  adhering  to  the  glass,  thence  on  to  the  precipitate  on  the 


Digitized  by  VjOOQIC 


280  VOLUMETRIC  ANALYSIS.  §69. 

filter.  The  nittic  solution  is  received  in  a  beaker  holding  about  150  c.c.  and 
marked  at  77  c.c.  After  two  or  three  washings  with  acidulated  water  the 
filter  itself  is  detached  from  the  funnel  and  added  to  the  contents  of  the 
beaJcer,  as  the  paper  is  found  to  retain  traces  of  P*0  even  after  many 
\7ashing8.  Dilute  ammonia  is  next  added  until  a  slight  turbidity  is  produced, 
which  is  removed  by  the  addition  of  one  or  two  drops  nitric  acid,  the  liquid 
is  heated  to  boiling,  5  c.c.  of  the  sodic  acetate  solution  added  (page  274,  Se.) 
and  the  titration  with  uranic  nitrate  immediately  proceeded  with. 

The  Standard  Uranic  Nitrate  is  made  by  dissolving  about  40  gm.  of  the 
pure  crystals  in  800  c.c.  water,  adding  a  few  drops  of  ammonia  to  produce  a 
slight  turbidity,  then  acetic  acid  until  cleared,  and  diluting  to  1  liter.  Acetate 
of  uranium  should  not  be  used,  as  it  impairs  the  sensibility  of  the  end-reaction. 
The  uranium  solution  is  titrated  with  10  c.c.  of  a  standard  solution  of  acid 
ammonic  phosphate  containing  8*10  gm.  of  the  pure  dry  salt  -p&r  liter 
(1  c.c.= 0*005  gm.  P^O*).  The  ammonic  phosphate  solution  is  verified  by 
evaporating  a  measured  quantity  (say  50  c.c.)  of  it  to  dryness  with  a  measured 
quantity  of  a  solution  of  pure  ferric  nitrate  containing  an  excess  of  ferric 
oxide,  and  calcining  the  residue.  The  diiferenoe  in  weight  between  this 
calcined  residue  and  that  from  an  equal  volume  of  ferric  nitrate  solution 
evaporated  alone,  is  the  weight  of  phosphoric  anhydride  contained  in  the 
50  c.c.  of  ammonic  phosphate  solution.  The  actual  verification  of  the 
uranic  nitrate  is  performed  by  measuring  accurately  10  c.c.  of  the  ammonic 
phosphate  into  a  beaker  marked  at  75  c.c,  adding  5  c.c.  of  the  sodic 
acetate,  making  up  ^vith  water  to  about  30  cc,  and  heating  to  boiling. 
9  c.c.  uranium  are  then  run  in  from  a  burette,  and  the  liquid  tested  in  the 
usual  way  with  ferrocyanide.  From  this  point  the  uranium  is  added  two  or 
three  drops  at  a  time,  until  the  end-reaction  just  appears,  the  burette  being 
read  off  at  each  testing.  As  soon  as  the  faint^t  colouration  appears, 
the  beaker  is  immediately  filled  to  the  mark  with  boiling  distilled  water, 
and  another  test  made.  If  the  operation  has  been  properly  conducted  no 
brown  colour  will  be  detected,  owing  to  the  dilution  of  the  liquid,  and  one 
or  two  drops  more  of  the  uranium  solution  must  be  added  before  the  colour 
becomes  evident,  and  the  burette  is  finally  read  off.  A  constant  correction  is 
subtracted  from  all  readings  obtained  in  this  way :  it  is  the  quantity  of 
uranium  found  necessary  to  give  the  end-reaction  with  5  c.c.  of  the  sodic 
acetate  solution  alone,  diluted  to  76  c.c.  with  boiling  water  as  above  described. 
The  end-point  must  always  be  verified  by  adding  three  or  four  drops  of 
uranium  in  excess,  and  testing  again,  when  a  strongly  marked  colour  should 
be  produced.  The  standard  uranium  is  made  of  the  same  strength  as  the 
standard  ammonic  phosphate,  in  order  to  eliminate  the  error  caused  by 
changes  in  the  temperature  of  the  laboratory.  The  actual  analysis  is  made  in 
the  same  way  as  the  titration  of  the  standard  iminium,  except  that  a  slight 
error  is  introduced  by  the  number  of  tests  that  have  to  be  made  abstracting 
a  small  fraction  of  the  assay.  To  correct  this,  a  second  estimation  should 
always  be  made,  and  nearly  the  whole  of  the  uranium  found  necessary  in  the 
first  trial  should  be  added  at  once.  Tests  are  then  made  at  intervals  of  two 
or  three  drops,  and  the  final  and  correct  result  should  slightly  exceed  that 
obtained  in  the  first  trial. 

8.     Stolba'B    AlkaUmetric   Method. 

This  process  has  given  me  very  good  results  in  the  analysis  of 
superphosphates  containing  iron  and  alumina,  even  if  the  quantity 
of  these  substances  is  very  considerable,  such  as  mostly  occurs 
when  the  total  P'^0^  has  to  be  estimated  in  a  given  manure,  and 
where  the  hydrochloric  acid  solution  has  necessarily  contained  all 
the  iron  or  alumina  present  in  the  substance. 
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The  AnaUf9%» :  The  clear  aqueous  solution  of  1  gm.  of  a  superphosphate, 
or  the  acid  solution  of  the  soluble  and  insoluble  phosphates,  is  placed  into  a 
beaker  holding  about  150  c.c,  and  from  30  to  50  c.c.  of  citro-magnesia 
solution  added  according  to  the  proportion  of  P^O'.  A  good  excess  of  strong 
ammonia  is  added,  and  vigorously  stirred,  regardless  of  rubbing  the  sides  of 
the  beaker.  If  the  stirring  is  done  at  intervals  of  a  few  minutes,  it  is 
posable  to  separate  the  whole  of  the  P'O*  in  half  an  hour,  but  for  safety  the 
mixture  may  be  left  at  rest  for  another  half-hour ;  then  the  liquid  filtered 
through  a  porous  filter,  washing  the  main  precipitate  and  the  filter  with 
alcohol  or  methylated  spirit  of  50  per  cent,  until  all  free  ammonia  is 
removed.  The  stirring  rod  and  sides  of  the  beaker  will  be  covered  with 
crystals,  which  need  not  be  detached,  but  must  be  carefully  washed  with  the 
dilute  alcohol ;  and  finally,  the  main  precipitate  may  be  transferred  to  the 
filter  to  drain ;  but  before  this  is  done,  the  first  strong  ammoniacal  filtrate 
should  be  removed  from  beneath  the  funnel,  so  that  no  volatile  ammonia 
may  contaminate  the  precipitate  or  filter.  In  fact,  all  care  must  be  taken 
to  remove  ammonia,  except  that  which  is  chemically  combined  with  the 
magnesia  and  the  phosphoric  acid ;  this  being  done,  the  original  beaker  and 
stirring  rod  are  placed  under  the  funnel,  and  a  measured  excess  of  ^ 
sulphuric,  nitric,  or  hydrochloric  acid  is  poured  over  the  filter  and  precipitate 
in  repeated  small  quantities  until  the  double  phosphate  is  completely 
dissolved.  Finally,  the  whole  is  washed  with  repeated  portions  of  hot  water, 
so  that  all  the  salt  is  extracted  from  the  folds  of  the  filter,  and  a  perfectly 
<;lear  solution  of  all  the  crys^ds  from  the  rod  and  sides  of  the  beaker  is 
obtained. 

The  titration  is  made  by  cooling  the  liquid  to  ordinary  temperature, 
and  adding  a  drop  or  two  of  methyl  orange  or  rosolic  acid,  then  titrating 
residually  with  ^tt  ammonia  or  other  alkali. 

The  volume  of  ^jj  acid  neutralized  by  the  alkaline  double 
phosphate,  when  multiplied  by  0*00355,  will  give  the  weight  of 
I^0^  or  by  0-00775,  the  weight  of  CaSP^Qs  in  the  1  gm.  of 
material  used. 

The  process  is  one  of  delicacy,  and  cannot  be  used  except  by 
experienced  manipidators. 


0.     Pemberton's   Molybdic    Method. 

This  process,  with  all  the  steps  that  led  to  its  adojotion,  and  the 
difficulties  involved,  is  described  in  a  paper  read  before  the  chemical 
section  of  the  Franklin  Institute  in  1882  ((7.  N,  xlvi.  4). 

The  process  is  based  on  the  fact  that,  if  a  standard  aqueous 
solution  of  ammonic  molybdate  be  added  to  one  of  phosphoric 
acid,  in  the  presence  of  a  large  proportion  of  ammonic  nitrate, 
accompanied  with  a  small  excess  of  nitric  acid,  and  heat  applied  to 
the  mixture,  the  whole  of  the  P^Q^  is  immediately  and  completely 
carried  down  as  phospho-molybdate  quite  free  from  MoO^.  A  small 
excess  of  the  precipitant  renders  the  supernatant  liquid  clear  and 
colourless,  and  the  ratio  of  molybdic  trioxide  to  phosphoric 
anhydride  is  always  the  same. 

The  weak  part  of  the  method  is  the  difficulty  in  finding  the 
exact    point   at  which   the   precipitation   is   ended,   because   the 
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yellow  precipitate  does  not  settle  in  clots  like  silver  chloride, 
and  hence  filtration  is  necessary,  in  order  to  obtain  a  portion  of 
clear  liquid  for  testing  with  a  drop  of  the  molybdate.  Very  good 
results  may  be  obtained  with  some  little  patience  and  practice  by 
using  the  Beale  filter  (fig.  19).  When  the  precipitation  is  thought 
to  be  nearly  complete,  the  filter  is  dipped  into  the  hot  liquid,  so 
as  to  obtain  2  c.c.  or  so  in  a  clear  condition  :  this  is  transferred 
to  a  clean  test  tube  or  small  short  beaker,  and  a  drop  or  two 
of  the  precipitant  added,  then  heated  in  the  bath  to  see  if  a  yellow 
colour  occurs ;  if  it  does,  the  filter  and  beaker  are  washed  again 
into  the  bulk  with  hot  water  in  very  small  quantities  from  a  small 
wash  bottle.  A  second  titration  ought  to  result  in  a  very  near 
approximation,  and  a  third  will  be  exact.  A  convenient  small 
suction  asbestos  filter  is  figured  and  described  by  Professor 
Caldwell  as  well  adapted  to  this  process  {C,  N,  xlviii.  61). 
As  each  titration  can  be  made  in  a  very  short  time,  and  iron  or 
alumina  may  be  totally  disregarded  in  moderate  quantity,  the 
process  may  be  made  valuable  for  technical  purposes. 

It  is,  however,  imperative  here,  as  it  is  in  the  usual  molybdic 
process,  to  avoid  the  presence  of  soluble  silica,  organic  matter, 
and  organic  acids.  Chlorides  in  moderate  quantity  do  not 
interfere. 

Tlie  necessary  solutions  and  reagents  are — 

Standard  Amnionic  molybdate.  89*543  gm.  of  the  crystallized 
salt  are  dissolved  in  about  900  c.c.  of  water ;  if  not  quite  clear, 
a  very  few  drops  of  ammonia  may  be  added  to  ensure  perfect 
solution ;  the  flask  is  then  filled  to  the  liter  mark.  The  weight  of 
salt  used  is  based  on  the  proportion  of  24  MoO^  to  1  of  P^O*,  and 
each  C.C.  precipitates  3  m.gm.  P^O^.  If  any  doubt  exists  as  to  the 
purity  of  the  molybdate,  the  solution  should  be  standardized  with 
a  solution  of  P^O^  of  known  strength.  In  any  case  this  is  to  be 
recommended. 

Amnionic  nitrate  in  granular  form  and  neutral. 

Nitric  acid,  sp.  gr.  not  less  than  1*4 ;  or  if  of  less  strength,  a 
proportionate  increase  must  be  used  in  the  titration. 

The  Analysis:  The  phosphate  to  be  titrated  is  taken  in  quantity  con- 
taining not  over  O"!  gm.  P^O*  or  01 5  gm.  at  the  utmost.  If  silica  is  present, 
the  solution  is  evaporated  to  dryness.  In  presence  of  organic  matter  ignite 
gently  and  evaporate  to  dryness  twice  with  HNO*.  There  is  no  advantage 
in  filtering  off  the  SiO^.  The  solution  is  transferred  to  a  b«iker  of  100  to 
125  CO.,  using  as  little  water  as  possible  to  prevent  unnecessary  dilution 
and  is  just  neutralized  with  NH^HO,  i.e.,  until  a  slight  precipitate  is 
formed. 

If  much  iron  is  present  the  ammonia  is  added  until  the  yellow  colour  begins 
to  chanf^  to  a  darker  shade.  2  c.c.  of  nitric  acid  are  added.  Care  must  be 
taken  that  the  sp.  gr.  of  the  acid  is  not  less  than  1*4,  otherwise  more  must 
be  added.  10  gm.  of  granular  nitrate  of  ammonia  are  now  added.  After 
a  little  experience  the  quantity  can  be  judged  with  sufficient  accuracy  by  the 
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eye  without  the  trouble  of  weighing.  The  solution  is  now  heated  to  140''  F. 
or  over  and  the  molybdate  solution  run  in  Tmost  conveniently  from  a  Gay 
Lussac  burette),  meanwhile  stirring  the  liquid.  The  beaker  is  now  left 
undisturbed  for  about  a  minute  on  the  water-bath  or  hot  plate  until  the 
precipitate  settles,  leaving  the  supernatant  liquid  not  clear  but  containing 
widely  disseminated  particles,  in  which  the  yellow  cloud  can  easily  be  seen 
on  the  further  addition  of  the  molybdate.  This  addition  is  continued  as  long 
as  the  precipitate  is  thick  and  of  a  deep  colour.  But  as  soon  as  it  becomes 
rather  faint  and  thin,  a  little  of  the  solution,  about  2  to  3  cc,  after  settling 
of  the  precipitate,  is  filtered  into  a  very  small  beaker,  and  this  is  heated  on 
a  hot  plate  and  4  or  6  drops  of  the  molybdate  added.  If  a  precipitate  is 
produced,  the  whole  is  poured  back  into  the  large  beaker,  and  a  further 
addition  of  the  molybdate  (1,  2,  or  8  cc.)  added,  according  to  the  quantity 
of  the  precipitate  in  the  smidl  beaker.  After  stirring  and  settling,  another 
small  quantity  is  filtered  and  again  tested.  If  the  mark  has  been  overstepped 
and  too  much  molybdate  added,  a  measured  quantity  of  P^O*  solution  of 
known  strength  is  added,  and  the  corresponding  amount  of  P^O*  deducted. 
The  results  may  be  checked  by  adding  1  cc.  of  standard  P^C  solution,  and 
then  again  testing.  This  can  be  repeated  as  often  as  desired.  The  portion 
that  finally  produces  a  cloud  is  the  end-point ;  from  this  is  deducted  0*5  cc. 
(for  neutralizing  the  solvent  action  of  the  nitric  acid),  the  remainder 
multiplied  by  S  gives  the  weight  of  P*0*  in  milligrams.  01  gm.  of  P^O* 
gives  about  2*75  gm.  of  the  yellow  precipitate,  and  the  accuracy  of  the 
method  is  largely  due  to  the  low  percentage  of  P*0*. 


10.     Sohindler*8   Itethod. 

This  method  is  based  on  the  precipitation  of  the  phosphoric  acid 
as  phoepho-molybdate  of  definite  composition  which  is  secured  by 
adding  citric  acid  to  the  ordinary  molybdate  solution  in  the  pro- 
portion of  15  gm.  to  1  liter.  50  cc.  of  the  nitric  acid  solution  of 
the  phosphate  (0*5  gm.  of  substance)  is  mixed  with  so  much  of 
a  solution  of  ammonic  nitrate  (750  gm.  per  liter),  that  after  the 
addition  of  the  molybdate  the  mixture  sliall  contain  25  gm.  of 
anmionic  nitrate  per  100  cc.  Then  for  each  0*1  gm.  of  phosphoric 
anhydride,  100  cc.  of  molybdate  solution  is  added,  and  the 
mixture  is  heated  in  a  water  batli  to  about  58**.  Tlie  precipitate 
is  allowed  to  deposit  for  10  minutes,  the  supernatant  liquid  is 
filtered,  and  the  precipitate  is  washed  three  or  four  times  with 
dilute  ammonic  nitrate  (100  gm.  with  10  cc  of  nitric  acid  per 
liter).  It  is  then  dissolved  in  3  per  cent,  ammonia,  treated  with 
10  to  20  cc  of  magnesia  mixture,  and  made  up  to  250  cc.  After 
shaking,  it  is  filtered  :  50  cc.  of  the  filtrate  is  acidified  with 
acetic  acid,  diluted  to  300  cc  with  hot  water,  and  titrated  with 
lead  acetate.  Comparative  determinations  on  a  variety  of  materials 
show  a  close  agreement  with  the  magnesia  method. 

Further  details  of  the  reactions  involved  are  contained  in  the 
section  on  Molybdenum,  and  it  is  necessary  to  study  these  in 
carrying  out  the  process. 
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SIXiVEB. 

A<;=107-66. 


1   c.c.  or  1  dm.  ^^^  soclic  chloride  =  0-010766  gm.  or  0-10766  gm. 
Silver;  also  0*016966  gni.  or  0-16966  gm.  Silver  nitrate. 


1.     Precipitation   with   ^   Sodio    Chloride. 

§  70.  The  determination  of  silver  is  precisely  the  converse  of 
the  oi)erations  described  under  clilorine  (§37,  1  and  2),  and  the 
process  may  either  be  concluded  by  adding  the  sodic  chloride  till 
no  further  precipitate  is  produced,  or  potassic  chromate  may  be 
used  as  an  indicator.  In  the  latter  case,  however,  it  is  advisable 
to  add  the  salt  solution  in  excess,  then  a  drop  or  two  of  chromate, 
and  titrate  residually  with  ^u  silver,  till  the  red  colour  is  pixxluced, 
for  the  excess  of  sodic  cliloride. 


2.     By   Ammonio   Sulphooyanate    (Thiocyanate). 

The  principle  of  this  method  is  fully  described  in  §  39,  and 
need  not  further  be  alluded  to  here.  The  author  of  the  method 
(Volhard)  states,  that  comparative  tests  made  by  this  method 
and  that  of  GayLussac  gave  equally  exact  results,  both  being 
controlled  by  cupellation,  but  claims  for  this  process  that  the  end 
of  the  reaction  is  more  easily  distinguished,  and  that  there  is  no 
labour  of  shaking,  or  danger  of  decomposition  by  light,  as  in  the 
case  of  cldoride. 


3.     Bstimation  of  Silver,  in    Ores  and   Allosre,  by  Starch   Iodide 
(Method   of  Pieani    and   F.    Field). 

If  a  solution  of  blue  starch-iodide  be  added  to  a  neutral  solution 
of  silver  nitrate,  w^hile  any  of  the  latter  is  in  excess  the  blue  colour 
disapi)ears,  the  iodine  entering  into  combination  with  the  silver ;  as 
soon  as  all  the  silver  is  thus  saturated,  the  blue  colour  remains 
permanent,  and  marks  the  end  of  the  process.  The  reaction  is 
very  delicate,  and  the  process  is  more  especially  applicable  to  the 
analysis  of  ores  and  alloys  of  silver  containing  leiwl  and  copper,  but 
not  mercury,  tin,  iron,  manganese,  antimony,  arsenic,  or  gold  in 
solution. 

The  solution  of  starch  iodide,  devised  by  Pisani,  is  made  by 
rubbing  together  in  a  mortar  2  gm.  of  iodine  with  15  gm.  of  starch 
and  about  6  or  8  droi)s  of  water,  putting  the  moist  mixture  into  a 
stoppered  flask,  and  digesting  in  a  water  bath  for  about  an  hour,  or 
until  it  has  assumed  a  dark  bluish-grey  colour ;  water  is  then  added 
till  all  is  dissolved.     The  strength  of  the  solution  is  then  ascertained 
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hy  titrating  it  with  10  c.c.  of  a  solution  of  silver  containing  1  gni. 
ill  the  liter,  to  which  a  portion  of  pure  precipitated  calcic  carbonate 
is  atlded ;  the  addition  of  this  latter  removes  all  excess  of  acid,  and 
at  the  same  time  enables  the  operator  to  distinguish  the  end  of  the 
reaction  more  accurately.  The  starch  iodide  solution  should  be  of 
such  a  strength  that  about  50  c.c.  are  required  for  10  c.c.  of  the 
silver  solution  (  =  0*01  gm.  silver). 

F.  Field  (G.  N.  ii.  17),  who  discovered  the  principle  of  this 
method  simidtancously  with  Pisani,  uses  a  solution  of  iodine  in 
potassic  iodide  with  starch.  Those  who  desire  to  make  use  of 
this  plan  can  use  the  -^  and  j^  solutions  of  iodine  described 
in  §34. 

In  the  analysis  of  silver  containing  copper,  the  solution  must  be 
considerably  diluted  in  order  to  weaken  the  colour  of  the  copper ; 
a  small  measured  portion  is  then  taken,  calcic  carbonate  added,  and 
starch  iodide  till  the  colour  is  permanent.  It  is  best  to  operate 
with  about  from  60  to  100  c.c,  containing  not  more  than  0*02  gm. 
silver ;  when  the  quantity  is  much  greater  than  this,  it  is  preferable 
to  precipitate  the  greater  portion,  with  ^u  s^dic  chloride,  and  to 
complete  with  starch  iodide  after  filtering  off  the  chloride.  When 
lead  is  present  with  silver  in  the  nitric  acid  solution,  add  sulphuric 
acid,  and  filter  off  the  lead  sulphate,  then  add  calcic  carbonate  to 
neutralize  excess  of  acid,  filter  again  if  necessary,  then  add  fresh 
carbonate  and  titrate  as  above. 


4.    Assay  of  Commercial  Silver  (Plate,  Bullion,  Coin,  etc.).    G-ay 
Lnseao's  Ktethod  modified  by  J.   G-,  Itnlder. 

For  more  than  thirty  years  Gay  Lussac's  method  of  estimating 
silver  in  its  alloys  has  been  practised  intact,  at  all  the  European 
mints,  under  the  name  of  the  "  humid  method,"  in  place  of  the  old 
system  of  cupellation.  During  that  time  it  has  been  regarded  as  one 
of  the  most  exact  methods  of  quantitative  analysis.  The  researches 
of  Mulder,  however,  into  the  innermost  details  of  the  process 
have  shown  that  it  is  capable  of  even  greater  accuracy  than  has 
hitherto  been  gained  by  it. 

The  principle  of  the  process  is  the  same  as  described  in  §  37, 
depending  on  the  afl^ity  which  chlorine  has  for  silver  in  preference 
to  all  other  sul)stances,  and  residting  in  the  formation  of  chloride 
of  silver,  a  compound  insoluble  in  dilute  acids,  and  which  readily 
separates  itself  from  the  liquid  in  which  it  is  suspended. 

The  plan  originally  devised  by  the  illustrious  inventor  of  the 
process  for  assaying  silver,  and  which  is  still  followed,  is  to  consider 
the  weight  of  alloy  taken  for  examination  to  consist  of  1000  parts, 
and  tlie  question  is  to  find  how  many  of  these  parts  are  pure  silver. 
This  empirical  system  was  arranged  for  the  convenience  of  commerce, 
and  being  now  thoroughly  established,  it  is  the  best  plan  of 
procedure.     If,  therefore,  a  standard  solution  of  salt  be  made  of 
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such  strength  that  100  c.c.  will  exactly  precipitate  1  gm.  of  silver, 
it  is  manifest  that  each  ^  c.c.  will  precipitate  1  ni.gni.  or  y^^ 
part  of  the  gram  taken;  and  consequently  in  the  analysis  of 
1  gm.  of  any  alloy  containing  silver,  the  number  of  ^v  ^'^ 
required  to  precipitate  all  the  silver  out  of  it  would  be  the  number 
of  thousandths  of  pure  silver  contained  in  the  specimen. 

In  practice,  however,  it  would  not  do  to  follow  this  plan  precisely, 
inasmuch  as  neither  the  measurement  of  the  standard  solution  nor 
the  ending  of  the  process  would  be  gained  in  the  most  exact 
manner;  consequently,  a  decimal  solution  of  salt,  one-tenth  the 
strength  of  the  standard  solution,  is  prepared,  so  that  1000  cc. 
will  exactly  precipitate  1  gm.  of  silver,  and,  therefore,  1  cc 
1  m.gm. 

The  silver  alloy  to  be  examined  (the  composition  of  which  must 
be  approximately  known)  is  weighed  so  that  about  1  gm.  of  pure 
silver  is  present ;  it  is  then  dissolved  in  pure  nitric  acid  by  the  aid 
of  a  gentle  heat,  and  100  cc  of  standard  solution  of  salt  added 
from  a  pipette  in  order  to  precipitate  exactly  1  gm.  of  silver ;  the 
bottle  containing  the  mixture  is  then  well  shaken  until  the  cliloride 
of  silver  has  curdled,  leaving  the  liquid  clear. 

The  question  is  now :  Wliich  is  in  excess,  salt  or  silver  1  A  drop 
of  decimal  salt  solution  is  added,  and  if  a  precipitate  be  produced 
1  cc  is  delivered  in,  and  after  clearing,  another,  and  so  on  as  long 
as  a  precipitate  is  produced.  If  on  the  other  hand  the  one  drop  of 
salt  produced  no  precipitate,  showing  that  the  pure  silver  present 
was  less  than  1  gm.,  a  decimal  solution  of  silver  is  used,  preparecl 
by  dissolving  1  gm.  pure  silver  in  pure  nitric  acid  and  diluting  to 
1  liter.  This  solution  is  added  after  the  same  manner  as  the  salt 
solution  just  described,  imtil  no  further  precipitate  occurs ;  in  either 
case  the  quantity  of  decimal  solution  used  is  noted,  and  the  results 
calculated  in  thousandths  for  1  gm.  of  the  alloy. 

The  process  thus  shortly  described  is  that  originally  devised  by 
Gay  Lussac,  and  it  was  taken  for  granted  that  when  equivalent 
chemical  proportions  of  silver  and  sodic  chloride  were  brought  thus 
in  contact  that  every  trace  of  the  metal  was  precipitated  from  the 
solution,  leaving  sodic  nitrate  and  free  nitric  acid  only  in  solution. 
The  researches  of  Mulder,  however,  go  to  prove  that  this  is  not 
strictly  the  case,  but  that  when  the  most  exact  chemical  proportions 
of  silver  and  salt  are  made  to  react  on  each  other,  and  the  chloride 
has  subsided,  a  few  drops  more  of  either  salt  or  silver  solution  will 
produce  a  further  precipitate,  indicating  the  presence  of  both  silver 
nitrate  and  sodic  chloride  in  a  state  of  equilibrium,  which  is  upset 
on  the  addition  of  either  salt  or  silver.  Mulder  decides,  and  no 
doubt  rightly,  that  this  pecidiarity  is  owing  to  the  presence  of  sodic 
nitrate,  and  varies  somewhat  with  the  temperature  and  state  of 
dilution  of  the  liquid. 

It  therefore  follows  that  when  a  silver  solution  is  carefully 
precipitated,  first  by  concentrated  and  then  by  dilute  salt  solution, 
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until  no  further  precipitate  appears,  the  clear  liquid  will  at  this 
point  give  a  precipitate  with  dilute  silver  solution ;  and  if  it  be 
added  till  no  further  cloudiness  is  produced,  it  will  again  bo 
precipitablc  by  dilute  salt  solution. 

Example :  Suppose  that  in  a  ^iven  silver  analysis  the  decimal  salt  solution 
has  been  added  so  long  as  a  precipitate  is  produced,  and  that  1  c.o.  (=20  drops 
of  Mulder's  dropping  apparatus)  of  decimal  silver  is  in  turn  required  to 
precipitate  the  apparent  excess,  it  would  be  found  that  when  this  had  been 
done,  1  c.c.  more  of  salt  solution  would  be  wanted  to  reach  the  point  at  which 
no  further  cloudiness  is  produced  bv  it,  and  so  the  changes  might  be  rung 
time  after  time;  if,  however,  instead  of  the  last  1  c.c.  (=20  drops)  of  salt, 
half  the  quantily  be  added,  that  is  to  say  10  drops  (=i  c.c),  Mulder's 
so-called  neutral  point  is  reached ;  namely,  that  in  which,  if  the  liquid  be 
divided  in  half,  both  salt  and  silver  will  produce  the  same  amount  of 
precipitate.  At  this  stage  the  solution  contains  silver  chloride  dissolved 
in  sodic  nitrate,  and  the  addition  of  either  salt  or  silver  expels  it  from 
solution. 

A  silver  analysis  may  therefore  be  concluded  in  tlu*ee  ways — 

( 1 )  By  adding  decimal  salt  solution  until  it  j  ust  cerises  to  produce 
a  cloudiness. 

(2)  By  adding  a  slight  excess  of  salt,  and  then  decimal  silver 
till  no  more  precipitate  occurs. 

(3)  By  finding  the  neutral  point. 

According  to  Mulder  the  latter  is  the  only  correct  method,  and 
preserves  its  accuracy  at  all  temperatures  up  to  56**  C.  (  =  133° 
Fahr.),  while  tlie  dijfference  between  1  and  3  amounts  to  J  a  m.gm., 
and  tiiiat  between  1  and  2  to  1  m.gm.  on  1  gm.  of  silver  at 
16**  C.  (  =  60*  Fahr.),  and  is  seriously  increased  by  variation  of 
temperature. 

It  will  readily  be  seen  that  much  more  trouble  and  care  is 
required  by  Mulder's  method  than  by  that  of  Gay  Lussac,  but, 
as  a  compensation,  much  greater  accuracy  iJs  obtained. 

On  the  whole,  it  appears  to  me  preferable  to  weigh  the  alloy  so 
that  slightly  more  than  1  gm.  of  silver  is  present,  and  to  choose  the 
ending  No.  1,  adding  drop  by  drop  the  decimal  salt  solution  until 
just  a  trace  of  the  precipitate  is  seen,  and  which,  after  some  practice, 
is  known  by  the  operator  to  be  final.  It  will  be  found  that  the 
quantity  of  salt  solution  used  will  slightly  exceed  that  required  by 
chemical  computation;  say  100*1  c.c.  are  found  equal  to  1  gm.  of 
silver,  the  operator  has  only  to  calcidate  that  quantity  of  the  salt 
solution  in  question  for  every  1  gm.  of  silver  he  assays  in  the  form 
of  alloy,  and  the  error  produced  by  the  solubility  of  silver  chloride 
in  sodic  nitrate  is  removed. 

If  the  decimal  solution  has  been  cautiously  added,  and  the 
temperature  not  higher  than  17°  C.  (62°  Fahr.),  this  method  of 
conclusion  is  as  reliable  as  No.  3,  and  free  from  the  possible  errors 
of  experiment;  for  it  requires  a  great  expenditure  of  time  and 
jmtience  to  reverse  an  assay  two  or  tliree  times,  each  time 
cautiously  adding  the  solutions,  drop  by  drop,  then  shaking  and 
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waiting  for  the  liquid  to  clear,  besides  tlie  risk  of  discolouring  the 
chloride  of  silver,  which  would  at  once  vitiate  the  results. 

Tlie  decimal  silver  solution,  according  to  this  arrangement,  would 
seldom  be  required ;  if  the  salt  has  been  incautiously  added,  or  the 
quantity  of  alloy  too  little  to  contain  1  gm.  pure  silver,  then  it  is 
best  to  add  once  for  all  2,  3,  or  6  cc,  according  to  circumstances, 
and  finish  with  decimal  salt  as  No.  1,  deducting  the  silver  added. 

The  Standard  Solutions  and  Apparatus, 

(a)  Standard  Salt  Solution. — Pure  sodic  chloride  is  prepared  by  treating" 
a  concentrated  solution  of  the  whitest  table-salt  first  with  a  solution  of 
caustic  baryta  to  remove  sulphuric  acid  and  magnesia,  then  with  a  slight 
excess  of  sodic  carbonate  to  remove  baryta  and  lime,  warming  and  allowing 
the  precipitates  to  subside,  then  evaporating  to  a  small  bulk  that  ciystals 
may  form ; .  these  are  separated  by  a  filter,  and  slightly  washed  with  cold 
distilled  water,  dried,  removed  from  the  filter,  and  heated  to  dull  redness, 
and  when  cold  preserved  in  a  well-closed  bottle  for  use.  The  mother-Uquor 
is  thrown  away,  or  used  for  other  purposes.  Of  the  salt  so  prepared,  or  of 
chemically  pure  rock-salt  (Steinsalz,  a  substance  to  be  obtained  freely  in 
Germany),  5*4145  gm.  are  to  be  weighed  and  dissolved  in  1  liter  of  distilled 
water  at  le**  C.  100  c.c.  of  this  solution  will  precipitate  exactly  1  gm.  of 
silver.    It  is  preserved  in  a  well-stoppered  bottle,  and  shaken  before  use. 

(b)  Decimal  Salt  Solution. — 100  c.c.  of  the  above  solution  are  diluted  to 
exactly  1  hter  with  distilled  water  at  16°  C.  1  c.c.  will  precipitate  0*001  gm. 
of  silver. 

(c)  Decimal  Silver  Solution. — Pure  metallic  silver  is  best  prepared  by 
galvanic  action  from  pure  chloride ;  and  as  clean  and  secure  a  method  as  any 
is  to  wrap  a  lump  of  clean  zinc,  into  which  a  silver  wire  is  melted,  with 
a  piece  of  wetted  bladder  or  calico,  so  as  to  keep  any  particles  of  impurity 
contained  in  the  zinc  from  the  silver.  The  chloride  is  placed  at  the  bottom 
of  a  porcelain  dish,  covered  with  dilute  sulphuric  acid,  and  the  zinc  laid  in 
the  middle;  the  silver  wire  is  bent  over  so  as  to  be  immersed  in  the  chloride. 
As  soon  as  the  acid  begins  to  act  upon  the  zinc  the  reduction  commences  in 
the  chloride,  and  grows  gradually  all  over  the  mass ;  the  resulting  finely- 
divided  silver  is  well  washed,  first  with  dilute  acid,  then  with  hot  water,  till 
all  acid  and  soluble  zinc  are  removed. 

The  moist  metal  is  then  mixed  with  a  little  sodic  carbonate,  saltpetre, 
and  borax,  say  aoout  an  eighth  part  of  each,  dried  perfectly,  then  melted. 
Mulder  recommends  that  the  melting  should  be  done  in  a  porcelain  crucible 
immersed  in  sand  contained  in  a  common  earthen  crucible ;  borax  is  sprinkled 
over  the  surface  of  the  sand  so  that  it  may  be  somewhat  vitrified,  that  in 
pouring  out  the  silver  when  melted  no  particles  of  dirt  or  sand  may  fall  into 
it.  If  the  quantity  of  metal  be  small  it  may  be  melted  in  a  porcelain  crucible 
over  a  gas  blowpipe. 

The  molten  metal  obtained  in  either  case  can  be  poured  into  cold  water 
and  so  granulated,  or  upon  a  slab  of  pipe-clay,  into  which  a  glass  plate  has 
been  pressed  when  soft  so  as  to  form  a  shallow  mould.  The  metal  is  then 
washed  well  with  boiling  water  to  remove  accidental  siuf  ace  impurities,  and 
rolled  into  thin  strips  by  a  goldsmith's  mill,  in  order  that  it  may  be  readily 
cut  for  weighing.  The  granulated  metal  is,  of  course,  ready  for  use  at  once 
without  any  rolling. 

1  gm.  of  this  silver  is  dissolved  in  pure  dilute  nitric  acid,  and 
diluted  to  1  liter ;  each  c.c.  contains  O'OOl  gm.  of  silver.  It  should 
be  kept  from  the  light. 


Digitized  by  VjOOQIC 


§  70.  SILVER.  289 

(d)  Dropping*  Apparatus  for  Conoludinff  the  Assay. — Mulder 
constructs  a  special  affair  for  this  purpose,  consisting  of  a  pear- 
shaped  vessel  fixed  in  a  stand,  with  special  arrangements  for 
preventing  any  continued  flow  of  liquid.  The  delivery  tube  has  an 
opening  of  such  size  that  20  drops  measure  exactly  1  c.c.  The 
vessel  itself  is  not  graduated.  As  this  arrangement  is  of  more 
service  to  assay  than  to  general  laboratories,  it  need  not  be  further 
described  here,  A  small  burette  divided  in  ^  c.c.  with  a  conve- 
nient dropping  tube,  will  answer  every  purpose,  and  possesses  the 
further  advantage  of  recording  the  actual  volume  of  fluid  delivered. 

The  100-c.c.  pipette,  for  delivering  the  concentrated  salt  solution, 
must  be  accurately  graduated,  and  should  deliver  exactly  100  gm. 
of  distilled  water  at  16°  C. 

The  test  bottles,  holding  about  200  cc,  should  have  their 
stoppers  well  ground  and  brought  to  a  point,  and  should  be  fitted 
into  japanned  tin  tubes  reaching  as  high  as  the  neck,  so  as  to  pre- 
serve the  precipitated  chloride  from  the  action  of  light,  and,  when 
shaken,  a  piece  of  black  cloth  should  be  covered  over  the  stopper. 

(e)  Titration  of  the  Standard  Salt  Solution. — From  what  has 
been  said  previously  as  to  the  principle  of  this  method,  it  will  be 
seen  that  it  is  not  possible  to  rely  absolutely  upon- a  standard  solu- 
tion of  salt  containing  5*4145  gm.  per  liter,  although  this  is 
chemically  correct  in  its  strength.  The  real  working  power  must 
be  found  by  experiment.  From  1  '002  to  1  '004  gm.  of  absolutely 
pure  silver  ia  weighed  on  the  assay  balance,  put  into  a  test  bottle 
with  about  5  cc.  of  pure  nitric  acid,  of  about  1*2  sp.  gr.,  and  gently 
heated  in  the  water  or  sand  bath  till  it  is  all  dissolved.  Tlie 
nitrous  vapours  are  then  blown  from  the  bottle,  and  it  is  set  aside 
to  cool  down  to  about  16°  C.  or  60°  Fahr. 

The  100  cc.  pipette,  which  should  be  securely  fixed  in  a  support, 
la  then  carefully  filled  with  the  salt  solution,  and  delivered  into 
the  test  bottle  contained  in  its  case,  the  moistened  stopper  inserted, 
covered  over  with  the  black  velvet  or  cloth,  and  shaken  con- 
tinuously till  the  chloride  has  clotted,  and  the  liquid  becomes  clear ; 
the  stopper  is  then  slightly  lifted,  and  its  point  touched  against  the 
neck  of  the  bottle  to  remove  excess  of  liquid,  again  inserted,  and 
any  particles  of  chloride  washed  down  from  the  top  of  the  bottle 
by  carefully  shaking  the  clear  liquid  over  them.  The  bottle  is 
then  brought  under  the  decimal  salt  burette,  and  J  cc  added,  the 
mixture  shaken,  cleared,  another  J  c.c.  put  in,  and  the  bottle  lifted 
partly  out  of  its  case  to  see  if  the  precipitate  is  considerable; 
lastly,  2  or  3  drops  only  of  the  solution  are  added  at  a  time  until 
no  further  opacity  is  produced  by  the  final  drop.  Suppose,  for 
instance,  that  in  titrating  the  salt  solution  it  is  found  that  1  '003  gm. 
of  silver  require  100  cc  concentrated,  and  4  c.c.  decimal  solution, 
altogether  equal  to  100*4  cc  concentrated,  then — 

1-003  silver  :  100*4  salt  :  :  1*000  :  x,  ic=  100*0999. 
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The  result  is  within  yj^ij^  of  100*1,  which  is  near  enough  for  the 
purpose,  and  may  he  more  conveniently  used.  The  operator 
therefore  knows  that  100*1  c.c.  of  the  concentrated  salt  solution 
at  16*  C.  will  exactly  precipitate  1  gm.  silver,  and  calculates 
accordingly  in  his  examination  of  alloys. 

In  the  assay  of  coin  and  plate  of  the  English  standard,  namely, 
1 1  *1  silver  and  0*9  copper,  the  weight  corresponding  to  1  gm.  of 
silver  is  1*081  gm.,  therefore  in  examining  this  alloy  1*085  gm. 
may  be  weighed. 

When  the  quantity  of  silver  is  not  approximately  known,  a 
preliminary  analysis  is  necessary,  which  is  best  made  by  dissolving 
J  or  1  gm.  of  the  alloy  in  nitric  acid,  and  precipitating  very 
carefully  with  the  concentrated  salt  solution  from  a  ^  c.c.  burette. 
Suppose  that  in  this  manner  1  gm.  of  alloy  required  45  c.c  salt 
solution, 

100*1  salt  :  1*000  silver  :  :  45  :  a;,  a;  =  0*4495. 
Again  0*4495  :  1  :  :  1*003  :  a;=  2*231. 

2*231  gm.  of  this  particular  alloy  are  therefore  taken  for  the 


Where  alloys  of  silver  contain  sulphur  or  gold,  with  small 
quantities  of  tin,  lead,  or  antimony,  they  are  first  treated  with  a 
small  quantity  of  nitric  acid  so  long  as  red  vapours  are  disengaged, 
then  boiled  with  concentrated  sulphuric  acid  till  the  gold  has 
become  compact^  set  aside  to  cool,  diluted  with  water,  and  titrated 
as  above. 

Assayinff   on   the   Grain   System. 

It  will  be  readily  seen  that  the  process  just  described  may  quite 
as  conveniently  be  arranged  on  the  grain  system  by  substituting  10 
grains  of  silver  as  the  unit  in  place  of  the  gram  ;  each  decern  of 
concentrated  salt  solution  would  then  be  equal  to  -j^  of  a  grain 
of  silver,  and  each  decem  of  decimal  solution  to  y^  of  a  grain. 

5.     Analyels   of  the   Silver   Solntione   need  In   Photography. 

The  silver  bath  solutions  for  sensitizing  collodion  and  paper 
frequently  require  examination,  as  their  strength  is  constantly 
lessening.  To  save  calculation,  it  is  better  to  use  an  empirical 
solution  of  salt  than  the  systematic  one  described  above. 

This  is  best  prepared  by  dissolving  43  grains  of  pure  sodic 
chloride  in  10,000  grains  of  distilled  water.  Each  decem  (  =  10  gm.) 
of  this  solution  will  precipitate  0*125  gm.  (i.e.  J  grn.)  of  pure 
silver  nitrate ;  therefore,  if  one  fluid  drachm  of  any  silver  solution 
be  taken  for  examination,  the  number  of  decems  of  salt  solution 
required  to  precipitate  all  the  silver  will  be  the  number  of  grains 
of  silver  nitrate  in  each  ounce  of  the  solution. 
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Example :  One  fluid  draohm  of  an  old  nitrate  bath  was  carefully  measured 
into  a  stoppered  bottle,  10  or  15  drops  of  pure  nitric  acid  and  a  little  distilled 
water  added ;  the  salt  solution  was  then  cautiously  added,  shaking  well  after 
each  addition  until  no  further  precipitate  was  j^roduced.  The  quantity 
required  was  26*5  din.=26i  grains  of  silver  nitrate  in  each  ounce  of 
solution. 

Crystals  of  silver  nitrate  may  also  be  examined  in  the  same  way, 
by  dissolving  say  30  or  40  gm.  in  an  ounce  of  water,  taking  one 
drachm  of  the  fluid  and  titrating  as  above. 

In  consequence  of  the  rapidity  and  accuracy  with  which  silver 
may  be  determined,  when  potassic  chromate  is  used  as  indicator, 
some  may  prefer  to  use  that  method.  It  is  then  necessary  to  have 
a  standard  solution  of  silver,  of  the  same  chemical  power  as  the 
salt  solution  :  this  is  made  by  dissolving  125  grains  of  pure  and 
dry  neutral  silver  nitrate  in  1000  dm.  of  distilled  water;  both 
solutions  will  then  be  equal,  volume  for  volimie. 

Suppose,  therefore,  it  is  necessary  to  examine  a  silver  solution 
used  for  sensitizing  paper.  One  drachm  is  measured,  and 
if  any  free  acid  be  present,  cautiously  neutralized  with  a  weak 
solution  of  sodic  carbonate;  100  dm.  of  salt  solution  are  then 
added  witli  a  pipette.  If  the  solution  is  imder  100  grn.  to 
the  ounce,  the  quantity  will  be  sufficient  3  or  4  drops  of 
chromate  solution  are  then  added,  and  the  silver  solution  delivered 
from  the  burette  imtil  the  red  colour  of  silver  chromate  is  just 
visible.  If  25*5  dm.  have  been  required,  that  nimiber  is  deducted 
from  the  100  dm.  of  salt  solution,  which  leaves  74 '5  dm.,  or 
74|^grains  to  the  oimce. 

This  method  is  much  more  likely  to  give  exact  results  in  the 
hands  of  persons  not  expert  in  analysis  than  the  ordinary  plan  by 
precipitation,  inasmuch  as,  with  collodion  baths,  containing  as  they 
always  do  silver  iodide,  it  is  almost  impossible  to  get  the  supernatant 
liquid  clear  enough  to  distinguish  the  exact  end  of  the  analysis. 


sxraAB. 

§  71.  The  term  sugar  is  applied  to  several  bodies  possessing 
distinct  properties,  and  differing  somewhat  in  molecular  com- 
position, also  differing  materially  in  their  effects  upon  various 
reagents. 

The  methods  in  general  use  for  the  estimation  of  the  various 
kinds  of  sugar  are,  the  optical  method,  by  the  polariscope  or 
polarizing  saccharometer ;  by  gravimetric  analysis  with  cop^ier 
solution,  and  volumetric  analysis  by  copper  or  mercury  solutions. 
Tlie  two  last  depend  upon  the  reducing  power  possessed  by  various 
kinds  of  saccharine  substances  ujion  the  oxides  of  copper  or 
mercury. 

The  study  of  the  nature  of  the  various  sugars,  and  their  effects 

u  2 
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upon  certain  reagents,  is  one  of  great  interest  and  importance,  and 
has  given  rise  to  very  extensive  researches,  including  the  transfor- 
mation products  of  starch,  malt,  etc* 

The  discussion  of  the  intricate  organic  changes  which  occur  in 
vegetable  juices,  or  the  starches,  in  relation  to  the  sugar  they 
contain,  or  are  capable  of  developing,  is  far  too  complicated  a  matter 
to  be  entered  upon  here ;  but  those  who  may  be  concerned  in  the 
study  of  such  subjects  will  derive  great  advantage  from  the  perusal 
of  the  admirable  papers  of  O'Sullivan  and  of  Brown  and  Heron, 
which  may  be  regarded  as  models  of  research  in  this  particular 
branch  of  organic  chemistry.  The  varieties  of  sugar  of  general 
importance  are — 

(1)  Those  that  possess  the  chemical  composition  of  grape  sugar 
or  glucose,  C^H^^O^,  such  as  the  sugar  contained  in  the  juice  of 
grapes,  apples,  and  other  ripe  fruit;  also  that  which  occurs  in 
urine  in  Diabetes  mellitus. 

(2)  Common  cane  sugar,  C^^H^^O^^,  contained  in  the  juice  of 
the  sugar  cane,  beet  root,  maple,  malt  sugar,  etc. 

Sugars  of  the  latter  class,  and  also  those  contained  in  milk,  may 
all  be  altered  in  character  (inverted)  by  boiling  for  a  short  period 
with  weak  sulphuric  or  hydrochloric  acid. 

These  inverted  sugars  are  not  identically  the  same  as  grape  sugar, 
and  they  each  have  their  peculiar  effect  upon  the  copper  or  mercury 
solutions  used  for  estimating  them.  Cane  sugar  in  a  pure  state  has 
no  reducing  action  upon  the  metallic  solutions. 

The  volumetric  method  of  estimating  glucose  by  Fehling's 
copper  solution  has  for  a  long  time  been  thought  open  to  question 
on  the  score  of  accuracy,  and  the  extensive  and  elaborate  experi- 
ments of  Sox  hie  t  have  clearly  shown,  that  only  imder  identical 
conditions  of  dilution,  etc.,  can  concordant  results  be  obtained. 
The  high  official  position  of  this  chemist,  together  with  the  evident 
care  shown  in  his  methods,  leave  no  doubt  as  to  the  general 
accuracy  of  his  conclusions.  His  rather  sweeping  statement,  how- 
ever, that  the  accurate  gravimetric  estimation  of  glucose  by 
Fehling's  solution  is  impossible,  is  strongly  controverted  by 
Brown  and  Heron,  whose  large  experience  leads  them  to  a 
different  conclusion.  It  is  probable,  however,  that  both  authorities 
are  right  from  their  own  points  of  view,  and  that  Brown  and 
Heron  do  obtain  concordant  results  when  working  in  precisely  the 
same  way;  whereas  Soxhlet  is  equally  correct  in  stating  that 
the  gravimetric  estimation,  as  usually  performed  imder  varying 
conditions,  is  open  to  serious  errors. 

*Bnmpf  andHeintzerlin^.Z.  a.  C.  ix.  358. 
O 'Sullivan.  J.  C.  S.  1872.  579,  etc.,  etc. 
Hilrker,  Landw.  VergucU-Stat.  zzii.  69. 
MuBcalas  and  Gruber,  Bull,  Soc  Chim,  xzx.  5i. 
HQfner ,  Jour.f.  pract.  Chem.r2i]  ▼.  372. 
Brown  and  Heron,  J.  C.  8. 1879. 596. 
Soxhlet.  Jour.  /.  prart.  Chem.  [2]  xxi.  227. 
Allen's  Organic  ilnalysw  L  187—^.  2nd  edit. 
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The  Solution  of  Sufirar. — ^For  all  the  processes  of  titration  this 
must  be  so  diluted  as  to  contain  J  or  at  most  1  per  cent  of  sugar : 
if  on  trial  it  is  found  to  be  stronger  than  this,  it  must  be  further 
diluted  with  a  measured  quantity  of  distilled  water. 

If  the  sugar  solution  to  be  examined  is  of  dark  colour,  or  likely 
to  contain  extractive  matters  which  might  interfere  with  the 
distinct  ending  of  the  reaction,  it  is  advisable  to  heat  a  measured 
quantity  to  boiling,  and  add  a  few  drops  of  milk  of  lime,  allow  the 
precipitate  to  settle,  then  filter  through  purified  animal  charcoal, 
and  dilute  with  the  washings  to  a  definite  volume.  In  some 
instances  cream  of  alumina  or  basic  lead  acetate  may  be  used  to 
clarify  highly  coloured  or  impure  solution,  but  no  lead  must  be 
left  in  the  solution.* 

From  thick  mucilaginous  liquids,  or  those  which  contain  a  large 
proportion  of  albuminous  or  extractive  matters,  the  sugar  is  best 
extracted  by  Graham's  dialyser. 

The  Feb  ling  method  may  be  applied  directly  to  fresh  diabetic 
urine  (see  Analysis  of  Urine),  as  also  to  brewer's  wort  or  distiller's 
mash.  Dextrine  does  not  interfere,  except  the  boiling  of  the 
hquid  under  titration  is  long  continued. 


nrVEBSION    OF   VABIOTJS    STTQABS    INTO    aLTTCOSE. 

The  various  kinds  of  sucrose  such  as  cane,  milk,  malt,  and  other 
less  familiar  forms  of  sugar  must  be  inverted  before  they  can  be 
estimated  as  glucose  by  the  Fehling  process;  the  scientific  term 
for  this  change  is  "  hydrolysis,"  or  re-arrangement  of  the  elements 
of  water  in  the  saccharine  substance.  This  inversion  may  l)e 
caused  by  heating  with  acids  or  by  treatment  with  yeast  or 
diastase,  but  acids  are  the  agents  by  which  the  process  is  carried 
out  for  volumetric  or  gravimetric  estimation  with  copper  or 
mercury.  Ordinary  cane  sugar  is  best  inverted  by  heating  to 
about  70°  C.  a  dilute  solution  (in  no  case  should  the  concentration 
exceed  25  per  cent.)  of  the  sugar  with  10  per  cent,  of  fuming 
hydrochloric  acid  for  15  minutes.  Dilute  sulphuric  acid  is 
preferred  by  some  operators.  If  the  mixture  is  boiled,  the 
inversion  occurs  in  from  5  to  10  minutes.  The  inversion  of  milk 
sugar  takes  longer  time  than  cane  sugar. 

Maltose  or  malt  sugar  takes  a  much  longer  time  than  milk 
sugar,  but  may  be  done  by  the  addition  of  3  c.c.  of  concentrated 
sulphuric  acid  to   100  c.c.  of  wort,  and  heating  for  3  hours  in 

*  Although  traoea  of  lead  are  of  no  great  oonaequenoe  when  clarifying  sngan  for  the 
polariaooM,  it  ia  of  great  importance  to  remove  au  lead  in  the  Tolamemc  method.  In 
order  to  oo  this  it  iiibest  to  treat  a  measored  quantity  of  the  sugar  solution  which  has 
been  dariiled  by  lead  with  a  strong  solution  of  sulphurous  add  untU  no  further 
precipitate  occurs,  then  add  a  few  drops  of  alumina  hydrate  suspended  in  water, 
dilute  to  a  definite  Tolume  and  filter.  In  many  cases  conceotrated  solution  of  sodic 
carbonate  will  sniBce  to  remove  all  lead.  These  methods  of  clarification  are  highly 
necessary  In  the  case  of  albuminous  or  gelatinous  liquids,  as  otherwise  the  copper  oxide 
will  not  settle  readily,  and  it  becomes  dlficult  to  tell  when  the  end-reaction  occurs. 
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a  boiling  water  bath ;  if  dextrine  is  present,  it  is  also  inverted  at 
the  same  time. 

The  inversion  of  the  slowly  changing  sugars  may  be  hastened 
considerably  by  heating  at  increased  atmospheric  pressure,  although 
some  authorities  condemn  the  process.  O'Sullivan  however 
states  that  a  good  result  with  maltose  or  dextrine  is  obtained  by 
heating  30  gm.  of  the  substance  in  100  c.c.  of  water  containing 
1  C.C.  of  H^SO*  for  20  minutes,  at  a  pressure  of  one  additional 
atmosphere  (Allen's  Organic  Analysis  i.  217). 

Allen  also  gives  a  handy  means  of  carrying  out  this  method, 
which  consists  in  using  a  soda  water  bottle  with  rubber  stopper 
through  which  passes  a  long  glass  tube  bent  at  right  angles,  and 
immersed  to  a  depth  of  30  inches  in  mercury  contained  in 
a  vertical  tube  of  glass  or  metal.  The  rubber  stopper  must  be 
secured  by  wire,  and  the  bottle  heated  to  boiling  in  a  saturated 
solution  of  sodic  nitrate,  which  gives  a  temperature  corresponding 
to  an  extra  atmosphere.  Of  course  in  all  cases  where  acid  has 
been  used  for  the  inversion  of  sugar,  it  must  be  neutralized  before 
the  copper  titration  takes  place;  this  may  be  done  either  with 
sodic  or  potassic  hydrates  or  carbonates,  or  calcic  carbonate  may  be 
used. 

Starch  from  various  sources  may  be  inverted  in  the  same  way 
as  the  sugars,  but  it  needs  a  prolonged  heating  with  acid.  For 
approximate  purposes  1  gm.  of  starch  should  be  mixed  to  a  smooth 
cream  with  about  30  c.c.  of  cold  water,  then  1  c.c  of  strong 
hydrochloric  acid  added,  and  the  mixture  kept  at  a  boiling 
temperature  in  an  obliquely  fixed  flask  for  8  or  10  hours,  replacing 
tlie  evaporated  water  from  time  to  time  to  avoid  charring  the 
sugar,  and  testing  with  iodine  to  ascertain  when  the  inversion 
is  complete.     The  product  is  glucose. 

100  parts  of  grape  sugar,  found  by  Fehling's  process,  represent 
90  parts  of  starch  or  dextrine.  "VVlien  dextrine  is  present  with 
grape  sugar,  care  must  be  taken  not  to  boil  the  mixture  too  long 
with  the  alkaline  copper  solution,  as  it  has  been  found  that  a  small 
portion  of  the  copper  is  precipitated  by  the  dextrine  (Rumpf  and 
Heintzerling,  Z.  a.  C.  ix.  358). 

An  inversion  of  starch  may  be  produced  more  rapidly,  and  at 
lower  temi)erature,  by  using  some  form  of  diastase  in  place  of 
acid.  An  infusion  of  malt  is  best  suited  to  the  purpose,  but  the 
temperature  must  not  exceed  71°  C.  (160*  Fahr.).  The  digestion 
may  vary  from  fifteen  minutes  to  as  many  hours.  The  presence  of 
unchanged  starch  may  be  found  by  occasionally  testing  with  iodine. 
If  the  digestion  is  carried  beyond  half  an  hour,  a  like  quantity  of 
the  same  malt  solution  must  be  digested  alone,  at  the  same 
temperature,  and  for  the  same  time,  then  titrated  for  its  amount  of 
sugar,  which  is  deducted  from  the  total  quantity  found  in  the 
mixture.  O'Sullivan  (/.  C.  S.  1872,  579)  has,  however,  clearly 
shown  that  the  effect  of  the  so-called  diastase  is  to  produce  maltose, 
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which  has  only  the  power  of  reducing  the  copper  solution  to  the 
extent  of  about  three-fifths  that  of  dextrose  or  true  grape  sugar, 
the  rest  being  probably  various  grades  of  dextrine.  Brown  and 
Heron's  experunents  clearly  demonstrate  that  no  dextrose  is 
produced  from  starch  by  even  prolonged  treatment  with  malt 
extract ;  the  only  product  is  maltose.  Sulphuric  or  other  similar 
acids  cause  complete  inversion. 

For  the  exact  estimation  of  starch  in  grain  of  various  kinds 
O'Sullivan  gives  very  elaborate  directions,  involving  the  treat- 
ment of  the  substance  with  alcohol  and  ether,  to  remove  fatty  and 
other  constituents  previous  to  digestion  with  diastase.  The  same 
authority  also  gives  special  directions  for  the  preparation  of  the 
proper  kind  of  diastase,  all  of  which  may  be  found  in  J.  (7,  B, 
xlv.  1. 


Preparation  of  the  Standard  Solutions. 

Fehling's  Standard  Copper  Solution. — Crystals  of  pure  cupric 
sulphate  are  powdered  and  pressed  between  unsized  paper  to 
remove  adhering  moisture;  69*28  gm.  are  weighed,  dissolved  in 
water,  about  1  c.c.  of  pure  sulphuric  acid  added,  and  the  solution 
diluted  to  1  liter. 

Alkaline  Tartrate  Solution. — 350  gm.  of  Rochelle  salt  (sodio- 
potassic  tartrate)  are  dissolved  in  about  700  c.c.  of  water,  and  the 
solution  filtered,  if  not  abeady  clear ;  there  is  then  added  to  it  a 
clear  solution  of  100  gm.  of  caustic  soda  (prepared  by  alcohol)  in 
about  200  c.c.  of  water.     The  volume  is  made  up  to  1  liter. 

These  solutions  are  preserved  separately,  and,  when  mixed  in 
exactly  equal  proportions,  form  the  original  F  eh  ling  solution,  which 
should  contain  in  each  c.c.  0*03464  gm.  of  cupric  sulphate,  and  has 
hitherto  been  taken  to  represent  0*005  gm.  of  pure  anhydrous 
grape  sugar,  the  supposition  being  that  10  equivalents  of  copper 
are  reduced  from  the  state  of  cupric  to  cuprous  oxide  by  1  equiva- 
lent of  grape  sugar.*  Soxhlet,  however,  has  with  great  pains 
prepared  specimens  of  piure  sugars  of  various  types  which  have 
been  used  as  standards  for  the  verification  of  these  hitherto- 
received  conclusions  of  Fehling,  'Neubauer,  and  others,  and 
which  show  that  the  ratio  of  reduction  is  dependent  upon  various 
conditions  of  dilution,  duration  of  experiment,  etc.,  hitherto  not 
taken  into  accoimt;  the  results  will  be  given  further  on.     The 

*  U  pore  capric  sulphate  has  heen  used,  and  the  solntions  mixed  only  at  the  time  of 
titration,  there  need  be  very  little  fear  of  inaocnracy ;  neyertbeleBs  it  is  adyisable  to 
veril^  the  mixed  solntione  from  time  to  time.  This  may  he  done  by  weighing  and 
diHOlTing  0*95  gm.  of  pare  cane  sugar  in  about  500  c.c.  of  water,  adding  2  c.c.  of 
hydrochloric  acta,  and  heating  to  70^  C.  for  ten  minutes.  The  add  is  then  neutralized 
with  sodio  carbonate  and  diluted  to  a  liter.  50  o.o.  of  •  this  liquid  should  exactly 
reduce  the  copper  in  10  cc.  of  Fehling's  solution.  A  standard  solution  of  inverted 
sugar,  which  will  keep  good  for  many  months,  may  be  made  in  the  foregoing  manner : 
it  should  he  of  about  aO  per  cent,  strength,  and  rendered  strongly  alkaline  with  soda  or 
potash. 
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principle  of  Fehling's  method  is  based  on  the  fact  that  although 
the  copper  solution,  as  described  above,  may  be  heated  to  boiling 
without  change,  the  introduction  into  it  of  the  smallest  quantity  of 
grape  sugar,  at  a  boihng  temperature,  at  once  produces  a  precipitate 
of  cuprous  oxide,  the  amount  of  reduction  being  in  the  ratio 
above  mentioned. 

Knapp's  Standard  Mercuric  cyanide. — 10  gm.  of  pure  dry 
mercuric  cyanide  are  dissolved  in  about  600  c.c.  of  water ;  100  c.c. 
of  caustic  soda  solution  (sp.  gr.  1*145)  are  added,  and  the  liquid 
diluted  to  1  liter. 

Sachsse's  Standard  Mercuric  iodide. — 18  gm.  of  pure  dry 
mercuric  iodide  and  25  gm.  of  potassic  iodide  are  dissolved  in 
water,  and  to  the  liquid  is  added  a  solution  of  80  gm.  of  caustic 
potash ;  the  mixture  is  finally  diluted  to  1  liter. 

These  solutions,  if  well  preserved,  will  hold  their  strength 
unaltered  for  a  long  period. 

These  solutions  are  very  nearly,  but  not  quite,  the  same  in 
mercurial  strength,  Knapp's  containing  7*9365  gm.  Hg  in  the 
liter,  Sachssc's  7*9295  gm.  100  c.c.  of  the  former  are  equal  to 
100-1  c.c.  of  the  latter. 

Indicators  for  the  Mercurial  Solutions. — In  the  case  of  Fehling's 
solution,  the  absence  of  blue  colour  acts  as  a  sufficient  indicator, 
but  with  mercury  solutions  the  end  of  reaction  must  be  found  by 
an  external  indicator.  In  the  case  of  Knapp's  solution  the  end  of 
the  reaction  is  found  by  placing  a  .drop  of  the  clear  yellowish 
Hquid  above  the  precipitate  on  pure  white  Swedish  filter  paper, 
then  holding  it  first  over  a  bottle  of  fuming  HCl,  then  over  strong 
sulphuretted  hydrogen  water ;  the  slightest  trace  of  free  mercury 
shows  a  light  brown  or  yello'wish-brown  stain.  The  indicator  best 
adapted  for  Sachsse's  solution  is  a  strongly  alkaline  solution  of 
stannous  chloride  spotted  on  a  porcelain  tile.  An  excess  of 
mercury  gives  a  brown  colour. 

The  Titration  of  Glucose  with  Mercury  Solutions :  40  c.c.  of  either  are 
placed  in  a  porcelain  basin  or  a  flask,  diluted  with  an  equal  bulk  of  water, 
and  heated  to  boiling.  The  solution  of  sugar  of  i  per  cent,  strength  is  then 
delivered  in  until  all  the  mercury  is  precipitated,  the  theory  being  in  either 
case  that  40  c.c.  should  be  reduced  by  0*1  gm.  of  dextrose. 

The  results  of  Soxhlet's  experiments  show  that  this  estimate 
is  entirely  wrong*;  nevertheless,  it  does  not  follow  that  these 
mercurial  solutions  are  useless.  It  is  found  that,  using  them  by 
comparison  with  Fehling's  solution,  it  is  possible  to  define  to 
some  extent  the  nature  of  mixed  sugars,  on  the  principle  of  indirect 
analysis. 

*  Careful  experiment  shows  that  40  c.c.  of  Sachsse's  solution  is  reduced  by  0'1342 
gm.  dextrose  or  0*1072  gm.  invert  sugar. 
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Knapp's  solution  is  strongly  recommended  by  good  authorities 
for  the  estimation  of  diabetic  sugar  in  urine.  The  method  of  using 
it  is  described  in  the  section  on  Urinary  analysis. 

The  Titration  of  Glucose  with  Fehling^s  Solution.—^  o.c.  each  of 
standard  copper  and  alkaline  tartrate  solutions  are  accurately  measured  into 
a  thin  white  porcelain  baain,  40  c.c.  of  water  added,  and  the  basin  quickly 
heated  te  boiung  on  a  sand-bath  or  by  a  small  flame.  No  reduction  or 
change  of  colour  should  occur;  if  it  does,  the  alkaline  tartrate  solution 
is  jjarobably  defective  from  age.  This  may  probably  be  remedied  by  the 
ad(ution  of  a  little  fresh  caustic  alkali  on  second  trial,  but  it  is  advisable  to 
use  a  new  solution.  The  I  or  1  per  cent,  sugar  solution  is  then  delivered  in 
from  a  burette  *  in  small  quantities  at  a  time,  with  subsequent  boiling,  until 
the  blue  colour  of  the  copper  solution  is  just  discharge,  a  point  which  is 
readily  detected  by  inclining  the  basin,  so  that  the  colour  of  the  clear 
supernatant  fluid  may  be  observed  against  the  white  sides  of  the  basin. 
Some  operators  use  a  small  thin  boiling  flask  instead  of  the  basin. 

It  is  almost  impossible  to  hit  the  exact  point  of  reduction  in  the 
first  titration,  but  it  affords  a  very  good  guide  for  a  more  rapid  and 
exact  addition  of  the  sugar  solution  in  a  second  trial,  when  the 
sugar  may  be  added  with  more  boldness,  and  the  time,  of  exposure 
of  the  copper  solution  to  the  air  lessened,  which  is  a  matter  of 
great  importance,  since  prolonged  boiling  has  undoubtedly  a 
prejudicial  effect  on  the  accuracy  of  the  process,  t 

When  the  exact  point  of  reduction  is  obtained,  it  is  assumed 
that  the  volume  of  sugar  solution  used  represente  0*05  gm.  of  grape 
sugar  or  dextrose,  or  that  1  equivalent  of  dextrose  (  =  180)  exactly 
reduces  10  equivalente  of  cupric  oxide  (  =  397). 

With  this  assumption,  however,  Sox  hie  t  does  not  agree,  but 
maintains  from  the  results  of  his  experimente  on  carefully  prepared 
standard  sugars,  that  the  accuracy  of  the  reaction  is  interfered 
with  by  varying  concentration  of  the  solutions,  duration  of  the 
experiment,  and  the  character  of  the  sugar. 

The  critical  experimente  of  SoxhletJ  were  both  volimietric 
and  gravimetric,  and  may  be  summarized  as  follows : — 

The  reducing  power  of  a  sugar  was  volumetrically  determined  in 
the  following  manner : — ^Varying  quantities  of  the  copper  solution 
were  heated  to  boiling  in  a  dish,  equal  volumes  of  the  alkaline 
tartrate  solution  being  previously  added.  Then  50  c.c.  or  100  c.c. 
of  the  1  per  cent,  or  ^  per  cent,  sugar  solutions  respectively  were 
added,  and  the  whole  was  boiled  for  two,  four,  or  six  minutes, 
according  to  the  variety  of  the  sugar.     The  contente  of  the  dish 

*  The  instniment  should  be  arranged  as  described  on  page  11. 

tit  has  been  proposed  to  ose  an  excess  of  copper,  and  to  estimate  the  ezoess 
iodometiioally  or  with  cyanide  (§  54)  in  Tiew  of  the  allegred  uncertain  ending  in  the 
ordinary  Fehlincr  process.  My  experiments  with  these  methods  show  that  the  errors 
are  greater  than  the  one  they  ore  supposed  to  cure.  Moreover,  in  practised  hands  tha 
true  ending  presents  no  difficulty. 

$  A  very  admirable  and  complete  risunti  of  Soxhlet's  results  is  given  in  a  paper 
read  before  the  School  of  Pharmacy  Students'  Association  by  C.  H.  Hutchinson,  F.C.8. 
(Pharm.  Joum.  Feb.  1S81,  720), 
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are  then  thrown  on  a  filter,  the  filtrate  is  acidified  with  acetic  acid, 
and  potassic  ferrocyanide  at  once  added  to  ascertain  the  presence  of 
copper.  This  process  is  repeated  until  two  quantities  of  the  copper 
solution,  differing  from  each  other  by  -^  cc,  give,  the  one  a  filtrate 
containing  copper,  the  other  a  filtrate  free  from  copper.  The  mean 
of  these  two  readings  is  taken  as  the  result. 

The  gravimetric  method  of  determining  the  copper  reduced  by 
the  sugars  acting  on  Fehling's  or  Lowe's  solution  (hydrated 
cupric  oxide  dissolved  in  an  alkaline  solution  of  glycerine)  is  to 
boil  a  measured  quantity  of  the  sugar  solution  with  an  excess  of 
the  Fehling's  or  Lowe's  solution,  and  then  to  filter  by  means  of 
gentle  suction,  through  a  weighed  tube  filled  with  asbestos ;  wash 
with  hot  water,  then  with  absolute  alcohol,  and  finally  with  ether. 
On  passing  hydrogen  through  the  heated  tube,  the  cuprous  oxide  is 
reduced  to  the  metallic  state  in  two  or  three  minutes,  and  then 
weighed.     The  following  are  the  chief  results : — 

Dextrose. — ^0*5  gra.  in  1  per  cent,  solution  reduces  105*2  cc  of 
Fehling  (undiluted),  or  lOl'l  cc.  of  Fehling  (diluted  with  4 
volumes  of  water). 

Katio  of  reduction,  1  :  10-52— 1  :  10-11. 

Inveii  Sugar  {i.e,  equal  molecules  of  dextrose  and  levulose 
obtained  by  the  action  of  acids  on  cane-sugar). — ^0*5  gm.  in  1  per 
cent  solution  reduces  101*2  cc  of  Fehling  (undiluted),  or  97"0 
cc  of  Fehling  (diluted  with  4  volumes  of  water). 

Ratio  of  reduction,  1  :  10'12— 1  :  9*7. 

In  the  case  of  dextrose  and  invert  sugar,  dilution  of  the  solution 
lowers,  excess  of  copper  raises,  the  reducing  power. 

MUh  Sugar, — 0*5  gm.  in  1  per  cent,  solution  reduces  74  cc. 
of  Fehling. 

Ratio  of  reduction,  1  :  7*4. 

Dilution  has  no  noteworthy  influence  on  the  reducing  power. 
Excess  of  copper  raises  it,  but  to  a  much  slighter  extent  than  with 
dextrose  or  invert  sugar. 

Galactose. — 0*5  gm.  in  1  per  cent,  solution  reduces  98  cc. 
of  Fehling  (undiluted),  or  94  cc  of  Fehling  (diluted  with 
4  volumes  of  water). 

Ratio  of  reduction,  1  :  9*8—1  :  9*4. 

Dilution  lessens  the  reducing  power  to  the  same  extent  as  with 
dextrose  and  invert  sugar.  Excess  of  copper  raises  the  reducing 
power,  but  to  somewhat  slighter  extent  than  with  dextrose  and 
invert  sugar. 

Levulose  (calculated  from  the  results  with  dextrose  and  invert 
sugar). — 0*5  gm.  in  1  per  cent,  solution  reduces  97*2  cc  of 
Fehling  (undiluted),  or  93  cc  of  Fehling  (diluted  with  4  volumes 
of  water). 
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Katio  of  reduction,  1  :  9-72—1  :  9-3. 

Dilution  and  excess  of  copper  act  respectively  as  with  dextrose 
and  invert  sugar.  The  reducing  power  of  levulose  is  probably 
equal  to  that  of  galactose. 

Inverted  Milk  Sugar  (made  by  heating  ordinary  milk  sugar  with 
acids). — Reducing  power  equal  to  that  of  invert  sugar. 

Mcdtoae. — ^0*5  gm.  in  1  per  cent,  solution  reduces  64  2  c.c.  of 
Fehling  (imdiluted),  or  67*5  c.c.  of  Fehling  (diluted  with  4 
volumes  of  water). 

Ratio  of  reduction,  1  :  6-09—1  :  6*41. 

Dilution  raises  the  reducing  power.  Excess  of  copper  has  no 
efTect  with  undiluted  Fehling,  but  in  highly  dilute  solutions 
raises  the  reducing  power  to  a  slight  extent. 

With  the  exception  of  the  determination  of  sugar  in  diabetic 
urine  (where,  owing  to  the  constant  formation  of  ammonia,  some  of 
the  cuprous  oxide  is  dissolved  and  passes  through  the  filter,  and 
consequently  the  end  of  the  reaction  must  be  decided,  as  usual,  by 
the  disappearance  of  the  blue  colour),  the  following  plan  is  adopted 
for  the  estimation  of  the  various  sugars.  The  approximate  strength 
of  the  sugar  solution  is  first  determined  in  the  usual  manner,  by 
the  disappearance  of  the  blue,  operating  on  25  c.c.  Fehling.  The 
sugar  solution  is  now  diluted  so  as  to  contain  1  per  cent,  of  the 
sugar,  and  the  determination  is  proceeded  with  as  described  above, 
operating  on  50  c.c.  Fehling,  undiluted  with  water. 

In  the  case  of  highly  coloured  fluids,  the  indication  with  potassic 
ferrocyanide  is  difficult  to  recognize,  the  reaction  with  sulphuretted 
hydrogen  giving  still  worae  results.  In  such  cases  the  following 
device  is  adopted : — The  filtrate  is  boiled  with  a  few  drops  of  the 
sugar  solution  in  a  beaker,  allowed  to  settle,  and  then  poured  off; 
on  wiping  the  bottom  and  sides  of  the  beaker  with  a  piece  of  white 
filter-paper,  it  will  be  coloured  red  if  any  copper  still  remain  in  the 
solution. 

The  remarks  which  Soxhlet  appends  to  these  experiments  are 
thus  classified : — 

(1)  The  reducing  power  of  inverted  sugar,  for  alkaline  copper  solution,  is 
importantly  influenced  by  the  concentration  of  the  solutions:  a  smaller 
quantity  of  sugar  being  re<juired  to  decompose  Pehling's  solution  in  the 
undiluted  state  than  when  it  is  diluted  with  1,  2,  3,  or  4  volumes  of  Trater. 
It  is  immaterial  whether  the  sugar  solution  be  added  to  the  cold  or  boiling 
copi)er  reagent. 

(2)  If  inverted  sugar  acts  on  a  larger  quantity  of  copper  solution  than  it 
is  just  able  to  reduce,  its  reducing  power  will  be  increased,  the  increment 
varying  according  to  the  amount  of  copper  in  excess  and  the  concentration 
<^  the  cupric  liquid ;  in  the  previous  experiments  the  equivalents  varied 
from  1  :  9*7  to  1  :  12*6,  these  numbers  being  by  no  means  the  limit  of 
possible  variation. 

(3)  In  a  volumetric  estimation  of  inverted  sugar  by  means  of  P  e  h  1  i  n  g '  s 
solution,  the  amount  of  copper  reduced  by  each  successive  addition  of  sugar 
solution  is  a  decreasing  quantity ;  the  results  obtained  are  therefore  perfectly 
empirical,  and  are  only  true  of  that  particular  set  of  conditions. 
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(4)  The  statement  that  1  equivalent  of  inverted  sugar  reduces  10 
equivalents  of  cupric  oxide  is  not  true,  the  hypothesis  that  0*5  gm.  inverted 
sugar  reduces  100  c.c.  of  Pehling's  solution  heing  shown  to  be  incorrect; 
the  real  amount  under  the  conditions  laid  down  by  Fehling  (1  volume  of 
alkaline  copper  solution,  4  volumes  of  water,  sugar  solution  i — ^1  per  cent.) 
being  97  c.c,  the  results  obtained  under  this  hypHothesis  are,  therefore,  8  per 
cent,  too  low.  Where,  however,  the  above  conditions  have  been  fulfilled,  the 
results,  although  not  absolutely,  are  relatively  correct ;  not  so,  however,  those 
obtained  by  gravimetric  processes,  since  the  interference  of  concentration  and 
excess  has  not  been  previously  recognized. 

The  behaviour  of  the  sugars  with  alkaline  mercury  solutions  was  tested 
both  with  Knapp's  solution  (alkaline  mercuric  cyanide)  and  Sachsse's 
solution  (alkaline  mercuric  iodide  in  potassic  iodide). 

It  was  found  that  different  results  are  obtained  from  Knapp's  solutions, 
according  as  the  sugar  solution  is  added  gradually,  or  all  at  once;  when 
gradually  added  more  sugar  being  required;  with  Sachsse's,  however,  the 
reverse  is  the  case. 

To  get  comparable  results  the  sugar  must  be  added  all  at  once,  the  solution 
boiled  for  two  or  three  minutes,  and  the  liquid  tested  for  mercury,  always 
using  the  same  indicator;  in  using  the  alkaline  tin  solution  as  indicator, 
0*200 — 0*202  gm.  of  grape  sugar  was  always  required  for  100  c.c.  Knapp, 
in  a  large  number  of  experiments.  It  is  remarkable  that  tiiese  two  solutions, 
although  containing  almost  exactly  the  same  amount  of  mercury,  require 
very  different  quantities  of  sugar  to  reduce  equal  volumes  of  them.  This  is 
shown  to  be  due,  to  a  great  extent,  to  the  different  amounts  of  alkali  present 
in  them. 

The  amounte  of  mercury  solutions  which  1  gm.  of  sugar  in 
1  per  cent,  solution  reduces  are : — 

Grape  sugar 497*5  c.c.  (Knapp),  302*5  c.c.  (Sacbsse). 

Invert  sugar 502*5  „  376*0 

Levulose  508*5  „  449*5 

Milk  sugar   322*5  „  214*5 

Galactose 413*0  „  226*0 

Inverted  milk  sugar  448*0  „  258*0 

Maltose 317*5  „  197*6 

The  various  sugars  have  different  reducing  powers  for  the  alkaline 
mercury  solutions,  and  there  is  no  definite  relation  betw^een  the 
amount  of  Knapp's  and  Sachsse's  solutions  required  by  them ; 
the  amount  of  Sachsse's  solution,  to  which  100  c.c.  Knapp's 
coiTespond,  varying  from  54*7  c.c.  in  the  case  of  galactose,  to 
74*8  c.c.  in  the  case  of  invert  sugar. 

Taking  the  reducing  power  of  grape  sugar  =  100,  the  reducing 
powers  of  the  other  sugars  are : — 

Fehling  (nndUuted). 

Grape  sugar    100 

Invert  sugar   96*2 

Levulose  (calculated) 92  *4 

Milk  sugar 70*3 

Galactose    93*2 

Inverted  milk  sugar  96  *2 

Maltose  61*0 


Knapp. 

Sachaae. 

100 

100 

99-0 

124-5 

102-2 

148-6 

64-9 

70-9 

83-0 

74-8 

900 

85-5 

63-8 

65-0 
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The  two  mercury  methods  have  no  advantage  in  point  of  accuracy 
or  convenience  over  Fehling's  method,  lie  latter  having  the 
preference  on  account  of  the  great  certainty  of  the  point  at  which 
the  reduction  is  finished. 

The  mercury  methods  are,  however,  of  great  importance,  hoth 
for  the  identification  of  a  sugar  and  for  the  estimation  of  two 
sugars  in  presence  of  each  other,  as  proposed  hy  Sachsse. 
For  instance,  in  the  estimation  of  grape  and  invert  sugars  in 
presence  of  each  other,  there  are  the  two  equations ;  oj;  +  %  =  F, 
cx+dy=S, 

Where— 

a=numher  of  1  c.c.  Fehling,  reduced  hy  1  gm.  grape  sugar. 

h=              „  „                 „               „         invert  sugar. 

c=              „  Sachsse          „               „          grape  sugar. 

d  =              „  „                 „               „         invert  sugar. 

F=              „  Fehling,  used  for  1  vol.  sugar  solution. 

S=              „  Sachsse          „              „             „ 

iB=  amount  of  grape  sugar  in  gms.  in  1  vol.  of  the  solution. 

y=          „  invert  sugar              „              „              „ 

It  need  hardly  he  mentioned  that  the  ahove,  like  all  other  indirect 
methods,  leaves  room  for  increased  accuracy ;  hut  nevertheless  the 
combination  of  a  mercury  method  with  a  copper  method  in  the 
determination  of  a  sugar  whose  nature  is  not  exactly  known,  gives 
a  more  serviceable  result  than  the  hitherto  adopted  plan,  by  which 
a  solution  that  reduced  lOcc.  Fehling  was  said  to  contain  0*05  gm. 
of  sugar  (/.  a  S,  Abstracts,  1880,  758). 


Sidersky's  Method. 

This  process  has  found  great  favour  among  French  sugar  experts, 
and  is  based  on  the  use  of  Soldaini's  cupric  solution,  which  was 
devised  to  remedy  the  faults  common  to  Fehling  and  other 
copper  solutions  containing  tartrated  and  caustic  or  carbonated 
alkalies. 

This  liquid  is  prepared,  according  to  Degener,  in  the  following 
manner :— 40  gm.  of  cupric  sulphate  is  dissolved  in  water,  and,  in 
another  vessel,  40  gm.  of  sodic  carbonate  is  also  dissolved  in  water. 
The  two  solutions  are  mixed,  and  the  copper  precipitated  in  the 
state  of  hydrobasic  carbonate.  The  precipitate  is  washed  with 
cold  water  and  dried.  This  precipitate  is  added  to  a  very  con- 
centrated and  boiling  solution  of  bicarbonate  of  potash  (about 
415  gm.)  and  agitated  until  the  whole  is  completely  or  nearly 
dissolved,  water  is  added  to  form  a  volume  of  1400  cc,  and  the 
whole  mass  heated  for  two  hours  upon  a  water-bath.  The  insoluble 
matter  is  filtered,  and  the  filtrate,  after  cooling,  is  of  a  deep  blue 
colour.     The  sensibility  of  this  liquid  is  so  great  that  it  gives  a 
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decided  reaction  with  0"0014  gm.  of  invert  sugar.     The  presence 
of  sucrose  in  the  solution  increases  this  sensibility  still  more. 

Sidersky  has  recently  offered  a  new  volumetric  method,  based 
upon  the  use  of  Soldaini's  solution.  With  sugars  the  same 
method  as  is  now  in  use  with  Fehling's  solution  can  easily  be 
followed,  watching  the  disappearance  of  the  blue  colour,  and 
testing  the  end  with  ferrocyanide  and  acetic  acid.  This  process 
offers  no  serious  objections  common  to  Fehling's  solution,  but  is 
inappUcable  to  coloured  sugar  solutions,  such  as  molasses,  etc.  For 
the  last  the  following  is  recommended : — 25  gm.  of  molasses  are 
dissolved  in  100  c.c.  of  water  and  sub-acetate  of  lead  added  in 
sufficient  quantities  to  precipitate  the  impurities,  and  the  volume 
raised  to  200  cc.  and  filtered.  To  100  c.c.  of  the  filtrate  are 
added  25  cc.  of  concentrated  solution  of  carbonate  of  soda, 
agitated,  and  filtered  again.  100  cc.  of  the  second  filtrate  with 
excess  of  lead  removed  is  taken  for  analysis.  On  the  other  hand, 
100  cc  of  Soldaini's  solution  is  placed  in  a  flask  and  heated  five 
minutes  over  an  open  flame.  The  sugar  solution  is  now  added 
little  by  little,  and  the  heating  continued  for  five  minutes.  Finally, 
the  heat  is  withdrawn  and  cooled  by  turning  in  100  cc  of  cold 
water,  and  filtered  through  a  Swedish  filter,  washed  with  hot 
water,  letting  each  washing  run  off  before  another  addition.  Three 
or  four  washings  -will  generally  remove  completely  the  alkaline 
reaction.  The  precipitate  is  then  washed  through  a  hole  in  the 
filter  into  a  flask,  removing  the  last  trace  of  copper.  25  cc  of 
normal  sulphuric  acid  is  atlded  with  two  or  three  crystals  of 
chlorate  of  potash,  and  the  whole  gently  heated  to  dissolve  com- 
pletely the  oxide  of  copper,  which  is  transformed  into  copper 
sulphate.  The  excess  of  sulphuric  acid  is  determined  by  a 
standard  ammonia  solution  (semi-normal),  of  which  the  best 
indicator  is  the  sulphate  of  copper  itself.  When  the  deep  blue 
colour  gives  place  to  a  greenish  tinge  the  titration  is  completed. 
The  method  of  titration  is  performed  as  follows : — ^Having  cooled 
the  contents  of  the  flask,  a  quantity  of  ammonia  equivalent  to 
25  cc  of  normal  sulphuric  acid  is  added.  From  a  burette 
graduated  into  one-tenth  cc  standard  sulphuric  acid  is  dropped 
in  drop  by  drop,  agitating  after  each  addition.  The  blue  colour 
disappears  with  each  addition  to  reappear  after  shaking.  When 
the  last  trace  of  ammonia  is  saturated  the  titration  is  complete, 
which  is  known  by  a  very  feeble  greenish  tinge.  The  number  of 
cc  is  read  from  the  burette,  which  is  equivalent  to  the  copper 
precipitated.  The  equivalent  of  copper  being  taken  at  31-7,  the 
normal  acid  equivalent  is  0-0317  of  copi)er.  Multiplying  the 
copper  found  by  3546  the  invert  sugar  is  found.  A  blank  titration 
is  needed  to  accurately  determine  the  slight  excess  wliich  givea 
the  pale  green  tinge.* 

*  Beport  of  Proceedixun  of  Fifth  AnniuJ  Convention  of  the  Axnerioen  ABsoci&tioiL 
of  Official  Agricultural  Chemists  (1888). 
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Pavy's  modilLed  Fehlinff  ProoeMu 

This  method  consists  in  adding  ammonia  to  the  ordinary 
Fehling  solution,  by  which  means  the  precipitation  of  cuprous 
oxide  is  entirely  prevented,  the  end  of  the  reaction  being  shown  by 
the  disappearance  of  the  blue  colour  in  a  perfectly  clear  solution 
(0.  N.  xxxix.  77). 

The  solution  finally  recommended  by  Pavy  as  equivalent  in 
action  to  the  usual  Fehling  test  is  made  as  follows: — Cupric 
sulphate  34*65  gm.,  Rochelle  salt  170  gm.,  caustic  potash  170  gm., 
dissolved  to  1  liter  with  distilled  water.  120  c.c.  are  then  mixed 
with  400  cc  of  ammonia  (sp.  gr.  0-88)  and  diluted  to  a  liter.  This 
liquid  constitutes  the  Pavy-Fehling  solution,  of  which  10  c.c  = 
1  cc.  Fehling,  the  glucose  reduction  ratio  being  1  to  6  instead  of 
1  to  5,  as  has  been  hitherto  accepted  in  the  case  of  Fehling.  If 
well  stoppered  it  keeps  perfectly. 

The  experiments  of  Hehner  (C.  N,  xxxix.  197)  and  Yoshida 
(C.  N.  xliii.  29),  as  also  my  own,  show  that  the  ratio  of  reduction 
is  seriously  influenced  by  the  amount  of  fixed  caustic  alkali  in  the 
solution  and  by  the  strength  of  the  ammonia,  consequently  the 
result  can  only  be  depended  on  when  the  solution  is  standardized 
imder  precisely  the  same  conditions  as  are  adopted  in  the  actual 
analysis.  The  variations  with  sugars,  other  than  dextrose,  appear 
to  be  even  greater  than  occur  in  the  usual  Fehling  process. 

In  order  to  avoid  the  nuisance  of  filling  the  laboratory  with 
strong  ammoniacal  vapours,  the  titration  should  be  made  in  a  small 
boiling  flask,  through  the  cork  of  wliich  the  elongated  end  of  the 
burette  is  passed.  A  small  escape  tube  is  also  passed  through  the 
same  cork,  leading  into  a  vessel  containing  water  or  weak  acid,  in 
order  to  condense  the  ammonia.  The  titration  should  in  all  cases 
be  made  as  quickly  as  possible. 

Stillingf  leet  Johnson  (C,  2f.  xlvii.  57)  points  out  that  in  this  process 
it  IB  possible  to  verify  the  results  of  titration  on  one  and  the  same  portion  of 
cupnc  solution,  by  passLag  air  in  sufficient  volume  through  the  liquid  to 
re-oxidize  the  reduced  copper  to  the  blue  cupric  state. 

In  carrying  out  this  arrangement  it  is  necessary  to  use  a  wide-mouthed 
boiling  flask  haying  a  cork  with  three  holes— one  for  the  burette  spit,  one  for 
the  escape  tube,  and  the  other  carrying  a  tube  reaching  to  the  boUom  of  the 
flasik,  and  to  which  is  attached  a  Dancer's  aspirator.  About  li  liter  of  air 
passed  through  in  fifteen  minutes  suffices  to  restore  the  full  colour,  the  liquid 
being  kept  boiling  the  whole  time.  It  is  hardly  necessary  to  say  that  a  larger 
excess  than  usual  of  NH'  must  be  used  in  order  to  prevent  precipitation  of 
Cu'O  by  loss  on  long  boiling.  This,  it  appears  to  me,  is  a  serious  drawback 
in  point  of  accuracy,  because  the  conditions  of  titration  cannot  be  the  same. 

The  method  is  well  adapted  for  the  examination  of  diabetic 
urine  and  milk,  also  mixtures  of  milk  and  cane  sugars,  and 
certainly  has  the  advantage  over  the  ordinary  Fehling  method  by 
its  definite  end-action. 
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Some  teclmical  applioations  of  these  Solutions  for  miztores  of 
varlo-as  Suffars. 

It  cannot  bo  claimed  for  these  estimations  that  they  are  absolutely 
exact ;  but  with  care  and  practice,  accompanied  with  unifonn  con- 
ditions, they  are  probably  capable  of  the  best  possible  results 
whatever  methods  may  be  used. 

Cane  Suflrar,  Qrape  Suflrar,  and  Dextrine  (Biard  and  Pellet, 
Z,  a.  C.  zxiv.  275).  The  soluUon  containing  these  three  forms  is  first 
titrated  with  the  usual  P e h  li n  ^  solution  for  grape  sugar.  A  second  portion 
is  boiled  with  acetic  acid  (which  only  inverts  cane  sugar)  and  titrated. 
Finally,  a  third  portion  is  completely  inverted  with  sulphuric  acid  and 
titrated.  The  difference  of  the  first  and  second  titrations  gives  the  cane 
sugar,  and  that  of  the  second  and  third  the  dextrine. 

Kilk  and  Cane  Suflrar. — If  the  estimation  of  milk  sugar  is  alone  re- 
quired, and  by  the  usual  Pehling  solution,  the  casein  and  albumen  must 
be  first  removed.  Acidify  the  Uquid  with  a  few  drops  of  acetic  acid,  warm 
until  coagulation  is  effected,  and  filter.  Boil  the  filtrate  to  coagulate  the 
albumen.  Pilter  again,  and  neutralize  with  soda  previous  to  treatment  for 
sugar  by  the  copper  test.  The  number  of  c.c.  of  Pehling's  solution  re- 
quired, multiplied  by  0006786,  will  give  the  weight  of  milk  sugar  in 
grams.  Birect  estimation  by  Pavy- Pehling  is  preferable  to  this  method. 
Cane  sugar  in  presence  of  milk  sugar  may  be  estimated  as  follows : — ^Dilute 
the  milk  to  ten  times  its  bulk,  having  previously  coagulated  it  with  a  little 
citric  acid,  filter,  and  make  up  to  a  definite  volume,  titrate  a  portion  with 
Pavy-Pehling  solution,  and  note  the  result.  Then  take  100  c.c.  of  the 
filtrate,  add  2  gm.  of  citric  acid,  and  boil  for  10  minutes,  cool,  neutralize, 
make  up  to  200  c.c,  and  titrate  with  copper  solution  as  before.  The  difference 
between  the  reducing  powers  of  the  solutions  before  and  after  conversion  is 
due  to  the  cane  sugar,  the  milk  sugar  not  being  affected  by  citric  acid. 

Stokes  and  Bodmer  (AnaUftt,  x,  62)  have  experimented  largely  on  this 
method,  and  with  satisfactory  results.  The  plan  adopted  by  them  is  to  use 
40  c.c.  of  Pavv-Pehling  liquid  (=0'02  gm.  glucose),  and  to  dilute  the 
sugtur  solution  (without  previous  coagulation),  so  that  from  6  to  12  c.c.  are 
required  for  reduction.  By  using  a  screw-clamp  on  the  rubber  burette  tube, 
the  sugar  solution  is  allowed  to  drop  into  the  boiling  liquid  at  a  moderate 
rate.  If  Gu^O  should  be  precipitated  before  the  colour  disappears,  a  freah 
trial  must  be  made,  adding  the  bulk  of  the  sugar  at  once,  then  finishing  by 
drops.  If,  on  the  other  hand,  the  sugar  has  been  run  in  to  excess,  which 
owing  to  the  rather  slow  reaction  is  easily  done,  fresh  trial  must  be  again 
made  until  the  proper  point  is  reached :  this  gives  the  milk  sugar.  Mean- 
while a  portion  of  the  mixed  sugar  solution  is  boiled  with  2  per  cent,  of 
citric  acid,  neutralized  with  NH^,  made  up  to  double  its  original  volume,  and 
titrated  as  before. 

These  operators  have  determined  the  reducing  action  of  milk, 
cane,  and  grape  sugar  on  the  Pavy-Fehling  liquid,  the  result 
being  that  100  lactose  represents  respectively  52  glucose,  or  49*4 
sucrose. 

The  Pavy-Fehling  liquid  is  admirably  adapted  for  the  esti- 
mation of  lactose  in  mHk  direct  after  dilution,  no  coagulation  being 
necessary. 
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SUIiPHTTB. 

S  =  32. 

Bstimatlon   in   Pyrites,    Ores,    Besidaes,    eto. 

1.   Alkallmetrlo   Method   (Pelouie). 

§  72.  This  process,  designed  for  the  rapid  estimation  of  sulphur 
in  iron  and  copper  pyrites,  has  hitherto  heen  thought  tolerably 
accurate,  but  experience  has  shown  that  it  cannot  be  relied  upon 
except  for  rough  technical  purposes. 

The  process  is  based  on  the  fact,  that  when  a  sulphide  is  ignited 
with  potassic  chlorate  and  sodic  carbonate,  the  sulphiur  is  converted 
entirely  into  sulphuric  acid,  which  expels  its  equivalent  proportion 
of  carbonic  acid  from  the  soda,  forming  neutral  sodic  sulphate ;  if 
therefore,  an  accurately  weighed  quantity  of  the  substance  be 
fused  with  a  known  weight  of  pure  sodic  carbonate  in  excess,  and 
the  resulting  mass  titrated  with  normal  acid,  to  find  the  quantity 
of  unaltered  carbonate,  the  proportion  of  sulphur  is  readily 
calculated  from  the  difiference  between  the  volume  of  normal  acid 
required  to  saturate  the  original  carbonate,  and  that  actually 
required  after  the  ignition. 

It  is  advisable  to  take  1  gm.  of  the  finely  levigated  pyrites,  and 
5*3  gm.  of  pure  sodic  carbonate  for  each  assay ;  and  as  5*3  gm.  of 
sodic  carbonate  represent  100  c.c,  of  normal  sulphuric  acid,  it  is 
only  necessary  to  subtract  the  number  of  c.c.  used  after  the  ignition 
from  100,  and  multiply  the  remainder  by  0*016,  in  order  to  arrive 
at  the  weight  of  sulphur  in  the  1  gm.  of  pyrites,  and  by  moving 
the  decimal  point  two  places  to  the  right,  the  percentage  is  obtained. 

Sxample :  1  gm.  of  finely  ground  FeS*  was  mixed  iniimaUlff  with  6*3  gm* 
sodic  carbonate,  and  about  7  gm.  each  of  potassic  chlorate,  and  decrepitated 
sodic  chloride,  in  powder ;  then  introduced  into  a  platinum  crucible,  and 
gmduallj  exposed  to  a  dull  red  heat  for  ten  minutes ;  the  crucible  suffered 
to  cool,  and  warm  water  added ;  the  solution  so  obtained  was  brought  on  a 
moistened  filter,  the  residue  emptied  into  a  beaker  and  boiled  with  a  large 
quantity  of  water,  brought  on  the  filter,  and  washed  with  boiling  water  till 
all  soluble  matter  was  removed ;  the  filtrate  coloured  with  methyl  orange, 
and  titrated.  67  o.c.  of  normal  acid  were  required,  which  deducted  from  100, 
left  83  0.0. ;  this  multiplied  by  0016  gave  0*528  gm.  or  62*8  per  cent.  S. 

The  most  satisfactory  method  of  estimating  the  sulphur  in 
pyrites  used  for  the  manufacture  of  sulphuric  acid,  is  the 
gravimetric  one  by  Lunge,  and  which  consists  in  treating  the 
finely  divided  ore  with  agua-regia^  evaporating  to  dryness,  expelling 
HNO^  by  HCl,  removing  Fe  from  the  solution  by  ammonia,  then 
precipitating  the  sulphur  as  baric  sulphate.  Full  details  are 
given  in  the  Alkali  Makei^s  Pocket  Book, 

Buznt  Pyrites. — The  only  satisfactory  volumetric  method  of 
estimating  the  sulphur  in  the  residual  ores  of  pyrites,  is  that 
described  by  Watson  (/.  S,  C.  L  vii.  305),  and  which  is  in  daily 
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use  in  laige  alkali  works.  In  order  to  avoid  calculation,  Watson 
adopts  the  following  method : — 

Standard  Hydrochloric  Acid. — 1  cc  =  0*02  gm.  Na^O. 

Sodic  bicarbonate. — ^This  may  be  the  ordinary  commercial  salt^ 
but  its  exact  alkalinity  must  be  ascertained  by  the  standard  acid. 
Where  a  number  of  analyses  are  being  made,  a  good  quantity  of 
the  salt  should  be  well  mixed,  and  kept  in  a  stoppered  bottle.  Its 
exact  alkalinity  having  been  once  determined  it  will  not  alter, 
though  daily  opened. 

Tke  Anal^M :  2  gm.  of  bicarbonate  is  placed  in  a  crucible  which  may  be 
either  of  platinum,  porcebun,  or  nickel,  and  to  it  is  added  6*16  gm.  of  the 
finely  powdered  ore,  then  intimately  mixed  with  a  flattened  glass  rod. 
Heat  gently  oyer  a  Bun  sen  burner  for  6  or  10  minutes,  and  break  up  the 
mass  with  a  stout  copper  wire.  'After  stirring,  the  heat  is  increased  uid 
continued  for  10  or  16  minutes.  The  crucible  is  then  washed  out  with  hot 
water  into  a  beaker.  The  mixture  is  boiled  for  1 5  minutes,  filtered  into  a  flask, 
the  residue  washed  repeatedly  with  hot  water,  then  cooled  and  titrated  with 
the  standard  acid,  using  methyl  orange  as  indicator. 

Example :  2  gm.  of  the  bicarbonate  originally  required  87*5  cc.  of  acid. 
After  i^tion  with  the  ore,  28  cc.  were  required  =9*5  cc,  this  divided  by 
5  will  give  1*9,  which  is  the  percentage  of  total  sulphiu*  in  the  ore. 

This  total  sulphur  includes  that  which  exists  as  soluble  sulphide, 
and  which  is  not  available  for  acid  making.  In  order  to  find  the 
amount  of  this  soluble  sulphur,  Watson  boils  5*16  gm.  of  the  ore 
Avith  5  cc.  of  standard  sodic  carbonate  (1  cc.  =  0*05  gm.  Na^O) 
diluted  with  water,  for  15  minutes.  After  filtering  and  washing, 
the  filtrate  is  titrated  with  the  standard  hydrochloric  acid,  and  the 
difference  between  the  volume  used  and  that  which  was  originally 
required  for  5  cc.  of  the  soda  solution  is  divided  by  5,  as  in  the 
case  of  the  former  process,  which  gives  at  once  the  percentage  of 
sulphur  existing  in  the  ore  in  a  soluble  form.  The  results  are 
not  absolutely  exacts  but  quite  near  enough  to  guide  a  manufacturer 
in  the  working  of  the  furnaces. 

Tliis  method  is  not  available  for  green  pyrites. 


2.     Estimation   of  Sulphur  in   Coal   Qaa. 

A  most  convenient  and  accurate  process  for  this  estimation  is 
that  of  Wildenstein  (§  73.2).  The  liquid  produced  by  burning 
the  measured  gas  in  a  Letheby  or  Vernon  Har court  apparatus 
is  well  mixed,  and  brought  to  a  definite  volume ;  a  portion  repre- 
senting a  known  number  of  cubic  feet  of  gas  is  then  poured  into  a 
glass,  porcelain,  or  platinum  basin,  acidified  slightly  with  HCl, 
heated  to  boiling,  and  a  measured  excess  of  standard  baric  chloride 
added;  the  excess  of  acid  is  then  cautiously  neutralized  with 
ammonia  (free  from  carbonate),  and  the  excess  of  barium  ascer- 
tained by  standard  potassic  cliromate  exactly  as  described  in 
§  73.2. 
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The  usual  method  of  stating  results  is  in  grains  of  sulphur  i^er 
100  cuhic  feet  of  gas.  This  may  be  done  very  readily  hy  using 
semi-normal  solutions  of  baric  chloride  and  potassic  chromate  on 
the  metric  system,  and  multiplying  the  number  of  cc.  of  baric 
solution  required  with  the  factor  0*1234,  which  at  once  gives  the 
amount  of  sulphur  in  grains. 

Standard  solutions  can  of  course  be  made  in  the  same  manner 
on  the  grain  system. 


8.     Estimation   of  Sulphnr   in   Sulphides    decomposable   by 
Hydrochloric   or   Sulphuric   Acids    (Weil). 

This  process,  commimicated  to  me  by  M.  Weil,  is  based  on  the 
fact  tliat,  in  the  case  of  sulphides  where  the  whole  of  the  sulphur 
is  given  off  as  H^S  by  heating  with  HCl  or  H^SO^  the  H^S  may 
be  evolved  into  an  excess  of  a  standard  alkaline  copper  solution. 
After  the  action  is  complete,  the  amount  of  Cu  left  unreduced  is 
estimated  by  standard  stannous  chloride.  The  method  is  available 
for  the  sulphides  of  lead,  antimony,  zinc,  iron,  etc.  Operators 
shoidd  consult  and  practise  the  methods  described  in  §  54.6,  in 
order  to  become  accustomed  to  the  special  reaction  involved. 

The  AnaUftU :  From  1  to  10  gm.  of  material  (according  to  its  richness  in 
sulphur)  in  the  finest  state  of  aivision,  are  put  into  a  long  necked  flask  of 
about  200  cc.  capacity,  to  which  is  fitted  a  bent  delivery  tube,  so  arranged  as 
to  dip  to  the  bottom  of  a  tall  cylinder,  containing  50  or  100  cc.  of  standard 
copper  solution  made  by  dissolving  39'528  gm.  of  cupric  sulphate,  200  gm. 
of  Kochelle  salt  and  125  gm.  of  pure  caustic  soda  in  water,  and  diluting  to 
1  liter  (10  c.c.=0*l  gm.  Cu).  When  this  is  ready,  a  few  pieces  of  granulated 
zinc  are  added  to  the  sulphide.  75  cc.  of  strong  HCl  are  then  poured  over 
them,  the  cork  with  deUvery  tube  immediately  inserted,  connected  with  the 
copper  solution,  and  the  fiask  heated  on  a  sand-bath  until  all  evolution  of 
H%  is  ended.  The  blue  solution  and  black  precipitate  are  then  brought  on 
a  filter,  filtrate  and  washings  collected  in  a  200  or  250  cc  flask,  and  diluted 
to  the  mark ;  20  cc  of  the  clear  blue  liquid  are  then  measured  into  a  boiling 
flask,  and  evaporated  to  10  or  15  cc.  25  to  60  cc  of  strong  HCl  are  then 
added,  and  the  standard  tin  solution  dropped  in  while  boiling,  until  the  blue 
^ves  place  to  a  clear  pure  yellow. 

Each  cc.  of  standard  copper  solution  represents  0  "50393  gm. 
sidphur.  The  addition  of  the  granidated  zinc  facilitates  the 
liberation  of  the  H^S,  and  sweeps  it  out  of  the  flask ;  moreover, 
in  the  case  of  dealing  with  lead  sulphide,  which  forms  insoluble 
lead  chloride,  it  materially  assists  the  decomposition.  Alkaline 
tartrate  solution  of  copper  may  be  used  in  place  of  ammoniacal 
solution  if  so  desired. 

^Example*  (Weil) :  1  gm.  of  galena  was  taken,  and  the  gas  delivered  into 
50  cc.  of  standard  copper  solution  (=05  gm.  Cu).  After  complete  pre- 
cipitation the  blue  liquid  was  diluted  te  200  cc.  20  cc  of  this  required 
12*5  cc  of  stannous  chloride,  the  titre  of  which  was  16*5  cc  for  0*04  gm. 
Cu.  Therefore  16*5  :  004  :  :  12*5  :  00803.  Thus  200  cc.  ( =  1  gm.  galena) 
represent  0-303  gm.  Cn,    Then  0*5  gm.  Cu,  less  0-808= 0*197  gm,  for  1  gm. 
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galena  or  19-7  for  100  gm.  Consequently  19*7  x  0'50393=9-92  per  cent  S. 
Estimation  by  weight  gave  9'85  per  cent.  Again,  1  gm.  zino  sulphide  was 
taken  with  100  c.c.  copper  solution  and  made  up  to  250  c.c,  25  c.c.  of  which 
required  14*3  c.c.  of  same  stannous  chloride,  or  143  c.c.  for  the  1  gm. 
sulphide.  This  represents  0*347  gm.  Cu.  Thus  1— 0*347=0"653  gm.  Cu 
(precipitated  as  GuS)  or  653  per  100.  Consequently  65*3 x 0'50398=32-9 
per  cent.  S.    Control  estimation  by  weight  gave  38  per  cent. 

Tlie  process  has  given  me  good  teclmical  results  with  Sb^S^,  but 
the  proportion  of  sulphur  to  copper  is  too  great  to  expect  strict 
accuracy. 


4.    Estimation  of  Alkaline  Sulphides  by  Standard  Zino  Solution. 

This  method,  which  is  simply  a  counterpart  of  §  78.3,  is 
especially  applicable  for  the  technical  determination  of  alkaline 
sulpliides  in  impure  alkalies,  mother-liquors,  etc. 

If  the  zinc  solution  be  made  by  dissolving  3*253  gm.  of  pure 
metallic  zinc  in  hydrochloric  acid,  supersaturating  with  ammonia, 
and  diluting  to  1  liter,  or  32*53  grn.  to  1000  din.,  1  c.c.  or  dm. 
will  respectively  indicate — 


0*0016  gm. 

or  0*016  gm. 

Sidphur 

0*0039     „ 

0*039     „ 

Sodic  sidpliide 

0*00551  „ 

0*0551  „ 

Potassic  sulphide 

00034     „ 

0*034     „ 

Ammonic  sulphide. 

The  zinc  solution  is  added  from  a  burette  until  no  dark  colour  is 
shown,  when  a  drop  is  brought  in  contact  with  solution  of  nickel 
protochloride  spread  in  drops  on  a  white  porcelain  tile. 

6.     Solphoroiis   Acid   and   Sulphites. 

The  difficulties  formerly  presented  in  the  iodometric  analyses  of 
these  substances  are  now  fortunately  quite  overcome  by  the 
modification  devised  by  Giles  and  Shearer  (J,  S,  C,  I.  iii.  197 
and  iv.  303).  A  valuable  series  of  experiments  on  the  estimation 
of  SO^,  either  free  or  combined,  are  detailed  in  these  papers.  The 
modification  is  both  simple  and  exact,  and  consists  in  adding  the 
weighed  SO^  or  tlie  sulphite  in  powder  to  a  measured  excess 
of  ^  iodine  without  dilution  witli  water,  and  when  the  decomposi- 
tion is  complete,  titrating  back  with  y^  tlxiosulphate.  Very  con- 
centrated solutions  of  SO^  are  cooled  by  a  freezing  mixture,  and 
enclosed  in  thin  bulbs,  which  can  be  broken  under  the  iodine 
solution :  this  is,  however,  not  required  with  the  ordinary  pre- 
parations. Sidphites  and  bisulphites  of  the  alkalies  and  alkaliue 
earths,  also  zinc  and  aluminium,  may  all  be  titrated  in  this  way 
with  accuracy;  the  less  soluble  salts,  of  course,  requiring  more 
time  and  agitation  to  ensure  their  decomposition.  A  preliminary 
titration  is  first  made  with  a  considerable  excess  of  iodine,  and 
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a  second  with  a  more  moderate  excess  as  indicated  by  the  first 
trial.     1  C.C  ^^  iodine  =  0*0032  gm.  SO^. 

The  authors  found  that  when  perfectly  pure  iodine  and  neutral 
potassic  iodide  were  used  for  the  standard  solution,  its  strength 
remained  intact  for  a  long  period;  and  the  same  with  the 
thiosulphate,  if  the  addition  of  about  2  gm.  of  potassic  bicarbonate 
to  the  liter  was  made,  and  the  stock  solution  kept  in  the  dark  (see 
page  116). 

From  a  large  number  of  experiments,  they  also  deduced  the 
simple  law  of  the  ratio  between  any  given  percentage  of  SO^ 
in  aqueous  solution  at  15*4° and  760  m.m.,  and  its  specific  gravity; 
namely,  tlie  percentage  found  by  titration  multiplied  by  0*005 
and  added  to  unity  gives  the  sp.  gr. 


6.     Estimation   of    Mixtures   of  Alkaline   Sulphides,    Sulphites, 
and   Thiosulphates. 

Lunge  and  Smith  (/.  S,  C.  I.  ii.  463)  have  established  the 
fact,  that  botli  sulphites  and  thiosulphates  may  be  completely 
oxidized  to  sulphates,  by  treating  them  with  a  large  excess  of 
standard  permanganate,  more  than  sufficient  for  complete  oxidation 
and  formation  of  MnO^.  An  excess  of  standard  ferrous  sulphate 
is  added,  then  titrated  back  with  permanganate  to  the  pink  colour. 
Upon  this  reaction,  together  with  the  known  accurate  estimation  of 
both  of  these  compounds  by  iodine,  in  the  absence  of  nitrates  and 
nitrites  or  other  similar  oxidizing  bodies,  they  liave  founded  a  new 
imd  rapid  voliunetric  method,  which  gives  the  respective  proportions 
of  each  substance  when  occurring  together.  If  sulphides  are  also 
present,  their  amount  is  first  ascertained  separately  with  standard 
ammoniacal  zinc  chloride.  The  whole  of  the  three  compounds 
might  be  oxidized  by  permanganate  if  so  chosen,  and  the  sulpliide 
found  by  difference,  but  the  separation  is  said  to  be  better. 

The  process  consists  of  two  titrations ;  one  with  standard  iodine 
and  the  other  with  standard  permanganate,  adding  the  latter  in 
large  excess  to  the  slightly  alkaline  or  neutral  solution,  then 
acidifying  with  H^SO^,  titrating  back  with  excess  of  standard 
FeSO*,  and  finishing  with  permanganate. 

The  following  equations  represent  the  action  of  the  permanganate 
and  iodine  respectively ; — 

(1)  Na2S203  +  202  +  H20  =  XaSgO*  +  H2S0*. 

(2)  4Na2S03  +  202  =  4Ka2S04. 

(3)  2Na2S203  +  I2  =  ]S"a2S*0«  +  2NiiI. 

(4)  ]SVS03  +  I2  +  H20  =  Xa2SO*  +  2HI. 

Let  W  equal  the  weight  of  sidphur  as  thiosulphate  oxidized  to 
sulphate  by  1  c.c.  of  KMnO*  solution.  •  Let  \^^  equal  the  weight 
of  sulphur  as  thiosulphate  acted  on  by  1  c.c.  of  iodine  solution. 
Then  it  is  evident  from  the  above  equations  that  2W  is  the  weight 
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yp. 

of  sulphur  as  sulphite  oxidized  by  1  c.c.  of  KMnO*  and  ~r-  that 

4 

oxidized  by  1  c.c.  of  iodine.     In  the  given  mixture  let  S  =  weight 

of  sulphur  present  as  thiosulpliate  and  ^  =  ditto  as  sulphite,  N= 

number  of  c.c.  KMnO*  and  N*  =  ditto  of  iodine  required. 

Then  ^^  +  _?_  =  x 

or  2S  +  «  =  2WX  (1) 

and  ^  +  ^  =  Xi 

or  S  +  48=WiNi  (2) 

8S  +  4»  =  8WiS'  (la) 

(la>— (2)        7S=8WN-AViN 
.-.  S  =  |(8WN-WiNi) 
8  =  2WX  -  2S  =  2WN  -  ■«(8WX  -  W^Xi)  (Ih) 

An  advantage  in  point  of  accunicy  arises  from  the  fact  tliat  a 
unit  weight  of  sulphur  as  thiosiUphate  requires  twice  tlie  amount 
of  KMnO*,  but  only  one-fourth  the  amount  of  I,  that  a  luiit  of 
sulphur  as  sulphite  requires.  Tlie  permanganate  method  is  tliere- 
fore  more  accurate  for  an  estimation  of  the  former  and  the  ioiline 
for  the  latter.  In  a  mixture  of  the  two,  the  experimental  errors 
tend  to  counteract  each  other. 

The  estimation  of  nitrites  in  the  presence  of  sulphites  and 
thiosulphates  has  been  described  in  §  67. 

Davis  has  devised  also  a  methotl  of  titrating  mixtures  of 
sulphides,  8uli)hites,  and  thiosuljihates  (/.  S.  C,  I.  i.  88). 


STTLPHTTBIC    ACID    AND    SXTLPHATES. 

MoxLohydrated   Sulphurlo   Add. 

H2S04  =  98. 

Sulplmric   Anhydride. 

SO3  =  80. 

1.  Mohr's  Method. 

§  73.  The  indirect  process  devised  by  C.  Molir  (Ann,  der 
CJiem,  u,  Pliarnu  xc.  165)  consists  in  adding  a  known  volume  of 
baric  solution  to  the  compound,  more  tlian  sufficient  to  precipitate 
the  SO^.  The  excess  of  barium  is  converted  into  carbonate,  and 
titrated  with  normal  acid  and  alkali.* 

formal   Baric   cldorid§  is  made  by  dissolving  121*77  gm.  of 

*  Oawalowski  (Z.  0.  C,  zxrii.  152)  adTocates  a  Blmplification  of  this  method  by 
titrating  the  exceBS  of  barinxn  with  standard  sodic  carlx>nate,  uring  phenolphthalein 
as  indicator,  bat  the  results  in  my  hands  have  proved  Tory  nnsatisfactory. 
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pure  crystals  of  baric  chloride  in  the  liter ;  this  solution  likewise 
suiiices  for  the  determination  of  SO^  by  the  direct  method. 
The  following  is  the  method  of  procedure. 

If  the  substance  contains  a  considerable  quantity  of  free  acid,  it  must  be 
brought  near  to  neutrality  by  pure  sodic  carbonate;  if  alkaline,  slightly 
acidified  with  hydrochloric  acid ;  a  round  number  of  c.c.  of  barium  solution  in 
excess  is  then  added,  and  the  whole  digested  in  a  warm  place  for  some  minutes ; 
the  excess  of  barium  is  precipitated  by  a  mixture  of  carbonate  and  caustic 
ammonia  in  slight  excess ;  if  a  piece  of  litmus  paper  be  thrown  into  the 
mixture,  a  great  excess  may  readily  be  avoided.  The  precipitate  containing 
both  sulplute  and  carbonate  is  now  to  be  collected  on  a  filter,  thoroughly 
washed  with  boiling  water,  and  titrated. 

The  difference  between  the  number  of  c.c.  of  barium  solution 
added,  and  that  of  normal  acid  required  for  the  carbonate,  will  be 
the  measure  of  the  sulphuric  acid  present;  each  c.c.  of  barium 
solution  is  equal  to  0*040  gm.  SO^. 

Example :  2  gm.  of  pure  and  dry  baric  nitrate,  and  1  gm.  of  pure  potassic 
sulphate  were  dissolved,  mixed,  and  precipitated  hot  with  carbonate  and 
caustic  ammonia;  the  precipitate,  after  being  thoroughly  washed,  gave 
1*002  gm.  potassic  sulphate,  instead  of  1  gm. 

For  technical  purposes  this  process  may  be  considerably  shortened 
by  the  following  modification,  which  dispenses  with  the  washing  of 
the  precipitate. 

The  solution  containing  the  sulphates  or  sulphuric  acid  is  first  rendered 
neutral ;  normal  baric  chloride  is  then  added  iin  excess,  then  normal  sodic 
carbonate  in  excess  of  the  baric  chloride,  and  the  volume  of  both  solutions 
noted ;  the  liquid  is  then  made  up  to  200  or  300  c.c.  in  a  flask,  and  an  aliquot 
portion  filtered  off  and  titrated  with  normal  acid.  The  difference  between 
the  baric  chloride  and  sodic  carbonate  gives  the  sulphuric  acid. 

The  solution  must  of  course  contain  no  substance  precipitable  by 
sodic  carbonate  except  barium  (or  if  so,  it  must  be  previously 
removed);  nor  must  it  contain  any  substance  precipitable  by 
barium,  such  as  phosphoric  or  oxalic  acid,  etc. 

Another  alkalimetric  process  suitable  for  technical  purposes  is 
that  of  Bohlig  (§  28),  also  Grossmann  (§  16.14). 


2.     Titration   by   Bario    Chloride   and   Potaasio    Chromate 
(Wildenstein). 

To  the  hot  solution  containing  the  SO'*  to  be  estimated  (which 
must  be  neutral,  or  if  acid,  neutralized  with  caustic  ammonia,  free 
from  carbonate),  a  standard  solution  of  baric  chloride  is  added  in 
slight  excess,  then  a  solution  of  potassic  chromate  of  known 
strength  is  cautiously  added  to  precipitate  the  excess  of  barium. 
So  long  as  any  barium  remains  in  excess,  the  supernatant  liquid  is 
colourless ;  when  it  is  all  precipitated  the  liquid  is  yellow,  from  the 
free  chromate;  a  few  drops  only  of  the  chromate  solution  are 
necessary  to  produce  a  distinct  colour. 


Digitized  by  VjOOQIC 


312  VOLUMETRIC  ANALYSIS.  §   73. 

Wildenstein  uses  a  baric  solution,  of  whicli  1  cc.  =  0"015 
gm.  of  SO^,  and  chromate  1  c.c.  =  0*010  gm.  of  SO^.  I  prefer 
to  use  Y  solutions,  so  that  1  c.c.  of  each  is  equal  to  0*02.  gm. 
of  SO^.  If  the  chromate  solution  is  made  equal  to  the  baric 
chloride,  the  operator  has  simply  to  deduct  the  one  from  the  other, 
in  order  to  obtain  the  quantity  of  baric  solution  really  required  to 
precipitate  all  the  SO^. 

The  AnaUfM :  The  substance  or  solution  containing  SO*  is  brought  into 
a  small  flask,  diluted  to  about  60  cc,  acidified  if  necessary  with  HGl,  heated 
to  boiling,  and  precipitated  with  a  slight  excess  of  standard  baric  chloride 
delivered  from  the  burette.  As  the  precipitate  rabidly  settles  from  a  boiling 
solution,  it  is  easy  to  avoid  any  great  excess  of  barium,  which  would  prevent 
the  liquid  from  clearing  so  speedily.  The  mixture  is  then  cautiously 
neutrahzed  with  ammonia  free  from  carbonic  acid  (to  be  certain  of  this,  it  is 
well  to  add  to  it  two  or  three  drops  of  calcic  chloride  or  acetate  solution). 

The  flask  is  then  heated  to  boiling,  and  the  chromate  solution  added  in 
\  c.c.  or  so,  each  time  removing  the  flask  from  the  heat  and  allowing  to 
settle,  until  the  liquid  is  of  a  light  yellow  coloiu* ;  the  quantity  of  chromate 
is  then  deducted  from  the  barium  solution,  and  the  remainder  calculated 
for  80^. 

Or  the  mixture  with  barium  in  excess  may  be  diluted  to  100  or  150  cc, 
the  precipitate  allowed  to  settle  thoroughly,  and  25  or  50  c.c.  of  the  clear 
liquid  heated  to  boiling,  after  neutralizing,  and  precipitated  with  chromate 
until  all  the  barium  is  carried  down  as  baric  chromate,  leaving  the  liquid  of 
a  light  yellow  colour ;  the  anal3r8is  should  be  checked  by  a  second  titration. 
The  process  has  yielded  me  very  satisfactory  results  in  comparison  with  the 
barium  method  by  weight ;  it  is  peculiarly  adapted  for  estimating  sulphur  in 
gas  when  burnt  m  the  Letheby  sulphur  apparatus,  details  of  which  will  be 
found  on  page  306. 

Tlie  presence  of  alkaline  and  earthy  salts  is  of  no  consequence — 
Zn  and  Cd  do  not  interfere — Xi,  Co,  and  Cu  give  coloured 
solutions  which  prevent  the  yellow  chromate  being  seen,  but  this 
difficulty  can  be  overcome  by  the  use  of  an  external  indicator  for 
the  excess  of  chromate.  This  indicator  is  an  ammoniacal  lead 
solution,  made  by  mixing  together,  at  the  time  required,  one 
volume  of  pure  ammonia  and  four  volumes  of  lead  acetate  solution 
(1  :  20).  The  liquid  has  an  opalescent  appearance.  To  use  the 
indicator,  a  large  drop  is  spread  upon  a  white  porcelain  plate,  and 
one  or  two  drops  of  the  liquid  under  titration  added;  if  the 
reddish-yellow  colour  of  lead  chromate  is  produced,  there  is  an 
excess  of  chromate,  w^hich  can  be  cautiously  reduced  by  adding 
more  barium  until  the  exact  balance  occurs. 

Precht  (Z.  a.  C,  1879,  521)  modifies  this  process  by  precipitating 
the  SO^  with  excess  of  standard  baric  chloride,  which  excess  is 
removed  by  standard  potassic  chromate  also  in  excess,  which  latter 
is  in  turn  estimated  by  weak  standard  ferrous  sulphate,  the  end  of 
the  reaction  being  found  by  spotting  the  liquid  on  a  white  plate 
with  potassic  ferricyanide. 

I  can  see  no  advantage  in  this  modification,  and  in  many  cases  it 
would  be  totally  inadmissible,  owing  to  the  presence  of  substances 
affecting  the  ferrous  reagent 
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8.    Direct  Precipitation  with  Normal  Baric  Chloride. 

Very  good  results  may  be  obtained  by  this  method  when 
carefully  i^erformed. 

The  substance  in  solution  is  to-be  acidified  with  hydrochloric  acid,  heated 
to  boiling,  and  the  boric  solution  allowed  to  flow  cautiously  in  from  the 
burette  until  no  further  precipitation  occurs.  The  end  of  the  process  can 
only  be  determined  by  filtering  a  portion  of  the  liquid,  and  testing  with 
a  drop  of  the  baric  solution.  Be  ale's  filter  (shown  in  fig.  19)  is  a  good  aid 
in  this  case.  A  few  drops  of  clear  liquid  are  poured  into  a  test  tube  and  a 
drop  of  boric  solution  added  from  the  burette ;  if  a  cloudiness  occurs,  the 
contents  of  the  tubes  must  be  emptied  back  again,  washed  out  into  the 
liquid,  and  more  baric  solution  added  until  all  the  SO'  is  precipitated.  It  is 
advisable  to  use  yV  solution  towards  the  end  of  the  process. 

Instead  of  the  test  tube  for  finding  whether  barium  or  sulphuric 
acid  is  in  excess,  a  plate  of  black  glass  may  be  used,  on  which  a  drop 
of  the  clear  solution  is  placed  and  tested  by  either  a  drop  of  baric 
cliloride  or  sodic  sulphate, — these  testing  solutions  are  preferably 
kept  in  two  small  bottles  with  elongated  stoppers.  A  still  better 
plan  is  to  spot  the  liquids  on  a  small  mirror,  as  suggested  by 
Haddock  ((7.  iV".  xxxix.  156);  the  faintest  reaction  can  then  be 

seen,  although  the  liquid  may  be  highly  coloured. 

■IpiL^l^fe  Wildenstein  has  arranged  another  method  for 

Bj-— Aii^B       direct  precipitation,  especially  useful  where  a  con- 

H^^f-ji^^B"^    stant  series  of  estinmtions  have  to  be  made.     The 

Kp::"4f|^H-ii    apparatus  is  shown  in  fig.  44.      A  is  a  bottle  of 

ml    Jl^^       900  or  1000  c.c.  capacity,  with  the  bottom  removed, 

^w^^        and   made  of    well-annealed   glass  so  as  to  stand 

^?  heating;  B  a  thistle  funnel  bent  round,  as  in  the 

I  figure,  and  this  syphon  filter  is  put  into  action  by 

i  opening  the  pinch-cock  below  the  cork.     The  mouth 

^1^  of  the  funnel  is  first  tied  over  with  a  piece  of  fine 

j[  ^  cotton  cloth,  then  two  thicknesses  of  Swedish  filter 

v    44.  paper,  and  again  with  a  piece  of  cotton  cloth,  the 

*^*  *  whole  being  securely  tied  with  waxed  thread. 
In  precipitating  SO^  by  baric  chloride,  there  occurs  a  point 
similar  to  the  so-called  neutral  point  in  silver  assay,  when  in  one 
and  the  same  solution  botli  barium  and  sulphuric  acid  after  a 
minute  or  two  produce  a  cloudiness.  Owing  to  this  circumstance, 
the  barium  solution  must  not  be  reckoned  exactly  by  its  amount 
of  BaCl^,  but  by  its  w^orking  effect;  that  is  to  say,  the  process 
must  be  considered  ended  when  the  addition  of  a  drop  or  two  of 
barium  solution  gives  no  cloudiness  after  the  lapse  of  two  minutes. 

The  Analytis:  The  solution  containing  the  SO'  being  prepared,  and 
preferably  in  HCl,  the  vessel  A  is  filled  with  warm  distilled  wa^r,  and  the 
pinch-cock  opened  so  as  to  fill  the  filter  to  the  bend  C;  the  cock  is  then 
opened  and  &ut  a  few  times  so  as  to  bring  the  water  further  down  into  the 
tube,  but  not  to  fill  it  entirely ;  the  water  is  then  emptied  out  of  A,  and 
about  400  C.C.  of  boiled  distilled  water  poured  in  together  with  the  SO' 
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solution,  then,  if  necessary,  a  small  quantity  of  HCl  added,  and  the  baric 
chloride  added  in  moderate  quantity  from  a  burette.  After  mixing  well,and 
waiting  a  few  minutes,  a  portion  is  drawn  off  into  a  small  beaker,  and  poured 
back  without  loss  into  A ;  a  small  quantity  is  then  drawn  off  into  a  test  tube, 
and  two  drops  of  baric  chloride  added.  So  long  as  a  precipitate  occurs,  the 
liquid  is  returned  to  A,  and  more  barium  ^ded  until  a  test  is  taken  which 
shows  no  distinct  cloudiness ;  the  few  drops  added  to  produce  this  effect  are 
deducted.  If  a  distinct  excess  has  been  used,  the  analysis  must  be  corrected 
with  a  solution  of  SO'  corresponding  in  strength  to  the  barium  solution. 

A  simpler  and  even  more  serviceable  arrangement  of  apparatus 
on  the  above  plan  may  be  made,  by  using  as  the  boiling  and 
precipitating  vessel  an  ordinary  beaker  standing  on  wire  gauze  or 
a  hot  plate.  The  filter  is  made  by  taking  a  small  thistle  funnel,  tied 
over  as  described,  with  about  two  inches  of  its  tube,  over  which  is 
tightly  slipped  about  four  or  five  inches  of  elastic  tubing,  terminating 
with  a  short  piece  of  glass  tube  drawn  out  to  a  small  orifice  like  a 
pipette ;  a  small  pinch-cock  is  placed  across  the  elastic  tube  just 
above  the  pipette  end,  so  that  when  hung  over  the  edge  of  the 
beaker  with  the  funnel  below  the  surface  of  the  liquid,  the 
apparatus  will  act  as  a  syphon.  It  may  readily  be  filled  with  wann 
distilled  water  by  gentle  suction,  then  transferred  to  the  liquid 
under  titration.  By  its  means  much  smaller  and  more  concentrated 
liquids  may  be  used  for  the  analysis,  and  consequently  a  more 
distinct  evidence  of  the  reaction  obtained. 


SUIiPHUBETTBD    HTDBOGEK. 

1  C.C.  ^  arsenious  solution  =  0*00255  gm.  H^S. 
1.     By  Arsenious  Add  (Uohr). 

§  74.  This  residual  process  is  far  preferable  to  the  direct  titration 
of  sulphuretted  hydrogen  by  iodine.  The  principle  is  based  on  the 
fact,  that  when  H^S  is  brought  into  contact  with  an  excess  of 
arsenious  acid  in  hydrochloric  acid  solution,  arsenic  sulphide  is 
formed ;  1  eq.  of  arsenious  acid  and  3  eq.  of  sulphuretted  hydrogen 
produce  1  eq.  of  arsenic  sulphide  and  3  eq.  of  water, 

As203  +  3H2S  =  As2S3  +  3H20. 

The  excess  of  arsenious  acid  used  is  found  by  y^  iodine  and  starch, 
as  in  §  36.  In  estimating  the  strength  of  siUphuretted  hydrogen 
water,  the  following  plan  may  be  pursued. 

A  measured  quantity,  say  10  c.c,  of  y'lr  arsenious  solution  is  put  into  a 
800  c.c.  flask,  and  20  c.c.  of  sulphuretted  hydrogen  water  added,  well  mixed, 
and  sufficient  HCl  added  to  produce  a  distinct  acid  reaction ;  this  produces  a 
precipitate  of  arsenic  sulphide,  and  the  liquid  itself  is  colourless.  The  whole 
is  then  diluted  to  300  c.c,  filtered  through  a  diy  filter  into  a  dry  vessel, 
100  c.c.  of  the  filtrate  taken  out  and  neutralized  with  sodic  bicarbonate^  then 
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titrated  mth  y^  iodine  and  starch.  The  quantity  of  arsenious  acid  no  found 
is  deducted  from  the  original  10  o.c,  and  the  remainder  multiplied  by  the 
requisite  factor  for  H^. 

The  estimation  of  H^S  contained  in  coal  gas,  may  by  this 
method  be  made  very  accurately  by  leading  the  gas  very  slowly 
through  the  arsenious  solution,  or  still  better,  tliough  a  dilute 
solution  of  caustic  alkali,  then  adding  arsenious  solution,  and 
titrating  as  before  described.  The  apparatus  devised  by  Mo hr  for 
this  purpose  is  arranged  as  follows : — 

The  gas  from  a  common  burner  is  led  by  means  of  a  vulcanized  tube  into 
two  successive  small  wash  bottles,  containing  the  alkaline  solution;  from  the 
last  of  these  it  is  led  into  a  large  Woulf  f 's  bottle  filled  with  water.  The 
bottle  has  two  necks,  and  a  tap  at  the  bottom ;  one  of  the  necks  contains 
the  cork  through  which  the  tube  carrying  the  gas  is  passed;  the  other, 
a  cork  through  which  a  good-sized  funnel  with  a  tube  reaching  to  the  bottom 
of  the  bottle  is  passed.  When  the  gas  begins  to  bubble  through  the  flask, 
the  tap  is  opened  so  as  to  allow  the  water  to  drop  rapidly ;  if  the  pressure  of 
gas  is  strong,  the  funnel  tube  acts  as  a  safety  valve,  and  allows  the  water  to 
rise  up  into  the  cup  of  the  funnel.  When  a  sufficient  quantity  of  gas  has 
passed  into  the  bottle,  say  six  or  eight  pints,  the  water  which  has  issued  from 
the  tap  into  some  convenient  vessel  is  measured  into  cubic  inches  or  liters, 
and  gives  the  quantity  of  gas  which  has  displaced  it.  In  order  to  insure 
accurate  measuroment,  all  parts  of  the  apparatus  must  be  tight. 

The  flasks  aro  then  separated,  and  into  the  second  5  c.c.  of  arsenious 
solution  placed,  and  acidified  slightly  with  HCl.  If  any  traces  of  a 
precipitate  occur  it  ia  set  aside  for  titration  with  the  contents  of  the  first 
flask,  into  which  10  c.c.  or  so  of  arsenious  solution  are  put,  acidified  as 
before,  both  mixed  together,  diluted  to  a  given  measure,  filtered,  and  a 
measured  quantity  titrated  as  before  described. 

This  method  does  not  answer  for  very  cnide  gas  containing  large 
quantities  of  H^S  unless  the  absorbing  surface  is  largely  increased. 


2.     By  Permansranate   (Uohr). 

If  a  solution  of  H^S  is  added  to  a  dilute  solution  of  ferric 
sulphate,  the  ferric  salt  is  reduced  to  the  ferrous  state,  and  free 
sulphur  separates.  The  ferrous  salt  so  produced  may  be  measured 
accurately  by  permanganate  without  removing  the  separated 
sulphur.  Ferric  sulphate,  free  from  ferrous  compounds,  in 
sulphuric  acid  solution,  is  placed  in  a  stoppered  flask,  and  the 
solution  of  H^S  added  to  it  with  a  pipette ;  the  mixture  is  allowed 
to  stand  half  an  hour  or  so,  then  diluted  considerably,  and  per- 
manganate added  imtil  the  rose  colour  api)ear8. 

56Fe  =  17H2S 

or  each  c.c.  of  -j^y  pennanganate  represents  0*0017  gm.  of  H^S. 
Tlie  process  is  considerably  hastened  by  placing  the  stoppered  flask 
containing  the  acid  ferric  liquid  into  hot  water  previous  to  the 
addition  of  H^S,  and  excluding  air  as  mucb  as  iKJSsible. 
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8.     By  Iodine. 

Sulphuretted  hydrogen  in  mineral  waters  may  be  acciu»tely 
estimated  by  iodine  in  the  following  manner : — 

10  c.c.  or  any  other  necessary  volume  of  ^^  iodine  solution  are  measured 
into  a  500  c.c.  flask,  and  the  Tvater  to  be  examined  added  until  the  colour 
disappears.  6  c.c.  of  starch  liquor  are  then  added,  and  i^  iodine  until  the 
blue  colour  appears ;  the  flask  is  then  filled  to  the  mark  with  pure  distilled 
Mrater.  The  respective  volumes  of  iodine  and  starch  solution,  together  with 
the  added  water,  deducted  from  the  600  c.c,  will  show  the  volume  of  water 
actually  titrated  by  the  iodine.  A  correction  should  be  made  for  the  excess 
of  iodine  necessary  to  produce  the  blue  colour. 

Fresenius  examined  the  sulphur  water  of  the  Grindbnimien, 
in  Frankfurt  a.  M.  (Z.  a.  G,  xiv.  321),  both  volumetrically  and 
by  weight  for  H^S  \vith  very  concordant  results.  361  '44  gm.  of 
water  (correction  for  blue  colour  being  allowed)  re^juired  20*14  c.c. 
of  iodine,  20*52  c.c.  of  which  contained  0*02527  of  free  iodine 
=  H2S  0*009194  gm.  per  million.  444*65  gm.  of  the  same  water 
required,  under  the  same  conditions,  25*05  c.c.  of  the  same  iodine 
solution  =  H2S  0*009244  gm.  per  million.  By  weight  the  H'^S 
was  found  to  be  0*009377  gm.  per  million. 


TANNIC    ACID. 

§  75.  The  estimation  of  tamiin  in  the  materials  used  for 
tanning  is  by  no  means  of  the  most  satisfactory  character.  Maiiy 
methods  have  been  proposed,  and  given  up  as  practically  useless. 
In  the  previous  editions  of  this  book  Lowenthars  method 
(originated  by  Est  court)  as  then  perfected  was  given;  but  it  is 
still  somewhat  deficient  in  accunvcy  or  constancy  of  results,  although 
much  ingenuity  and  intelligence  have  been  expended  on  it 

One  dilficulty  is  still  unsurmounted,  and  tliat  is,  the  preparation 
of  a  pure  tannic  acid  to  serve  as  standard  The  various  tannins  in 
existence  are  still  very  imperfectly  understood,*  but  so  far  as  the 
comparative  analysis  of  tanning  materials  among  themselves  is 
concerned,  the  method  in  question  is  theoretically  the  best. 

The  principle  of  the  method  dej^ends  on  the  oxidation  of  the 
tannic  acid,  together  with  other  glucosides  and  easily  oxidizable 
substances,  by  permanganate,  regulated  by  the  presence  of  soluble 
indigo-carmine,  which  also  acts  as  an  indicator  to  the  end  of  the 
reaction.     The  total  amount  of  such  sul.istances  being  found  and 

*  Von  Schroder,  whoee  siiggestionB  have  been  adopted  by  the  German  AMOoiation 
of  Tanners,  selects  a  oommercial  pnre  tannic  acid  for  use  as  a  standard  by  dissolvinc^ 
2  gm.  in  a  liter  of  water.  10  cc.  of  this  is  titrated  with  permanganate  as  described. 
50  CO.  are  then  digeeted  twenty  hours  with  3  gm.  moistened  hide  powder.  10  cc  of 
the  filtrate  from  tius  is  then  titrated,  and  if  the  permanganate  consumed  amonnte  to 
less  than  10  per  cent,  of  the  total  consumed  by  the  tannin,  it  is  suitable  for  a  standard. 
1000  parts  being  considered  equivalent  in  reducing  power  to  1048  parts  of  tannin 
precipitable  by  hide,  according  to  Hammer's  experiments,  therefore  Yon  Schroder* 
after  titrating  as  described,  calculates  the  dry  matter,  and  multiplies  by  the  round 
number  11)5  to  obtain  the  value  in  actual  tannin  precipitable  by  hide. 
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expressed  by  a  known  volume  of  permanganate,  the  actual  available 
tannin  is  tlien  removed  by  gelatine,  and  the  second  titration  is 
made  upon  the  solution  so  obtained  in  order  to  find  the  amount  of 
oxidizable  matters  other  than  tannin. 

The  volume  of  jiermanganate  so  used,  deducted  from  the  volume 
used  originally,  shows  the  amount  of  tannin  actually  available  for 
tanning  purposes  expressed  in  terms  of  permanganate. 

It  will  be  at  once  seen  that  this  method  is  essentially  a  practical 
one,  because  it  is  only  the  particular  tannin  capable  of  combining 
with  organic  tissue  which  is  estimated.  It  has  been  critically 
examined  with  approbation  by  good  authorities,  among  whom  may 
]3e  mentioned,  Procter  (C.  N,  xxxvi.  59 ;  thtd,  xxxvii.  256), 
Kathreiner  (Z.  a,  C,  xviii.  112),  (Dingler's  Polyt,  Jour, 
cxxvii.  481),  and  Hewitt  (Tanner's  Jour.,  May,  1877,  93).  My 
own  experiments  have  shown  that  for  all  materials  containing  tannin, 
even  catechu,  it  is  the  best  process  yet  discovered,  but  requires 
patient  practice  to  ensure  concordant  results.  Lowenthal's 
description  of  the  method  is  given  in  Z.  a.  C,  xvi.  33. 

The  extraction  of  the  tannic  acid  from  the  raw  material  is  best 
performed  by  boiling  it  in  a  large  flask  with  about  a  liter  of 
distilled  water  for  half  an  hour,  then  straining,  and  diluting  when 
cold  to  1  liter.  Portions  are  filtered  if  necessary.  Concentrated 
extracts  are  dissolved  before  titration  by  adding  them  to  boiling 
water,  then  cooling  and  diluting  to  the  measure.  In  the  case  of 
strong  materials  such  as  sumach  or  valonia  10  gm.,  or  oak-bark 
20  gm.,  are  used. 

The  quantity  of  these  extracts  to  be  used  for  titration  must  be 
regulated  to  some  extent  by  the  amount  of  permanganate  required 
to  oxidize  the  tannic  and  gallic  acids  present.  Practice  and 
experience  will  enable  the  operator  to  judge  of  the  proper  propor- 
tions to  use  in  dealing  with  the  various  materials,  bearing  in  mind 
that  volumetric  processes  are  largely  dependent  upon  identity  of 
conditions  for  securing  concordant  results. 

Procter,  who  is  probably  one  of  the  best  authorities  on  this 
subject,  has  modified  to  some  extent  the  details  of  this  process 
(/.  S,  C.  L  iii.  82,  and  ibid.  v.  79),  and  these  modifications  are 
embodied  here. 


Standard  Solutions  and  Be-affents. 

Standard  Potassic  permanganate. — Kathreiner  recommends 
that  this  solution  should  contain  not  more  than  1*333  gm.  of 
the  pure  salt  per  liter  (better  only  about  1  gm.);  therefore,  if 
the  operator  is  accustomed  to  use  the  decinormal  solution,  a  very 
convenient  strength  is  made  by  diluting  one  volume  of  it  with 
two  of  water,  thus  obtaining  a  solution  of  -^jj  strength  (  =  1  '052  gm. 
per  liter). 

This   standard  is  the  more   advisable   because   it  enables  the 
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operator  to  calculate  its  value  into  oxalic  acid,  and  so  arrive  at  the 
theoretical  standards  adopted  by  Xeubauer  and  Oser;  namely, 
that  0'063  gm.  of  oxalic  acid  represents  0*04157  gni.  of  gallo-tannic 
acid  (gall-nut  tannin),  or  0*062355  gm.  of  querci-tannic  acid  (oak 
bark  tannin).  These  coefficients  for  calculation  are  now  laigely 
adopted,  and  are  certainly  preferable  to  standardizing  the  perman- 
ganate upon  any  specimen  of  so-called  pure  tannin. 

30  C.C.  of  T^  i)ermanganate  will  therefore  represent  0O63  gm. 
of  oxalic  acid  or  the  weights  of  tannin  above  mentioned. 

Solution  of  Indigo  Carmine. — Tliis  should  be  a  clear  solution  of 
about  5  gm.  to  the  liter  with  about  50  cc.  of  pure  H^SO*. 

Solution  of  Gelatine. — Tliis  solution  is  used  to  precipitate  the 
available  tannin  in  any  given  solution  after  its  total  oxidizable 
matters  have  been  determined  by  the  indigo  and  permanganate.  It 
should  be  made  fresh  for  each  series  of  titrations,  by  dissolving 
2  gm.  of  Nelson's  gelatine  in  100  c.c.  of  water  and  filtering. 

Dilute  Sulphuric  Acid. — ^1*10. 

Prooes$e9  of  TUration:  The  first  thing  to  be  done  is  to  ascertain  the 
relationship  Mtween  the  permanganate  and  indigo  solutions  (it  is  assumed 
that  the  permanganate  is  correct  as  regards  its  relation  to  oxalic  acid),  and 
therefore  10  or  20  c.c.  of  the  indigo  are  measured  into  a  white  porcelain  basin, 
and  diluted  to  |  of  a  liter  with  distilled  water,  or  good  ordinary  water  free 
from  organic  matter  or  other  substances  capable  of  reducing  perman^nate. 
10  c.c.  of  the  dilute  acid  are  measured  in,  and  the  permanganate  delivered 
in  with  a  hand-pipette  in  drops,  with  constant  stirring,  until  the  colour  is 
just  discharged,  leaying  a  clear  faint  yellow  tint,  with  just  a  shade  of  pink  at 
the  rim. 

This  experiment  will  act  as  a  guide  to  the  final  adjustment  of  the  indigo 
with  an  accurate  30  c.c.  burette  in  tV,  which  should  be  of  such  dilution  tbkt 
about  20  c.c.  correspond  to  about  15  c.c.  of  permanganate. 

Titration  of  the  Tanning  Material:  It  is  very  important,  in  order  to 
avoid  uncertainty  in  the  end-point  of  the  reaction,  that  only  so  much 
material  shall  be  used  as  shall  consume  about  7  or  8  c.c.  of  permanganate  of 
■fff  strength  above  that  point  which  is  rec^uired  for  the  indigo. 

Procter  and  Kathreiner  both  insist  upon  these  proportions,  and  the 
general  method  adopted  by  them  is  to  add  20  c.c.  of  indigo  with  10  c.c.  of 
dilute  acid  to  about  |  of  a  liter  of  water,  in  a  porcelain  dish,  followed  by  5  c.o. 
of  tannin  solution.  The  permanganate  is  then  delivered  in  very  slowly,  with 
constant  stirring,  until  a  faint  rose  colour  appears  round  the  edges  of  the 
liquid.    The  time  allowed  for  the  titration  is  also  very  important. 

Von  Schroder,  representing  the  Association  of  German  Tanners, 
prefers  to  add  the  permanganate  1  c.c.  at  a  time  \vith  vigorous 
stirring,  until  the  colour  of  the  liquid  indicates  that  a  few  droi)6 
only  are  required  to  end  the  titration.  Procter,  on  the  other 
hand,  prefers  the  rapid  drop  method  for  the  commencement,  and 
until  near  the  end.  He  also  finds  that  the  method  of  stirring 
influences  the  result  in  no  very  slight  degree.     Whatever  plan  the 
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operator  adopts,  it  is  advisable  to  keep  consistently  to  it  in  order 
that  the  results  may  be  comparatively  the  same. 

It  must  be  remembered  that  neither  by  this  nor  any  other  method 
is  it  possible  to  accurately  estimate  the  tannin,  but  only  as  a  means 
of  comparing  two  samples  of  the  same  material. 

PreeipiiaHon  of  the  Tannin,  and  Muhse^vent  Titration  of  SuhHancM 
other  than  Tannin. — Procter's  procedure  is  to  take  60  c.c.  of  the  tannin 
infosion  (5  c.c.  of  which  has  been  titrated),  and  add  to  it  28*6  c.o.  of  gelatine 
solution  in  a  flask  holding  about  150  c.o.  The  mixture  is  well  shaken,  then 
saturated  with  clean  table  salt,  and  10  c.o.  of  the  dilute  acid  added,  together 
with  a  teaspoonful  of  kaoUn :  the  whole  is  vigorously  shaken,  then  filtered, 
and  made  up  to  exactly  100  c.c.  10  c.c.  of  this  liquid,  representing  6  c.c.  of 
the  tannin  decoction,  is  then  titrated  in  precisely  the  same  manner  as  before. 
The  calculation  of  percentage  is  then  made  as  follows :  Let  the  first  titrktion 
(two  of  which  should  be  nmde  for  security)  be  called  a ;  the  second,  also  in 
duplicate,  b.  If  further,  c  be  the  quantity  of  permanganate  required  to 
oxidise  10  c.c.  of  yV  oxalic  acid,  and  10  gm.  of  substance  have  been  employed 
for  1  liter  of  decoction,  then  o  :  {a—h) :  :  6*3  :  ^r,  where  x  is  the  percentage 
of  tannin  expressed  in  terms  of  oxalic  acid. 

Hunt,  who  is  also  an  undoubted  authority  on  tannin  estimation, 
differs  from  Procter  on  the  question  of  saturating  the  liquid  for 
final  titration  with  salt  (/.  C.  S.  L  iv.  263),  on  the  ground  that,  in 
the  case  of  material  containing  much  gallic  acid,  some  of  it  is 
precipitated  with  the  tannin,  thus  leading  to  higher  results.  This 
he  has  proved  by  experiment,  and  therefore  prefers  to  act  as 
follows : — 

60  c.c.  of  the  tannin  solution  are  run  into  a  small  dry  flask,  to  this  25  c.c. 
of  the  fresh  filtered  gelatine  solution  are  added,  and  the  flask  shaken.  26  c.c. 
of  a  saturated  solution  of  salt,  containing  50  c.c.  of  strong  H^SO^  per  liter 
are  now  added,  and  about  a  teaspoonful  of  kaolin  or  baric  sulphate.  The 
flask  is  thoroughly  shaken  for  a  few  minutes,  after  which  a  clear  bright 
filtrate  may  be  obtained. 

For  materials  containing  over  45  per  cent  tannin,  it  is  advisable 
to  take  25  C.C.  instead  of  50,  and  to  use  50  c,c.  of  salt,  the  amount 
of  gelatine  solution  being  the  same.  The  same  authority  also  states 
that,  for  gambier  and  its  allies,  the  method  of  titration  as  above 
described  does  not  give  accurate  results,  inasmuch  as  the  gelatine 
and  salt  do  not  remove  all  the  substances  of  tanning  value  from  the 
liquid.  In  such  case  it  is  necessary  to  digest  the  liquid  for  at  least 
twelve  hours  with  pure  dry  skin  shavings  in  iK)vvder.  The  mixture 
is  then  filtered  and  titrated  in  the  usual  way. 

It  is  impossible  to  give  here  the  opinions  held  by  various 
authorities  on  this  subject,  therefore  the  reader  who  desires  fuller 
information  shoidd  consult  the  papers  to  which  reference  has  been 
made. 

The  following  table  given  by  Hunt  is  however  appended,  as  the 
result  of  carefiil  working,  and  as  a  guide  to  the  nature  of  various 
canning  materials : — 

The  "total  extract"  in  the  table  was  determined  by  evaporating 


Digitized  by  VjOOQIC 


320 


VOLUMETRIC  ANALYSIS. 


§   75. 


a  portion  of  the  tannin  solution  to  dryness  in  a  small  porcelain 
baain  and  drying  the  residue  at  110**  C.  The  "insoluble  matter" 
was  also  dried  at  110*  C. 


Total 

Naxs  of  Matxual. 

mattera 

oildlMd 

byPennau- 

Tui2iixi,afl 

(Prooter) 

Tannin,  as 

OzaUoAc. 

(Hunt) 

Total 
Sztiact 

Tna^J^b^ft 

par  cent. 

per  oeat. 

par  cent. 

per  cent 

1 

peroeni. 

English  Oak  Bark   ... 

15-70 

13-54 

11-97 

18-38 

66-16     . 

CanadianHemlock  Barl 

908 

7-46 

708 

13-96 

7626 

Larch  Bark      

8-20 

7-17 

615 

20-64 

60-80 

Maengrove  Bark 

81-35 

29-71 

28-48 

26-60 

49^0 

Alder  Bark       

827 

6-16 

5-73 

19-86 

68-00 

Blue  Gum  Bark 

1018 

8-91 

8-91 

11-76 

74-65 

Valonia      

87-41 

85-24 

80-50 

38-50 

46-05 

Myrabolans       

48*23 

38-43 

38-00 

42-80 

— 

Sumach     

42-53 

34-80 

31-46 

44-10 

47-77     i 

Betel  Nut 

15.91 

18W 

13-79 

17-94 

67-00     , 

Turkish  Blue  Galls  ... 

78-88 

65-83 

59-96 

48-40 

86-35 

Aleppo  Galls    

96-85 

87-82 

83-05 

68-80 

1432     1 

Wild  Galls       

26-21 

18-75 

16-56 

31-70 

5417 

Divi-Divi 

66-98 

62-62 

61-22 

54-38 

29-90     1 

Balsamocarpon    (poor 

1 

and  old  sample)     ... 
Pomegranate  Kind  . . . 

60-49 

87-76 

82-88 

67-14 

28-25 

27-68 

24-18 

23-12 

41-00 

49-60 

Tormentil  Boot 

22-27 

20-98 

20-68 

19-70 

67-96 

Ehatany  Boot 

22-27 

20-15 

19-30 

18-80 

66-00 

Pure  Indian  Tea      ... 

2306 

18-66 

17-40 

34-46 

53*40 

Pure  China  Tea 

1803 

1421 

1409 

24-60 

62-60 

Cutch 

57-66 

61-95 

44-24 

61-60 

475     1 

Gum  Kino        

66-39 

59-65 

61-55 

79-80 

1-00 

Hemlock  Extract     ... 

36-16 

3317 

30-98 

48-78 

— 

Oakwood  Extract     ... 

33-49 

26-90 

23-86 

87-78 

— 

Chestnut  Extract     ... 

39-77 

32-68 

28-88 

50-28 

— 

Quebracho  Extract  ... 

48-22 

44-45 

40-84 

49-00 

— 

"Pure  Tannin" 

135-76 

122-44 

121-93 

— 

— 

Tan  Liquor,  sp.  gr.  1'03C 

4*84 

814 

2-10 

601 

— 

Spent  Tan  Liquor,  sp. 

gr.  1-0165      

1-40 

0-87 

0-25 

Abaorbed 

by  Dry 

Pure  Skin. 

310 

Gambier,  Cube 

70-12 

— 

6107 

74-40 

531 

„        Sarawak  ... 

6318 

— 

4709 

70-70 

8-67 

„       Bale 

56-00 

— 

43-70 

63-54 

1-40 

Other   Uethods   of  Estimating   Tannin. 

Direct  Preoipitation  by  G^elatine. — ^The  difficulty  existing  with 
this  method  is  that  of  getting  the  precipitate  to  settle,  so  that  it 
may  he  clearly  seen  when  enough  gelatine  has  been  added. 

Tolerably  good  results  may  sometimes  be  obtained  by  using  a 
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strong  solution  of  sal  ammoniac  or  chrome  alum  as  an  adjunct. 
The  best  aid  is  probably  barium  sulphate,  2  or  3  gm.  of  which 
should  be  added  to  each  portion  of  liquid  used  for  titration. 

The  Standard  Solution  of  Gelatine  should  contain  1*33  gm.  of 
dry  gelatine  per  liter,  in  which  is  also  mixed  100  c.c.  of  cherry 
laurel  water  to  preserve  it.  45  c.c.  =  0'05gm.  tannin  (Carles). 
This  method  is  adapted  only  for  rough  technical  purposes,  as  also 
the  following. 

Blreot  Fteoipitation  by  Antimony. — ^This  method  is  still  in 
favour  -with  some  operators ;  but,  like  the  gelatine  process,  is  beset 
with  the  difficulty  of  getting  the  precipitate  to  settle. 

The  Standard  Antimony  Solution  is  made  by  dissolving  2 '611 
gm.  of  crystals  of  emetic  tartar  dried  at  100°  C.  in  a  liter.  1  c.c.  = 
0*005  gm.  tannin.  50  c.c.  of  the  tannin  solution  may  be  taken 
for  titration,  to  which  is  added  1  or  2  gm.  of  sal  ammoniac,  and  the 
antimonial  solution  run  in  until  no  further  cloudiness  is  produced. 

In  both  the  above  methods  the  final  tests  must  either  be  made 
by  repeatedly  filtering  small  portions  to  ascertain  whether  the 
precipitation  is  complete,  or  by  bringing  drops  of  each  liquid 
together  on  black  glass  or  a  small  mirror. 


TIN. 

Sn  =  118. 

Metallic  iron  x  1  "0536  =  Tin. 

Double  iron  salt         x  01505=    „ 

Factor  for  ^  iodine 

or   permanganate 

solution  0-0059 

§  76.  The  method,  originally  devised  by  Streng,  for  the 
direct  estimation  of  tin  by  potassic  bichromate,  or  other  oxidizing 
agents  in  acid  solution,  has  been  found  most  unsatisfactory,  from 
the  fact  that  variable  quantities  of  water  or  acid  seriously  interfere 
with  the  accuracy  of  the  results.  The  cause  is  not  fully  under- 
stood, but  that  it  is  owing  partly  to  the  oxygen  mechanically 
contained  in  the  water  reacting  on  the  very  sensitive  stannous 
chloride  there  can  be  very  little  doubt,  as  the  variations  are 
considerably  lessened  by  the  use  of  water  recently  boiled  and 
cooled  in  closed  vessels.  These  difficulties  are  set  aside  by  the 
processes  of  Lenssen,  Lowenthal,  Stromeyer,  and  others,  now 
to  be  described,  and  which  are  found  fairly  satisfactory. 

1.   Direct   Titration   by   Iodine   in    AITraline   Solution    (lienssen). 

Metallic  tin  or  its  protosalt,  if  not  already  in  solution,  is 
dissolved  in  hydrocliloric  acid,  and  a  tolerable  quantity  of  Rochelle 
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salt  added,  together  with  sodic  bicarbonate  in  excess.  If 
enough  tartrate  be  present,  the  solution  will  be  clear;  starch  is 
then  added,  and  the  mixture  titrated  with  ^xf  iodine.  Metallic  tin 
is  best  dissolved  in  HCl  by  placing  a  platinum  crucible  or  cover  in 
contact  with  it,  so  as  to  form  a  galvanic  circuit 

Benas  (Chetn.  Centr-blatt.  U.  957)  points  out  that  the  chief 
error  in  the  estimation  as  above  arises  from  oxygen  dissolved  in 
the  liquid,  or  absorbed  during  the  operation.  In  order  to  obtain 
constant  results,  it  is  necessary  to  dissolve  the  tin  compound 
in  HCl,  dilute  with  oxygen-free  water,  and  add  at  once  excess  of 
standard  iodine,  which  excess  is  found  by  residual  titration  with 
standard  thiosidphate. 

2.     Indirect   Titration   by   Perrio    Chloride   and   Permanganate 
(lidwenthal,   Stromeyer,    etc.). 

This  method  owes  its  value  to  the  fact,  that  when  stannous 
chloride  is  brought  into  contact  with  ferric  or  cupric  chloride,  it 
acts  as  a  reducing  agent,  in  the  most  exact  manner,  upon  these 
compounds,  stannic  chloride  being  formed,  togetlier  with  a  pro- 
portionate quantity  of  ferrous  or  cuprous  salt,  as  the  case  may  be. 
If  either  of  the  latter  be  then  titrated  with  permanganate,  the 
original  quantity  of  tin  may  be  found,  the  reaction  being,  in  the 
case  of  iron, — 

SnCP  +  Fe2Cl«  =  SnCl*  +  2FeCR 

56  iron  =  59  tin.  If  decinormal  permanganate,  or  the  factor 
necessary  to  convert  it  to  that  strength,  be  used,  .the  calculation  by 
means  of  iron  is  not  necessary. 

The  AnalffsU :  The  solution  of  stannous  chloride,  or  other  protosalt  of  tin 
in  HCl,  or  the  granulated  metal,  is  mixed  with  pure  ferric  chloride,  which, 
if  tolerably  concentrated,  dissolves  metallic  tin  readily,  and  without  evolution 
of  hydrogen,  then  diluted  with  distilled  water,  and  titrated  with  permaD- 
ganate  as  usual.  To  obtain  the  most  exact  results,  it  is  necessary  to  make  an 
experiment  with  the  same  permanganate  upon  a  like  quantity  of  water, 
to  which  ferric  chloride  is  added;  the  quantity  required  to  produce  the 
same  rose  colour  is  deducted  from  the  total  permanganate,  and  the  remainder 
calculated  as  tin. 

Stannic  salts,  also  tin  compounds  containing  iron,  are  dissolved  in  water, 
HCl  added,  and  a  plate  of  clean  zinc  introduced  for  ten  or  twelve  hours ; 
the  tin  so  precipitated  is  carefully  collected  and  washed,  then  dissolved 
in  HCl,  and  titrated  as  above;  or  the  finely  divided  metal  may  at  once 
be  mixed  with  an  excess  of  ferric  chloride,  a  little  HCl  added,  and  when 
solution  Is  complete,  titrated  with  pMermanganate.  4  eq.  of  iron  (=224) 
occurring  in  the  form  of  ferrous  chloride  represent  1  eq.  (=118)  of  tin. 

Tin  may  also  be  precipitated  from  slightly  acid  peroxide  solution 
as  sidphide  by  H^S,  the  sulphide  well  washed,  and  mixed  with 
ferric  chloride,  the  mixture  gently  warmed,  the  sulphur  filtered  off, 
and  the  filtrate  then  titrated  with  permanganate  as  above.  4  eq. 
of  iron=  1  eq.  of  tin. 
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Tin  Ore. — In  the  case  of  analysis  of  cassiterite,  Arnold  (C.  N. 
xxxvL  238)  recommends  that  1  gm.  of  the  very  finely  powdered 
mineral  be  lieated  to  low  redness  for  two  hours  in  a  porcelain  boat 
in  a  glass  tube  witli  a  brisk  current  of  dry  and  pure  hydrogen  gas, 
by  which  means  the  metal  is  reduced  to  the  metallic  state.  It  is 
then  dissolved  in  acid  ferric  chloride,  and  titrated  with  perman- 
ganate or  bichromate  in  the  usual  way. 


UBANITJK. 
Ur  =  240. 

§  77.  The  estimation  of  uranium  may  be  conducted  with  great 
accuracy  by  permanganate,  in  precisely  the  same  way  as  ferrous 
salts  (§  69).  The  metal  must  be  in  solution  either  as  acetate, 
sulphate,  or  chloride,  but  not  nitrate.  In  the  latter  case  it  is 
necessary  to  evaiK)rate  to  dryness  with  excess  of  sulphuric  or 
hydrochloric  acid,  or  to  precipitate  with  alkali,  wash  and  redissolve 
in  acetic  acid. 

The  reduction  to  the  uranous  state  is  made  with  zinc,  but  as  the 
end  of  reduction  cannot,  like  iron,  be  known  by  the  colour,  it  is 
necessary  to  continue  the  action  for  a  certain  time ;  in  the  case  of 
small  quantities  a  quarter,  laiger  half  an  hour,  at  a  temperature  of 
50*  to  60"  C,  and  in  the  presence  of  excess  of  sulphuric  acid ; 
all  the  zinc  must  be  dissolved  before  titration.  The  solution  is 
then  freely  diluted  with  boiled  water,  sulphuric  acid  added  if 
necessary,  and  then  permanganate  until  the  rose  colour  is  faintly 
permanent.  The  ending  is  distinct  if  the  solution  be  well  diluted, 
and  the  reaction  is  precisely  the  same  as  in  the  case  of  ferrous 
salts;  namely,  2  eq.  of  uranium  existing  in  the  uranous  state 
require  1  eq.  of  oxygen  to  convert  them  to  the  uranic  state ;  hence 
56  Fe=120  Ur,  consequently  the  strength  of  any  pennanganate 
solution  in  relation  to  iron  being  known,  it  is  eiisy  to  find  the 
amount  of  uramum. 

ZINC. 

Zn  =  65. 

1  c.c.  Yu  solution  =  0*00325  gm.  Zinc. 

Metallic  iron        x  0*5809      =  Zinc. 

„  X  0-724         =  Zinc  oxide. 

Double  iron  salt  x  0*08298    =  Zinc. 

„  „  X  0*1034      =  Zinc  oxide. 

1.     Indirect   Uethod    (Iffann). 

§  78.  This  process  gives  exceedingly  good  results,  and  consists 
ill  precipitating  the  zinc  as  hydrated  sulphide,  decomposing  the 
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sulphide  with  moist  silver  chloride,  then  estimating  the  zinc 
cliloride  so  formed  with  amnionic  sidphocyanate  as  in  Yolhard*s 
method  (§  39). 

The  requisite  materials  are — 

Silver  chloride. — Well  washed  and  preserved  from  the  light 
under  water. 

Standard  Silver  nitrate. — 33 '18  gm.  of  pure  silver,  dissolved  in 
nitric  acid  and  made  up  to  1  liter,  or  52*3  gm.  silver  nitrate  per 
liter.  If  made  direct  from  silver,  the  solution  must  he  well  boiled 
to  dissipate  nitrous  acid     1  c.c.=0*01  gm.  of  zinc. 

Amnionic  sulphocyanate. — Of  such  strength  that  exactly  3  c.c. 
suffice  to  precipitate  1  c.c.  of  the  silver  solution. 

Ferric  Indicator  and  Pure  Xitric  Acid  (see  §  39.3  and  4). 

The  Attalyti* :  0*5  to  1  gm.  of  the  zinc*  ore  is  dissolyed  in  nitric  acid. 
Heavy  metab  are  removed  by  H^S,  iron  and  alumina  by  double  precipitation 
Mrith  ammonia.  The  united  filtrates  are  acidified  with  acetic  acid,  and  H^ 
passed  into  the  liquid  until  all  zinc  is  precipitated  as  sulphide.  Excess  of 
fl^S  is  removed  by  rapid  boiling,  so  that  a  drop  or  two  of  the  filtered  liquid 
^ves  no  further  stain  on  lead  paper.  The  precipitate  is  then  allowed  to  settle, 
decanted  while  hot,  the  precipitate  brought  on  a  filter  with  a  little  hot  water, 
and  without  further  washing,  the  filter  with  its  contents  is  transferred  to 
a  small  beaker,  30 — 50  c.c.  of  hot  water  added,  well  stirred,  and  so  much 
moist  silver  chloride  added  as  is  judged  necessary  to  decompose  the  sulphide, 
leaving  an  excess  of  silver.  The  mixture  is  now  boiled  till  it  shows  signs  of 
settling  clear ;  5  or  6  drops  of  dilute  sulphuric  acid  (1  :  6)  are  added  to  tho 
hot  mixture,  and  in  a  few  minutes  the  whole  of  the  zinc  sulphide  will  bo 
converted  into  zinc  chloride.  The  free  sulphur  and  excess  of  silver  chloride 
are  now  filtered  off,  washed,  and  the  chloride  in  the  mixed  filtrate  and 
washings  estimated  as  follows : — 

To  the  cool  liquid,  measuring  200  or  300  c.c,  are  added  5  c.c.  of  ferric 
indicator,  and  so  much  pure  nitric  acid  as  is  necessary  to  remove  the  y^ow- 
colour  of  the  iron.  A  measured  excess  of  the  standard  silver  solution  is  then 
delivered  in  with  the  pipette,  and  without  filtering  off  the  silver  chloride, 
or  much  agitation,  so  as  to  clot  the  precipitate,  the  sulphocyanate  is  cautiously- 
added,  with  a  gentle  movement  after  each  addition,  until  a  permanent  light 
brown  colour  appears. 

The  volume  of  silver  solution  represented  ])y  the  sulphocyanate 
being  deducted  from  that  originally  used,  will  'give  the  volume  to 
be  calculated  to  zinc,  each  c.c.  being  equal  to  O'Ol  gip.  Zn. 


2.    Preoipltation  as  Sulphide  and  subsequent  titration  with  Ferrio 
Salts  and  Permanganate  (S  oh  wars). 

The  principle  of  this  method  is  based  on  the  fact,  that  when  zinc 
sulphide  is  mixed  with  ferric  chloride  and  hydrocldoric  acid,  or 
better  still,  with  ferric  sulphate  and  sulphuric  acid,  ferrous  or  zinc 
chloride,  or  sulphates  respectively,  and  free  sulphur  are  produced. 
If  the  ferrous  salt  so  produced  is  estimated  with  permanganate  or 
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])ichromate,  tlie  proportional  quantity  of  zinc  jjresent  is  ascertained, 
2  eq.  Fe  represent  1  eq.  Zn. 

Preparation  of  the  Axninonlacal  Zinc  Solution. — In  the  case  of  rich 
ores  1  ^.,  and  poorer  qualities  2  gm.,  of  the  finely  powdered  material  are 
placed  into  a  small  wide-mouthed  flask,  and  treated  with  HCI,  to  which 
a  little  nitric  acid  is  added,  the  mixture,  is  warmed  to  promote  solution,  and 
when  this  has  occurred  the  excess  of  acid  is  evaporated  by  continued  heat. 
If  lead  is  present,  a  few  drops  of  concentrated  sulphuric  acid  are  added 
previous  to  complete  dryness,  in  order  to  render  the  lead  insoluble;  the 
residue  is  then  extracted  with  water  and  filtered.  Should  metals  of  the  fifth 
or  sixth  group  be  present,  they  must  be  removed  by  H^S  previous  to  the 
following  treatment.  The  solution  will  contain  iron,  and  in  some  cases 
manganese.  If  the  iron  is  not  already  fully  oxidized,  the  solution  must  be 
boiled  with  nitric  acid ;  if  only  traces  of  manganese  are  present,  a  few  drops 
of  bromized  HCI  should  be  added.  When  cold,  the  solution  may  be  further 
diluted  if  necessary,  and  then  super-saturated  with  ammonia  to  precipitate 
the  iron ;  if  the  proportion  of  this  metal  is  small,  it  will  suffice  to  filter  off 
and  wash  the  oxide  with  ammoniacal  warm  water,  till  the  washings  give  no 
precipitate  of  zinc  on  adding  ammonic  sulphide.  Owing  to  the  fact  that 
this  iron  precipitate  tenaciously  holds  about  a  fifth  of  its  weight  of  zinc,  it 
will  be  necessary  when  the  proportion  is  large  to  redissolve  the  partly  washed 
precipitate  in  HCI,  and  reprecipitate  (best  as  basic  acetate) ;  the  filtrate  from 
this  second  precipitate  is  added  to  the  original  zinc  filtrate,  and  the  whole 
made  up  to  a  liter. 

The  Analysis :  The  ammoniacal  zinc  solution  (prepared  as  described  above) 
is  heated,  and  the  zinc  precipitated  in  a  tall  beaker,  with  a  slight  excess  of 
sodic  or  ammonic  sulphide,  then  covered  closely  with  a  glass  plate,  and  set 
aside  in  a  warm  place  for  a  few  hours.  The  clear  liquid  is  removed  by 
a  sjphon,  and  hot  water  containing  some  ammonia  again  poured  over  the 
precipitate,  allowed  to  settle,  and  again  removed,  and  the  washing  by 
decantation  repeated  three  or  four  times ;  finally,  the  precipitate  is  brought 
upon  a  tolerably  large  and  porous  filter,  and  well  washed  with  warm  water 
containing  ammonia^  till  the  washings  no  lon^r  discolour  an  alkaline  lead 
solution.    The  filter  pump  may  be  used  here  with  great  advantage. 

The  filter  with  its  contents  is  then  pushed  through  the  funnel  into  a  large 
flask  containing  a  sufficient  quantity  of  ferric  sulphate  mixed  with  sulphuric 
acid,  immediately  well  stopped  or  corked,  gently  shaken,  and  put  into  a  warm 
place ;  after  some  time  it  should  be  again  well  shaken,  and  set  aside  quietly 
for  about  ten  minutes.  After  the  action  is  all  over  the  mixture  should  possess 
a  yellow  colour  from  the  presence  of  undecomposed  ferric  salt ;  when  the 
cork  or  stopper  is  lifted  there  should  be  no  odour  of  H*^S.  The  flask  is  then 
nearly  filled  with  cold  distilled  water,  if  necessary  some  dilute  sulphuric  acid 
added,  and  the  contents  of  the  flask  titrated  with  permanganate  or  bichromate 
as  usual. 

Tlie  free  sulphur  and  filter  will  have  no  reducing  effect  upon 
the  permanganate  if  the  solution  be  cool  and  very  dilute. 

d.   Precipitation  by  Standard  Sodio  Sulphide,  with  Alkaline  I<ead 
Solution  as  Indicator  (applicable  to  most  Zino  Ores  and  Products). 

The  Ammoniacal  Solution  of  Zinc  is  prepared  just  as  previously 
described  in  Schwarz's  method. 

Standard  Sodic  sulphide. — A  portion  of  caustic  soda  solution  ia 
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saturated  with  H^S,  sufficient  soda  abided  to  remove  the  odour  of 
the  free  gas,  and  the  whole  diluted  to  a  convenient  strength  for 
titrating. 

Standard  Zinc  Solution. — 44 "12  gin.  of  pure  zinc  sulphate  is 
dissolved  to  the  liter.  1  c.c.  will  then  contain  0*01  gm.  of 
metallic  zinc,  and  upon  this  solution,  or  one  prepared  from  pure 
metallic  zinc  of  the  same  strength,  the  sulphide  solution  must  he 
titrated. 

Alkaline  Lead  Indicator. — Is  made  by  heating  together  acetate 
of  lead,  tartaric  acid,  and  caustic  soda  solution  in  excess,  until 
a  clear  solution  is  produced.  It  is  preferable  to  mix  the  tartaric 
acid  and  soda  solution  first,  so  as  to  produce  sodic  tartrate ;  or  if 
the  latter  salt  is  at  hand,  it  may  be  used  instead  of  tartaric  acid. 
Some  operators  use  sodic  nitropnisside  instead  of  lead. 

The  Analysis:  50  c.c.  of  zinc  solution  (=0'5  gm.  Zn)  are  put  into  a 
beaker,  a  mixture  of  solutions  of  ammonia  and  ammonic  carbonate  (3  of  the 
former  to  about  1  of  the  latter)  added  in  sufficient  quantity  to  rediasolTe 
the  precipitate  which  first  forms.  A  few  drops  of  the  lead  solution  are 
then,  by  means  of  a  glass  rod,  placed  at  some  aistance  from  each  other,  on 
filtering  paper,  laid  upon  a  slab  or  plate. 

The  solution  of  sodic  sulpWde  contained  in  an  ordinary  Mohr's  burette 
is  then  suffered  to  flow  into  the  zinc  solution  until,  on  bringing  a  drop  from 
the  mixture  and  placing  it  upon  the  filtering  paper,  so  that  it  may  expand 
and  run  into  the  drop  of  lead  solution,  a  black  hue  occurs  at  the  point  of 
contact ;  the  reaction  is  very  delicate.  At  first  it  will  be  difficult,  probably, 
to  hit  the  exact  point,  but  a  second  trial  with  25  or  50  c.c.  of  zinc  solution 
will  enable  the  operator  to  be  certain  of  the  corresponding  strength  of  the 
sulphide  solution.  As  this  latter  is  always  undergoing  a  slight  clmnge,  it  is 
necessary  to  titrate  occasionally. 

Direct  titration  with  pure  zinc  solution  gave  99*6  and  100*2,  instead  of  100. 

GroU  recommends  the  use  of  protochloride  of  nickel  as  indicator, 
instead  of  sodic  nitropnisside  or  lead.  The  drops  are  allowed  to 
flow  together  on  a  porcelain  plate;  while  the  point  of  contact  shows 
a  blue  or  green  colour  the  zinc  is  not  all  precipitated  by  the  sodic 
sulphide,  therefore  the  Ifvtter  must  be  added  until  a  greyish  black 
colour  appears  at  contact. 

Another  indicator  is  paper  soaked  in  a  nearly  neutral  dilute 
solution  of  cobaltqus  chloride,  which  when  dry  and  cold  is  colour- 
less. "WTien  touclied  with  a  drop  of  liquid  containing  sodic  stdphide 
it  turns  to  a  green  tint,  rapidly  becoming  brown  when  warmed. 


4.    Precipitation  as  Sulphide  with  Perrlc  Indicator  (Schaffner). 

Schaffner's  modification  of  this  process,  and  which  is  used 
constantly  at  the  laboratory  of  the  Vieille  Montague  and  the 
Khenish  Zinc  "Works,  is  conducted  as  follows : — For  ores  containing 
over  35  per  cent,  zinc,  0*5  gm.  is  taken ;  for  poorer  ones,  1  gm.  to 
2  gm.     Silicates,  carbonates,  or   oxides,  are  treated   with  hydro- 
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chloric  acid,  adding  a  small  proportion  of  nitric  acid  at  boiling  heat 
to  peroxidize  the  iron.  Sulphur  ores  are  treated  with  aqua  regia, 
evaporated  to  dryness,  and  the  zinc  afterwards  extracted  by  hydro- 
chloric acid;  the  final  ammoniacal  solution  is  then  prepared  as 
described  on  page  325. 

77ke  AnalysU :  The  titration  is  made  with  a  solution  of  sodic  sulphide, 
1  CO.  of  which  should  equal  about  0*01  gm.  Zn.  The  YieiUe  Montague 
laboratory  uses  ferrio  chloride  as  an  indicator,  according  to  Schaf  f  ner's 
method.  For  this  purpose  a  single  drop  or  some  few  drops  of  this  chloride 
are  let  fall  into  the  ammoniacal  solution  of  zinc.  The  iron  which  has  heen 
added  is  at  once  conyerted  into  red  flakes  of  hydrated  ferrio  oxide,  which 
float  at  the  bottom  of  the  flask.  If  sodic  sulphide  be  dropped  from  a  burette 
into  the  solution  of  zinc,  a  white  precipi&te  of  zinc  sulphide  is  at  once 
thrown  down,  and  the  change  in  the  colour  of  the  flakes  of  iron  from  red  to 
black  shows  the  moment  when  all  the  zinc  is  sulphuretted,  and  the  titration 
is  ended. .  It  is  advisable  to  keep  the  solution  for  titration  at  from  40  to 
60*  G.  Titration  carried  out  under  exactly  equal  conditions,  with  a  known 
and  carefully  weighed  proportion  of  zinc,  gives  comparative  data  for 
calculation,  and  thus  for  the  determination  of  the  contents  of  any  zinc 
solution  by  means  of  a  simple  equation.  If,  for  example,  80*45  c.c.  of  sodic 
sulphide  have  been  used  to  precipitate  0*25  gm.  of  zinc,  1  c.c.  of  it  will 
precipitate 8'21  m.gm. of  zinc  (30*46  :  0'25=1 :  *,  and  therefore a?=000821). 

Practice  has  pointed  out  the  following  concentrations  and  pro- 
portions as  best  suited  for  the  successful  execution  of  these 
titrations. 

The  sodic  sulphide  solution  which  is  used  for  titration  must  be 
such  that  1  C.C.  precipitates  8  to  10  m.gm.  of  zinc.  The  solution 
which  contains  the  zinc  which  has  to  be  estimated  will  comply 
with  the  best  conditions,  if  its  volume  varies  between  the  Hmits 
of  175  and  225  c.c.  It  is  advisable  that  all  solutions  of  zinc 
should  be  pretty  equally  saturated  with  ammonia,  so  that  the 
ferric  chloride  added  as  an  indicator  may  be  precipitated  in  the 
same  manner  in  all  samples,  and  so  that  the  flakes  of  iron  may  be 
always  clean  and  clear.  Freshly  prepared  ferric  chloride  gives  the 
most  delicate  results. 

The  essential  point  of  the  volumetric  process  practised  at  the 
Vieille  Montague  is  the  perfect  uniformity  of  working  adopted  in 
the  assays  with  reference  to  the  volume  of  the  solutions  and 
reagents  used  and  the  colour  of  the  indicator.  In  titrating. 
the  same  quantities  of  ferric  chloride,  hydrochloric  acid  and 
ammonia  are  steadily  used.  Work  is  done  always  at  one  tem- 
perature and  in  the  same  time,  particularly  at  the  end  of  the 
operation,  when  the  iron  begins  to  take  on  that  characteristic 
colour  which  the  flakes  take  at  the  edges — points  which  should 
not  be  overlooked.  As  a  further  precaution,  the  titrating 
apparatus  is  provided  in  duplicate,  two  assays  being  always  made. 
It  permits  the  execution  of  several  titrations  without  the  necessity 
of  a  too  frequent  renewal  of  sodic  sulphide,  which  is  stored  in 
a  yellow  flask  of  large  capacity  supplying  two  Mohr's  burettes, 
under  which  the  beakers  can  be  placed  and  warmed.     A  mirror 
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shows  by  reflection  the  iron  flakes  which  settle  down  after  shaking 
the  liquid. 

Lunge  uses  for  the  indicator  paper  soaked  with  basic  ferric 
chloride,  strips  of  which  are  so  suspended  during  titration  that 
about  half  the  strip  dips  into  the  liquid. 

Too  much  stress  cannot  be  laid  upon  the  necessity  of  standard- 
izing the  sodic  sulphide  under  the  same  conditions  as  to  volimie  of 
fluid,  proportions  of  NW  and  HCl,  and  colour  of  the  indicator,  as 
will  actually  occur  in  the  analysis. 

5.     EBtimatlon   as   Ferrocsranide. 

In  Acetic  Acid  Solution  (Galetti).  When  ores  containing  zinc 
and  iron  are  dissolved  in  acid,  and  the  iron  precipitated  with 
ammonia,  the  ferric  oxide  invariably  carries  down  with  it  a 
portion  of  zinc,  and  it  is  only  by  repeated  precipitation  that  the 
complete  separation  can  be  made.  In  this  process  the  zinc  is 
converted  into  soluble  acetate,  and  titrated  by  a  standard  solution 
of  potassic  ferrocyanide  in  the  presence  of  insoluble  ferric  acetate. 

The  Standard  Solution  of  Potassic  ferrocyanide,  as  used  by 
Galetti,  contains  41*250  gm.  per  liter.  1  c.c.  ^O'Ol  gm.  Zn,  but 
its  actual  working  power  must  be  fixed  by  experiment. 

Standard  Zinc  Solution,  10  gm.  of  pure  metallic  zinc  per  liter 
dissolved  in  hydrochloric  acid. 

The  process  is  available  in  the  presence  of  moderate  quantities 
of  iron  and  lead,  but  copper,  manganese,  nickel,  and  cobalt  must 
be  absent. 

The  adjustment  of  the  ferrocyanide  solution  (which  should  be 
freshly  prepared  at  short  intervals)  must  be  made  in  precisely  the 
same  way,  and  with  the  same  volume  of  liquid  as  the  actual 
analysis  of  ores,  and  is  best  done  as  follows : — 

25  c.c.  of  zinc  solution  are  measured  into  a  beaker,  15  c.c.  of  liquid 
ammonia  of  sp.  gr.  0'900  added  to  render  the  solution  alkaline,  then  very 
cautiouBly  acidified  with  acetic  acid,  and  60  c.c.  of  acid  ammonic  acetate 
(made  by  adding  together  20  c.c.  of  ammonia  of  sp.  gr.  0'900,  15  c.c.  of 
concentrated  acetic  acid  and  65  c.c.  of  distilled  water),  which  is  poured  into 
the  mixture,  then  diluted  to  250  c.c,  and  warmed  to  about  SO*"  C.  The 
titration  is  then  made  with  the  ferrocyanide  solution  by  adding  it  from  a 
burette  until  the  whole  of  the  zinc  is  precipitated.  Galetti  judges  Hib 
ending  of  the  process  from  the  first  change  of  colour  from  white  to  ash  grey, 
which  occurs  when  the  ferrocyanide  is  in  excess ;  but  I  prefer  to  ascertain  the 
ending  by  taking  drops  from  the  solution,  and  bringing  them  in  contact  with 
solution  of  uranio  acetate  on  a  white  plate  until  a  faint  brown  colour 
appears.  The  ferrocyanide  solution  should  be  of  such  strength  that 
measure  for  measure  it  agrees  with  the  standard  zinc  solution.  In  the 
present  case  25  c.c.  would  be  required. 

In  examining  ores  of  zinc,  such  as  calamine  and  blende,  Galetti  takes 
0*5  gm.  for  the  analysis,  and  makes  the  solution  up  to  500  c.c.  Calamine 
is  at  once  treated  with  HCl  in  sufficient  quantity  to  bring  it  into  solution. 
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Blende  is  treated  with  aqua  regia,  and  evaporated  with  excess  of  HCl  to 
remove  nitrio  acid.  The  solutions  of  zinc  so  obtained  invariably  contain 
iron,  which  together  willi  the  zinc  is  kept  in  solution  by  the  HCl,  but  to 
insure  the  peroxidation  of  the  iron,  it  is  always  advisable  to  add  a  little 
potassic  chlorate  at  a  boiling  heat  during  the  extraction  of  the  ore.  The 
hydrochloric  solution  is  then  diluted  to  about  100  c.c,  30  c.c.  of  ammonia 
added,  heated  to  boiling,  exactly  neutralized  with  acetic  acid,  100  c.c.  of  the 
acid  ammonic  acetate  p|Oured  in,  and  diluted  to  about  500  c.c.  The  mixture 
as  prepared  will  contain  all  the  zinc  in  solution,  and  the  iron  will  be  pre- 
cipitated as  acetate.  The  titration  may  at  once  be  proceeded  with  at  a 
temperature  of  about  50°  to  60*  C.  by  adding  the  ferrocyanido  until  the 
necessary  reaction  with  uranium  is  obtained.  As  before  mentioned, 
Galetti  takes  the  change  of  colour  as  the  ending  of  the  process,  and  when 
iron  is  present  this  is  quite  distinguishable,  but  it  requires  considerable 
practice  to  rely  upon,  and  it  is  therefore  safer  to  use  the  uranium  indicator. 
When  using  the  uranium,  however,  I  prefer  to  dilute  the  zinc  solution  less, 
both  in  the  adjustment  of  the  standu*d  ferrocyanide  and  the  anal^^is  of 
ores.  The  dilution  is  necessary  with  Galetti's  method  of  ending  the 
process,  but  half  the  volume  of  liquid,  or  even  less,  is  better  with  the 
external  indicator. 

In  Hydrochloric  Add  Solution  (Fahlberg  and  Maxwell  Ly te). 
Tliis  method  is  not  available  in  the  presence  of  iron,  copper,  nickel, 
cobalt,  or  manganese. 

The  Standard  Solution  of  Ferrocyanide. — 1  c.c.  =  0*01  gin.  of 
zinc.  Lyte  finds  that  tliis  is  obtained  by  dissolving  43-2  gm.  of 
pure  potassic  ferrocyanide  and  diluting  to  1  liter.  This  corresponds 
volume  for  volume  with  a  solution  of  10  gm.  of  pure  zinc  in  excess 
of  hydrochloric  acid  diluted  to  1  liter.  My  experiments  confirm 
this,  but  each  operator  is  advised  to  adjust  his  solutions  by 
experiment,  always  using  the  same  quantities  of  reagents  and 
volume  of  liquid.  The  end  of  the  reaction  between  the  zinc  and 
ferrocyanide  is  found  by  uranium. 

The  AnalytU :  If  a  solution  of  zinc  freely  acidified  with  HCl  is  heated  to 
nearly  boiling  point,  two  or  three  drops  of  uranic  solution  added,  and  the 
ferrocvanide  delivered  into  the  mixture  from  a  burette,  white  zinc  ferro- 
cyanide immediately  precipitates,  and  as  the  drops  of  ferrocyanide  fall  into 
the  mixture,  a  brown  spot  of  uranic  ferrocyanide  appears,  but  disappears 
again  on  stirring  so  long  as  free  zinc  exists  in  solution.  The  moment  all 
the  zinc  is  converted  into  ferrocyanide,  the  addition  of  test  solution  tinges 
the  whole  liquid  brown.  This  addition  of  uranium  to  the  liquid  may  be 
used  as  a  guide  to  the  final  testing  on  a  porcelain  plate,  since  as  the  pre- 
cipitation approaches  completion,  the  tinge  of  brown  disappears  more 
slowly.  The  actual  ending,  however,  is  always  ascertained  by  spreading  a 
drop  or  two  of  the  liquid  upon  the  plate,  bringing  into  contact  with  it  a 
glass  rod  moistened  with  uranic  solution ;  when  the  same  shade  of  colour  is 
produced  as  occurred  in  the  original  titration  of  the  ferrocyanide  solution, 
the  process  is  ended. 

Lyte  gives  the  following  method  of  treating  a  blende  containing 
lead,  cx)pper,  and  iron  (C7.  N.  xxi.  222) : — 

2  ma.  of  finely  powdered  ore  were  boiled  with  strong  HCl  and  a  little 
KCIO',  the  insoluble  matter  again  treated  in  like  manner,  the  solutions 
mixed  and  evaporated  somewhat,  washed  into  a  beaker,  cooled,  and  moist 
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baric  carbonate  added  to  precipitate  iron,  allowed  to  stand  a  few  hours,  then 
filtered  into  a  200  c.o.  flask  containing  10  c.c.  of  strong  HCl,  and  washed 
until  the  exact  measure  was  obtained.  20  c.c.  (=0*2  gm.)  of  blende  were 
measured  into  a  small  beaker,  diluted  with  the  same  quantity  of  water, 
3  drops  of  uranic  solution  added,  and  the  ferrocyanide  delivered  in  from 
a  burette.  When  70  c.o.  were  added  the  brown  tinge  disanpeared  slowlj ; 
the  testing  on  a  white  plate  was  then  resorted  to,  and  the  ferrocyanide 
added  drop  by  drop,  until  the  proper  effect  occurred  at  73  c.c.  As  a  slight 
excess  of  ferrocyanide  was  necessary  to  produce  the  brown  colour,  0*2  c.c. 
was  deducted,  leaving  72'8  c.c.  as  the  quantity  necessary  to  precipitate  all 
the  zinc.  The  02  gm.  of  blende  therefore  contained  0*0728  gm.  of  Zn  or 
36'4  per  cent. 

The  sample  in  question  contained  about  2*7  per  cent  of  copper, 
but  this  was  precipitated  with  the  iron  by  the  baric  carbonate ;  had 
it  contained  a  larger  quantity,  the  process  would  not  have  been 
available  unless  the  copper  was  removed  by  other  means. 

Fahlberg  (Z.  a.  (7.  1874,  379)  estimates  the  zinc  in  hydro- 
<;hloric  solution  with  ferrocyanide  and  uranic  indicator,  but 
recommends  the  addition  of  ammonic  chloride  to  the  extent  of 
about  five  times  the  weight  of  zinc  present  With  tlie  well- 
known  retarding  effect  of  ammonia  salts  on  the  uranium  reaction, 
the  operator  must  be  careful  to  carry  out  liis  analysis  precisely 
in  the  same  way  as  the  original  titration. 

Ores  coutaining  galena  or  copper  are  treated  with  iiqua  regia,  then  boiled 
with  excess  of  HCl,  the  heavy  metals  precipitated  with  H^  and  filtered  off, 
the  iron  peroxidized  with  HNO'  or  KCIO^,  cooled,  precipitated  with 
ammonia,  dissolved  and  re-precipitated  twice,  to  remove  all  zinc.  The 
anunoniacal  solutions  are  then  mixed,  neutralized  with  HCl,  10  or  15  c.c.  of 
concentrated  HCl  added,  then  titrated  with  ferrocyanide. 

Fahlberg  stated  in  his  original  paper  that  the  process  yields 
good  results  with  ores  containing  lead,  copper,  manganese,  and 
iron ;  but  this  is  certainly  not  true  as  to  manganese,  and  he  has 
since  acknowledged  the  fact.  He  states,  however,  that  if  moist 
brown  lead  dioxide  is  shaken  up  with  the  sulphuric  solution  of  Zn, 
the  whole  of  the  Fe  and  Mn  are  precipitated.  The  liquid  is 
filtered  off,  precipitate  washed,  then  filtrate  and  washings  titrated 
with  ferrocyanide. 

Mahon  {Aviei-,  Cliem,  Joui-n,  iv.  53)  uses  the  ferrocyanide 
method  much  in  the  same  way  as  above  described,  but  finds  that 
Mn  must  be  absent  to  ensure  good  results.  In  the  presence  of 
Mn  he  separates  the  Zn  from  a  strong  acetic  solution  with  H^S, 
The  sulphide  is  then  dissolved  in  HCl  and  titrated  as  before. 

Technical  proceaa  for  Ores  conta4ninff  Iron. — Yoigt  {Zeit,  amg,  Chem^ 
1889,  307,  308).— The  solution  of  the  substance  in  hydrochloric  acid  is 
oxidized  with  nitric  acid  and  diluted  to  about  100  c.c.  Sufficient  potassic 
tartrate  to  keep  the  iron  in  solution  is  added,  and  then  ammonia  to  feeble 
alkalinity,  and  the  liquid  is  further  diluted  to  about  250  c.c.  Standard 
solution  of  potassic  ferrocyanide  is  then  run  in,  until  a  drop  of  the  mixture 
brought  in  contact  with  strong  acetic  acid  develops  a  permanent  blue.  The 
ferrocyanide  is  of  suitable  strength  if  1  c.c.  is  equal  to  O'Ol  gm.  of  zino. 
About  46  gm.  of  the  salt  is  dissolved  to  a  liter,  and  the  solution  is  standard- 
iised  against  one  of  zinc  made  by  dissolving  12*461  gm.  of  zinc  oxide  in 
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hydrochloric  acid  and  diluting  to  a  liter ;  10  o.o.  of  this  solution  is  mixed 
with  5  gm.  of  potassio  tartrate,  a  few  drops  of  ferric  chloride,  ammonia,  and 
water  to  250  c.c,  and  should  require  10  c.c.  of  the  ferrocyanide.  An  essential 
condition  is  that  the  excess  of  ammonia  should  be  as  small  as  possible. 
Incorrect  results  are  obtained  when  much  manganese  is  present;  lead  is  not 
injurious. 


6.    Estimation  of  Zinc  as  Oxalate. 

This  method  is  based  on  the  fact  that  all  the  metals  of  the 
magnesia  group  are  precipitated  in  the  absence  of  alkaline  salts  by 
oxtdic  acid,  with  the  addition  of  alcohol  The  cases  are  very  few 
in  which  such  a  method  can  be  made  available,  but  the  process  as 
described  by  W.  G.  Leison  (Silliman^s  Joum,  Sept  1870) 
is  here  given. 

The  zinc  com^und  is  obtained,  preferably  as  sulphate,  in  neutral  solution, 
and  strong  solution  of  oxalic  acid  and  a  tolerable  quantity  of  strong  alcohol 
are  added.  Zinc  oxalate  quickly  separates  in  a  fine  crystalUne  powder,  which 
when  washed  by  alcohol  from  excess  of  oxaUc  acid  and  dried,  can  be  dissolved 
in  hot  dilute  sulphuric  acid,  and  titrated  with  permanganate ;  the  amount 
of  zinc  is  calculated  from  the  weight  of  oxalic  acid  so  found.  If  the  zinc 
oxalate  be  washed  on  a  paper  filter,  it  cannot  be  separated  from  the  paper 
without  contamination  with  fibres  of  that  material,  which  would  of  course 
affect  to  some  extent  the  permanganate  solution.  Hence  it  is  adyisable  to 
filter  through  very  clean  sand,  best  done  by  a  special  funnel  ground  conical 
at  the  throat ;  into  this  is  dropped  a  pear-shaped  stopper  with  a  long  stem, 
the  pear-shaped  stopper  fitting  the  funnel  throat  tightly  enough  to  prevent 
sand  but  not  liquids  from  passing ;  a  layer  of  sand  being  placed  upon  the 
globular  end  of  the  stopper  and  packed  closely,  the  liquid  containing  the 
oxalate  is  brought  upon  it  and  so  washed ;  finalljr  the  stopper  is  lifted,  the 
sand  and  oxalate  washed  through  with  dilute  acid  into  a  clean  flask,  and  the 
titration  completed. 


7.     Zino  Dust. 

The  value  of  this  substance  depends  upon  the  amount  of  metallic 
zinc  contained  in  it ;  but  as  it  generally  contains  a  large  proportion 
of  zinc  oxide,  the  foregoing  methods  are  not  available  for  its 
valuation.  The  volume  of  hydrogen  yielded  by  it  on  treatment 
with  acids  appears  to  me  to  be  the  most  accurate,  as  suggested  by 
Fresenius  or  by  Barnes  (/.  S.  C,  /.  v.  145).  This  may  very 
well  be  done  in  the  nitrometer  with  decomposing  flask,  and 
comparing  the  volume  of  gas  yielded  by  pure  zinc  and  the  sample 
of  dust  under  examination. 

Weil  decomposes  a  known  volume  of  standard  solution  of 
copper  by  digesting  0*4  gm.  of  the  zinc  dust  in  a  platinum  capsule, 
with  50  c.c.  of  copper  solution  containing  0*5  gm.  Cu.  The  zinc 
precipitates  metallic  copper  equivalent  for  equivalent.  After 
removing  the  zinc  refuse  and  metallic  copper  by  filtration  and 
washing,  an  aliquot  portion  of  the  filtrate  is  titrated  with  standard 
tin  solution  for  the  excess  of  copper  as  described  in  §  54.6.     The 
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amount"  of  Cu  precipitated,  when  multiplied  by  the  factor  1*0236, 
will  give  the  Zn  in  the  0*4  gm.  of  dust 

Many  other  methods  have  been  proposed  for  the  valuation  of 
this  substance.  The  best  is  that  of  Klemp  (Z.  cu  C.  xxix.  253), 
which  consists  in  treating  the  dust  mth  an  excess  of  caustic 
ix)tash  and  potassic  iodate :  the  latter  is  reduced  in  definite  pro- 
portion by  the  metallic  zinc  to  potassic  iodide,  and  the  latter 
estimated  by  distillation  in  the  iodometric  apparatus,  fig.  29,  30, 
or  34.  Tlie  solutions  of  potash  and  iodate  must  be  somewhat 
concentrated,  and  the  mixture  with  the  zinc  dust  must  be  intimate, 
which  may  be  best  secured  by  shaking  the  whole  together  in  a 
well-stoppered  200  c.c  flask  with  glass  beads.  A  5  per  cent 
solution  of  iodate  should  be  used,  and  the  potash  solution  should 
be  about  40  per  cent  For  1  gm.  of  the  dust,  30  c.c  of  the  iodate 
and  so  much  of  the  potash  solution  and  water  should  be  used  as  to 
measure  130  c.c.  The  weighed  substance,  together  with  the 
beads,  being  already  in  the  flask,  the  solutions  are  added,  the 
stopper  greased  with  vaseline,  tied  down  and  shaken  for  five 
minutes,  then  heated  on  the  water  bath,  with  occasional  shaking, 
for  one  hour.  Tlie  flask  is  then  cooled  and  the  contents  diluted  to 
250  or  500  cc,  and  50  or  100  c.c  placed  in  the  distilling  flask, 
acidified  with  sulphuric  acid,  and  the  iodine  so  set  free  distilled 
into  solution  of  potassic  iodide,  and  titrated  ^vith  thiosulphate  in 
the  usual  way.    Each  0*2  gm.  of  iodine  so  found  =  0 "2 5644  gm.  Zn. 


8.     Zlno  Oxide  and  Carbonate. 

Benedikt  and  Cantor  (ZeiL  angeic,  Chein,  1888,  236,  237) 
shew  that  zinc  oxide  and  carbonate  can  be  accurately  titrated  with 
standard  acid  and  alkali,  using  methyl  orange  as  indicator,  and 
other  zinc  salts,  using  phenolphthalein.  Tlie  oxide  or  carbonate  is 
dissolved  in  excess  of  acid,  and  the  excess  titrated  back  by  soda 
solution.  Zinc  salts  arc  dissolved  in  water  (50  cc.  to  0*1  gm.  ZnO), 
phenolphthalein  is  added,  and  then  standard  soila  solution  to  intense 
red  colour.  A  few  more  c.c.  of  soda  are  then  added,  the  mixture  is 
boiled  for  some  minutes,  and  the  excess  of  soda  titrated.  If 
eitlier  free  acid  or  zinc  oxide  is  present  in  the  zinc  salt,  it  is 
neutralized  in  presence  of  methyl  orange  by  alkali  or  acid,  as  the 
case  may  be. 

VANADITTM. 

Y=51-2. 

§  79.  Vanadium  salts,  or  the  oxides  of  this  element,  may  be 
very  satisfactorQy  titrated  by  reduction  with  a  standard  ferrous 
solution;  thus — 

2FeO  +  V05=Fe203  +  VO*. 
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1  gm.  of  Fe  represents  1  "630357  gm.  of  vanadic  pentoxide. 

Lindemann  {Z.  a.  C.  xviii.  99)  recommends  the  use  of  a 
solution  of  ferrous  ammonio-sulphate  (double  iron  salt)  standardized 
by  -jjy  potassic  bichromate. 

Of  course  it  is  necessary  that  the  vanadium,  compound  should  be 
in  the  highest  state  of  oxidation,  preferably  in  pure  sulphuric  acid 
solution.  The  blue  colour  of  the  tetroxide  in  the  dilute  liquid  has 
no  misleading  effect  in  testing  with  ferridcyanide. 

With  hydrochloric  acid  great  care  must  be  taken  to  insure 
absence  of  free  CI  or  other  impurities.  The  end-point  in  the  case 
of  this  acid  is  different  from  that  with  sulphuric  acid,  owing  to  the 
colour  of  the  ferric  cldoride,  the  mixture  becoming  clear  green. 

The  accuracy  of  the  reaction  is  not  interfered  with  by  ferric  or 
chromic  salts,  alumina,  fixed  alkalies,  or  salts  of  ammonia. 

Vanadic  solutions  being  exceedingly  sensitive  to  the  action  of 
reducing  agents,  great  care  must  be  exercised  to  exclude  dust 
or  other  carbonaceous  matters,  alcohol,  etc. 


Digitized  by  VjOOQIC 


334  VOLUMETRIC  ANALYSIS  §   80. 


APPENDIX  TO  PART  V. 
BOBIO    ACID    AND    BOBATE8. 

Boric  anhydride  B^O^ssTO. 

§  80.  The  soda  in  borax  may,  according  to  Thompson,  be 
very  accurately  estimated  by  titrating  the  salt  with  standard  H*SO* 
and  methyl  orange  or  lacmoid  paper.  Litmus  and  phenacetoliu 
give  very  doubtful  end-reactions:  phenolphthalein  is  utterly  useless. 

Erample :  1*683  gm.  sodio  pyroborate  in  50  c.c.  of  water  required  in  one 
cafie  16*7  c.c.  normal  add,  and  in  a  second  16*66  c.c.  The  mean  of  the  two 
represents 0517  gm.  Na'O.    Theoiy requires  0*516  gm. 

Since  borates  are  now  much  used  as  preservative  agents,  a 
method  which  may  be  relied  upon  for  teclmical  purposes  will  be  of 
considerable  service,  and  such  is  described  by  E.  F.  Smith  (Ainer. 
Client,  Joui-n,  1882).  The  process  depends  on  tlie  fact,  that  if  a 
solution  of  manganese  sulphate  is  added  to  one  of  borax,  then 
alcohol  in  equal  volume,  a  white  flocculent  precipitate  of  MnB*0~ 
separates,  which  is  insoluble  in  the  alcoholic  liquid.  Tlie  excess  of 
manganese  sulphate  is  then  determined  after  expulsion  of  the 
alcohol  by  permanganate,  according  to  Guyard's  or  Volhard's 
method  (§  64.2). 

Example:  10  c.c.  of  borax  solution  containing  0*1  gm.;  to  this  were 
added  10  c.o.  of  solution  of  man^nese  sulphate  containing  0*06  gm.  MnSO^ 
and  20  c.c.  of  strong  alcohol.  The  mixture  was  well  stirr^,  covered  up,  and 
allowed  to  stand  for  half  an  hour ;  then  filtered  (best  with  suction  pump) 
and  well  washed  with  alcohol.  Filtrate  and  washings  then  evaporated  to 
dryness  in  a  platinum  or  porcelain  basin. 

The  residual  Mn  was  then  dissolved  in  water,  some  strong  solution  of  zino 
sulphate  added,  heated  near  to  hoiling,  and  permanganate  delivered  in  from 
a  hiurette  until  a  permanent  pink  colour  was  produced.  The  strength  of  the 
permanganate  was  such  that  18*6  c.c.=10  c.o.  of  MnSO^  solution  by  the 
same  method  of  titration.  The  amount  of  MnSO^  so  found  deducted  from 
that  originally  added  gave  the  amount  combined  with  the  boracio  acid. 

In  this  instance  6'4  c.c.  of  permanganate  were  required=0*0207  gm., 
showing  0*0893  gm.  to  be  combined=36'44  per  cent.  B'O*.  Theory  requires 
36*6  per  cent. 

A  mean  of  eighteen  determinations  gave  36*5  i)er  cent  of  B^O* 
in  tlie  sample  of  pure  borax.  The  method  is  therefore  ver^*^  fairly 
accurate  for  soluble  borates. 

In  estimating  the  boracic  acid  in  insoluble  borates,  as  tourmaline, 
the  followmg  course  was  pursued : — 

The  finely  pulverized  substance  was  fused  with  a  weighed  quantity  of  pure 
sodic  carbonate,  the  fused  mass  exhausted  with  water,  and  to  the  filtrate 
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contumng  all  the  sodic  borate,  together  with  some  silicate  and  aluminate, 
was  added  an  amount  of  pure  ammonio  sulphate  molecularly  equiTuIent 
to  the  sodic  carbonate.  The  solution  was  then  digested  until  all  the  ammonia 
was  expelled  and  the  volume  of  the  liquid  largely  reduced.  Any  silica  or 
alumina  which  had  separated  was  now  filtered  off,  and  the  precipitate 
thoroughly  washed  with  hot  water.  The  solution,  again  reduced  in  volume 
and  contBoning  only  the  borate  and  sulphates  of  sodium  and  ammonium, 
was  mixed  with  a  definite  amount  of  a  manganese  sulphate  solution  (strength 
previously  detennined),  alcohol  added,  and  after  standing  one  half-hour  the 
borate  was  removed  b^  filtration,  the  filtrate  evaporated  to  dryness,  and  the 
residue  carefully  i^ited  to  expel  the  ammonium  salt.  The  manganese 
sulphate  left  was  dissolved  in  water,  and  the  titration  carried  out  as  before 
described. 

In  a  specimen  of  tourmaline  from  New  York  the  boracic  acid 
found  by  this  method  was  9  "7  per  cent.  Another  portion  of  the 
same  material  with  Marignac's  method  yielded  10  per  cent.  BW. 
In  another  tourmaline  (locality  unknown)  two  determinations  by 
this  method  gave  6*55  and  6*32  per  cent.  B^O^,  while  with 
Marignac's  method  the  amount  obtained  was  6*8  per  cent.  B^O*. 

In  some  instances  upon  evaporating  the  alcoholic  solution 
preparatory  to  determining  the  excess  of  manganese  sulphate, 
brownish  flocks  separated.  These  were  always  di^olved  in  a  little 
sulphuric  acid  and  then  evaporated  to  dryness. 

It  is  perhaps  hardly  necessary  to  say  that  some  delicacy  of 
manipulation  is  necessary  in  carrying  out  this  process,  especially 
if  very  small  quantities  are  dealt  witli. 

A  rapid  and  fairly  accurate  estimation  of  free  boric  acid  may  be  made 
as  suggested  by  Will  {Arch.  Pharm.  [3],  25, 1101—1113),  by  titration  with 
a  standard  baryta  solution,  which  is  added  to  the  solution  of  the  acid  until 
the  turbidity  appearing  at  first  is  completely  and  exactly  removed.  The 
amount  of  banc  hydroxide  used  is  exactly  double  the  equivalent  of  the 
boric  acid  present,  accordmg  to  the  equation  4H'B0'+Ba  (HO)'=BaB*0'+ 
7H?0.  Schwarz  has  recently  shown  that  the  boric  acid  set  free  from 
borax  by  nitric  acid  does  not  affect  Congo-red,  whilst  the  slightest  excess  of 
nitric  acid  produces  a  blue-violet  tint,  and  on  this  has  based  an  obvious 
method  for  estimating  the  amount  of  acid  in  the  borax.  The  boric  acid 
thus  set  free  may  also  be  determined  by  titration  with  baryta  water  as  above, 
or  ethyl  or  methyl  orange  may  be  substituted  for  the  Congo-red,  and  hydro- 
chloric acid  may  be  used  to  decompose  the  borax.  A  mixture  of  free  boric 
acid  and  borax  solution  may  be  dealt  with  by  a  combination  of  the  two 
methods,  that  is,  by  first  titrating  with  standard  acid,  and  then  titrating  the 
total  boric  acid  with  baryta  water.  Instead  of  first  setting  free  the  acid, 
a  solution  of  pure  borax  can  be  titrated  directly  by  baryta  solution,  but  only 
half  the  amount  of  standard  solution  is  now  required,  since  the  equivalent 
amount  of  sodic  hydroxide  set  free  replaces  the  other  half  of  baryta. 

In  the  presence  of  borax,  chlorides  can  be  estimated  directly  by  means 
of  silver  nitrate,  using'  potassio  chromate  as  indicator ;  free  boric  acid 
interferes  with  the  reaction  in  this  case ;  the  free  acid  is  first  determined  by 
means  of  baryta  solution ;  then  normal  soda  solution  equivalent  te  at  least 
half  the  baryta  solution  employed  is  added,  and  then  dilute  sulphuric  acid 
until  neutral ;  the  chlorides  can  now  be  directly  estimated.  The  addition  of 
soda  solution  may  be  omitted  when  estimating  chlorides  in  the  presence  of 
little  free  boric  acid  and  much  borax,  just  as  in  the  presence  of  borax  only; 
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Of  course,  the  chlorides  and  boric  acid  can  be  determined  in  separate 
portions,  and  can  be  directly  titrated.  The  chlorides  after  neutralisation 
by  means  of  soda  solution. 

Boric  acid  in  presence  of  sulphates  is  estimated  by  the  aid  of  phenacetolin 
as  indicator.  To  the  solution  of  boric  acid  and  sulphates,  two  drops  of  an 
alcoholic  solution  of  the  indicator  are  added,  and  then  standard  baryta 
solution  until  a  faint  yellow  tint  appears ;  normal  hydrochloric  acid  is  now 
added  until  a  faint  rose  tint  becomes  a  decided  rose  colour,  the  corresponding 
amount  of  baryta  solution  is  deducted  from  the  original  amount  taken,  and 
the  remainder  indicates  the  boric  acid.  A  further  addition  of  hydrochloric 
acid  until  the  colour  changes  from  rose  to  yellow  with  the  last  drop,  serves 
as  a  control  estimation  >  the  acid  thus  taken  being  equimdent  to  the  baryta 
combined  with  the  boric  acid.  Halving  the  baiyta  and  calculating  the 
equivalent  boric  acid,  this  should  agree  with  the  amount  first  formed. 
Sulphates  of  the  alkalies  and  of  the  alkaline  earths,  excepting  magnesia,  may 
be  present.  A  little  practice  is  required  to  get  the  rose  colour  accurately, 
and  it  is  found  better  to  use  normal  acid  rather  than  a  weaker  one.  For 
the  estimation  of  borax  in  the  presence  of  sulphates,  Schwarz's  method 
may  be  directly  applied. 


OILS   AND    FATS. 

§  81.  The  examination  of  fatty  matters  by  titration  of  their 
soluble  or  volatile  and  total  fatty  acids  has  of  late  assumed  very 
considerable  importance,  in  view  of  furnishing  results  which  aid 
in  determining  the  amount  of  adulteration  to  which  they  are 
subject.  It  has  been  found  especially  serviceable  in  the  case  of 
butter,  and  two  methods  are  in  vogue,  both  of  which  give  good 
technical  results.  The  same  methods  are  more  or  less  av£ulable  for 
the  examination  of  fats  other  than  butter;  and  further  experi- 
ments by  various  operators  have  rendered  the  methods  of  value  for 
differentiating  various  fatty  bodies.  The  titration  methods  were 
originated  by  Koettstorfer  (Z.  a.  C,  xix.  199)  and  Reichert 
{Z.  a,  C,  xviii.  68),  both  being  based  on  suggestions  originating 
with  the  veteran  chemist  Chevreul,  and  by  Hehner  and  Angell 
in  their  well-known  treatise  on  Butter  Analysis. 

The  same  may  be  said  to  a  great  extent  of  another  novel  and 
interesting  method  of  examining  the  nature  and  composition  of 
various  fats,  by  the  power  they  possess  of  absorbing  bromine  or 
iodine.  This  method,  as  regards  bromine,  has  been  worked  out 
with  considerable  diligence  and  ability  by  Mills  and  Snodgrass 
(J.  S.  a  L  ii.  435  and  ibid  iii.  366),  also  by  Allen  {ibid  v.  68, 
also  in  his  well-known  treatise  on  Organic  Analysis).  The  iodine 
method  of  Hubl  is  described  in  J,  S.  C.  I.  iii.  641.  These 
various  methods  have  been  most  voluminously  discussed  in  their 
chemical  and  practical  aspects,  so  that  it  must  suffice  here  to  give 
shortly  the  methods  of  analysis.  It  is  only  perhaps  necessary  to 
say  that  Hubl's  iodine  method  is  now  generally  adopted  in 
2^reference  to  the  absorption  by  bromine. 
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Butter. 

Beioliert'8  Method. — This  consists  in  saponifying  the  fat  to  be 
examined  by  an  alkali,  separating  the  fixed  acids  by  neutralizing 
the  alkali,  and  distilling  oJBT  the  volatile  acids  (chiefly  butyric)  for 
titration  with  standard  acid.  In  this  and  Koettstorf  er's  method, 
where  also  alcoholic  solution  of  caustic  alkali  is  used,  it  is  essential 
to  avoid  absorption  of  CO^  by  long  exposure. 

The  Analysis :  2*5  gm.  of  the  sample,  after  melting  on  the  water  bath^ 
allowing  the  water  to  settle  and  filteriDg  through  a  dry  filter,  are  weighed 
into  a  flask  holding  about  160  c.c,  and  to  it  is  added  a  sufficienby  of 
alcoholic  solution  of  potash  to  saponify  the  fat  on  heating  in  the  water 
bath.  25  c.c.  of  solution  of  about  i  stren^h  is  generally  sufficient.  Close 
the  flask  with  a  cork  fitted  with  a  long  vertical  tube,  and  contmue  the  heating 
in  the  water  bath  until  perfect  solution  is  obtained,  then  transfer  the  Uquid 
to  a  porcelain  or  glass  basin,  and  heat  in  the  bath  till  the  alcohol  is  completely 
evaporated.  The  residue  is  then  dissolved  in  about  50  c.c.  of  water, 
tnuoflferred  back  to  the  flask,  dilute  H^SO^  added  in  moderate  excess,  then 
diluted  with  water  to  about  75  c.c.  Some  small  pieces  of  pumice  strung 
together  with  intervening  small  spirals  of  thin  platinum  wire  are  then  placed 
in  the  Uquid,  the  flask  connected  with  a  small  condenser,  and  the  liquid 
distilled  on  a  small  sand  bath  until  at  least  two-thirds  of  its  volume  have 
been  collected.  The  distillate  is  then  filtered  if  necessary,  and  carefully 
titrated  with  jV  soda  or  potash,  using  phenolphthalein  as  indicator. 

The  distillate  from  2*5  gm.  of  a  genuine  butter  requires, 
according  to  all  experience,  not  less  than  12*5  c.c.  of  -^  alkali, 
when  the  method  is  conducted  as  above  described.  Higher  figures 
may  doubtless  be  obtained  by  carrying  the  distillation  still  further. 
Keichert  himself  obtained  an  average  of  14  cc.  in  the  case  of 
pure  butters  ;  but  his  paper  describes  the  details  of  the  process  so 
imperfectly,  liiat  a  doubt  is  left  as  to  how  far  the  distillation  was 
carried.  If  the  number  of  cc.  of  acid  used  is  to  be  expressed  in 
terms  of  butyric  acid  the  factor  0*352  may  be  used  (Allen),  and 
in  the  case  of  requiring  12*5  cc.  of  acid  with  2*5  gm.  of  butter 
the  resulting  figure  is  4  "41.  The  results  of  many  operators  reduced 
in  this  way  show  from  4*41  to  4  "96,  but  none  of  them  fell  below 
the  former  number,  which  may  therefore  be  taken  as  the  inferior 
limit*  Butter  from  goats'  and  ewes'  milk  gave  practically  the 
same  results,  while  butterine  or  oleomargarine  gave  in  no  case 
higher  than  0"5,  and  generally  much  less.  Cocoanut  oil,  among  the 
possible  adulterants  of  butter,  gave  the  highest  figure,  viz.,  1*15 
(Moore);  but  this  is  so  far  below  the  figure  for  butter,  that  even 
a  very  large  admixture  could  at  once  be  detected.  It  may  be 
remarked  that  the  exact  weighing  of  2*5  gm.  of  butter  into 
a  flask,  especially  if  not  solidified,  is  a  difficult  operation ;  it  is 

*  Instead  of  exmeasADg  the  reeolt  in  termfi  of  butyric  aoid  (eq.  =  88),  All  en  advises 
the  statement  ox  the  weight  of  EHO  neutralized  by  the  distillate  from  100  gm.  of 
1st.  This  is  obtained  by  multiplyingr  the  volume  of  ^^  solution  neutralized  by  the 
distilUte  from  2*5  gm.  of  fat  by  0*224^  This  gives  the  percentage  by  weight  of  KHO 
required  by  the  fat. 
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therefore  advisable  to  operate  with  about  this  quantity,  noting 
the  exact  weight,  and  arriving  at  a  comparative  result  by 
calculation. 

The  method  above  described  is  sufficiently  accurate  in  the 
majority  of  cases,  but  "Wo liny  has  shown,  by  a  long  and  careful 
series  of  experiments  (Bted.  Cenir.  1887,  699,  dso  Analyst,  xii.  203), 
that  there  are  sources  of  error  which  must  be  removed  before 
absolutely  accurate  results  can  be  secured.  The  chief  of  these 
he  ascribes  to  carbonic  acid,  which  may  at  any  time  be  present 
in  the  alcoholic  potash.  He  therefore  uses  a  50  per  cent  aqueous 
solution  of  soda  in  place  of  the  potash,  and  prefers  baryta  solution 
for  the  final  titration. 

In  order  to  avoid  exposure  to  the  air  during  the  saponification, 
and  also  loss  of  volatile  acids,  Wollny  devised  the  following 
arrangement.  A  condenser  slanting  upward  at  an  angle  of  45*"  is 
fixed  near  the  water  bath  upon  which  the  saponification  is  to 
take  place.  The  flask  is  connected  with  the  condenser  by  means 
of  a  T-pi®ce  and  india-rubber  tubes,  so  that  the  leg  of  the  "f-pi®^^ 
can  be  directed  upward  or  downward  as  desired.  During  saponifi- 
cation, which  should  take  half  an  hour  on  the  boiling  water  bath, 
the  leg  of  the  T^pi®^®  ^  directed  upward,  being  closed  with  a 
short  piece  of  india-rubber  and  glass  rod.  The  alcohol  in  this 
manner  runs  back  into  the  flask.  After  that  time  the  X"pi®^^ 
is  turned  downward  and  opened :  the  alcohol  can  thus  be  collected 
in  a  flask  standing  beneath.  After  twenty  minutes,  when  distillation 
is  complete,  the  T-pi®ce  is  again  turned  upwards,  and  through  it 
100  C.C.  of  boiling  water  are  run  into  the  flask  by  means  of  a 
pipette  being  tightly  joined  to  the  short  piece  of  india-rubber. 
The  T'Pi^c®  ^  closed  again  until  the  soap  is  completely  dis- 
solved in  the  water,  solution  being  assisted  by  gently  shaking 
the  flask. 

The  AnaUftit :  5  gm.  of  the  clear  butter  fat  are  accurately  weighed  into  a 
300  c.c.  flask  (round  form,  length  of  neck  7  or  8  centimeters,  width  of  neck 
2  centimeters),  2  c.c.  of  60  per  cent,  soda  solution  (which  must  be  preserved 
so  that  carbonic  acid  cannot  be  absorbed),  and  10  c.c.  of  96  per  cent,  alcohol, 
are  added,  and  the  mixture  is  heated  under  a  reflux  condenser  for  fifteen 
minutes  in  a  boiling  water  bath.  The  alcohol  is  then  distilled  off  whilst 
the  flask  is  heated  for  at  least  half  an  hour ;  100  c.c.  of  boiling  water  are 
added  under  due  precautions,  and  the  flask  heated  until  the  soap  is  completely 
dissolved.  40  c.c.  of  sulphiuic  acid  (25  c.c.  H^SO*  in  1  liter)  and  two 
pieces  of  pumice  of  the  size  of  a  pea  are  added,  and  the  flask  is  at  once 
connected  with  a  condenser  by  means  of  a  glass  tube,  7  centimeters  wide, 
and  having,  at  a  distance  of  1  centimeter  above  the  cork,  a  bulb  of  a  diameter 
of  2— 2'5  centimeters.  The  tube  is  bent  immediately  above  the  bolb 
upward  in  an  oblique  angle,  in  which  direction  it  extends  for  5  centimeters, 
and  is  then  again  bent  downward,  also  in  oblique  angle,  and  then  connected 
with  a  condenser  by  means  of  an  india-rubber  tube.  The  flask  is  then 
heated  by  means  of  a  very  small  flame,  until  the  insoluble  fatty  acids  axe 
completely  fused ;  110  c.c.  are  then  distilled  off  into  a  graduated  flask,  the 
distillation  lasting  thirty  minutes ;  the  distillate  is  mixed;  and  100  c.c.  filtered 
off.    This  is  transferred  into  a  beaker,  1  c.c.  of  phenolphthalein  solutiozL 
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(5  gm.  in  1  liter  50  per  cent,  alcohol)  added  and  titrated  with  decinonnal 
baiyta  solution.  To  the  volume  of  baryta  used  one-tenth  is  added,  and  the 
figure  obtained  by  blank  experiment  is  subtracted;  the  latter  should  not 
amount  to  more  than  0*33  c.c. 

KoettBtorfer'B  Method. — This  operation  estimates  the  saponi- 
fying equivalent  of  any  fatty  substance,  but  is  allowed  on  all 
hands  to  be  less  satisfactory  in  discriminating  mixtures  of  other 
fats  with  butter,  although  extremely  usefuL  In  this  method  the 
whole  of  the  acids  existing  in  the  fat  are  estimated.  The  solutions 
required  are  the  following : — 

Standard  Hydrochloric  Acid. — Semi-normal  strength,  i.e.,  18185 
gm.  per  Uter. 

Standard  Solution  of  Caustic  Potash  in  Alcohol. — Methylated 
spirit^  previously  digested  with  permanganate,  dehydrated  with  dry 
potassic  carbonate,  then  distilled,  rejecting  the  first  portions,  may 
be  used  in  place  of  pure  alcohol.  In  any  case  the  strength  should 
not  be  less  than  90  per  cent,  and  the  solution  shoidd  be  freshly 
made  to  avoid  any  deep  colouration  likely  to  interfere  with  the 
indicator.  As  it  rapidly  changes  in  strength,  it  is  not  possible  to 
rely  upon  its  being  semi-normd,  but  it  should  be  roughly  adjusted 
at  about  that  strength  with  absolutely  accurate  hydrochloric  acid, 
and  a  blank  experiment  made  side  by  side  with  each  titration  of 
fat.  The  excess  of  potash  used  in  the  fat  titration  is  thus  expressed 
in  terms  of  ^  acid,  and  to  arrive  at  the  percentage  of  potash  each 
cc  is  multiplied  by  0*02805.  The  saponification  equivalent  of 
the  fat  or  oil  is  found  by  dividing  the  weight  in  milligrams  of  the 
sample  by  the  number  of  cc.  of  normal  (not  j)  acid  corresponding 
to  the  alkali  neutralized  by  the  oil.  If  the  percentage  of  potash 
is  known,  the  saponifying  equivalent  may  be  found  by  dividing 
this  percentage  into  5610,  or  if  NaHO  is  the  alkali  used, 
into  4000. 

The  AnaUfsis:  From  2  to  2*5  gm.  of  the  fat,  previously  purified  by 
melting  and  filtration,  are  carefully  weighed  into  a  flask  fitted  with  vertical 
tube.  25  c.c.  of  standard  potash  are  then  added,  the  mixture  heated  on  tho 
water  bath  to  gentle  boiling,  with  occasional  agitation,  until  a  perfectly  clear 
solution  is  obtained.  Eoe  ttstorf  er  recommends  heating  for  fifteen  minutes ; 
but  in  the  case  of  butters  this  is  generally  more  than  sufficient ;  with  other 
fats  twenty  minutes  to  half  an  hour  may  be  required.  At  the  end  of  tho 
saponification  the  flasks  are  removed  from  the  bath,  a  definite  and  not  too 
small  a  quantity  of  phenolphthalein  added,  and  the  titration  carried  out  with 
as  little  exposure  to  the  air  as  is  possible. 

The  method  of  calculation  adopted  by  Koe  ttstorf  er  is  to 
ascertain  the  number  of  milligrams  of  KHO  required  to  saturate 
the  acids  contained  in  1  gm.  of  fat,  or,  in  other  words,  parts 
per  1000.  He  found  that,  operating  in  this  way,  pure  iDutters 
required  from  221*5  to  232*4  m.gm.  of  KHO  for  1  gm.,  whereas 
the  fats  usually  mixed  with  butter,  such  as  beef,  mutton,  and  pork 
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fat,  required  a  maximum  of  197  m.gm.  for  1  gm.,  and  other  oils 
and  fats  much  less. 

Practically  this  means  that  the  amount  of  KHO  required  for 
genuine  butters  ranges  from  23*24  to  22*15  per  cent,  the  latter 
being  the  inferior  limit.  If  caustic  soda  is  used  instead  of  potash, 
other  numbers  must  of  course  be  used. 

My  experience,  and,  I  believe,  also  that  of  others,  shows  that 
the  method  cannot  be  depended  upon  in  the  case  of  old  re-melted 
butters,  although  perfectly  genuine. 

The  following  list  shows  the  parts  of  KHO  required  per  1000 
of  fat ;  the  first  four  being  calcidated  from  their  known  equivalents, 
the  rest  obtained  experimentally  by  Koettstorfer,  Allen, 
Stoddart,  or  Archbutt: — 


Tripalmitin. 

208*8 

Linfleed 

.    189—195 

Tristearin    . 

1891 

Cottonseed. 

.    191—196 

Triolein 

190*4 

Whale. 

.     190—191 

Tributyrin  . 

557*3 

Seal      . 

.    191—196 

Cocoanut  Oil 

270*0 

Colza  and  Bape 

.    175—179 

Dripping     . 

1970 

Cod  Oil 

.     182—187 

Laiff^.        . 

195*6 

Pilchard 

.    186—187 

Horse  Pat   . 

199-4 

Castor  . 

.    176—178 

Lard  Oil     . 

.     191—196 

Sperm  . 

.     130—134 

Olive  Oil     . 

.     191—196 

Shark  . 

S4*6 

Niger  Oil    . 

.     189-191 

A  further  application  of  this  method  may  be  made  in  estimating 
separately  the  amounts  of  alkali  required  for  saturating  the  free 
fatty  acids  and  saponifying  the  neutral  glycerides  or  other  ethers 
of  any  given  sample  of  fat,  oil,  or  wax  (see  Allen,  Orgamc 
Analysts  ii.  45,  76). 


Titration  of  MisoeUaneous  Oils  and  Fats  with  Bromine  or  Iodine. 

The  best  method  of  carrying  out  this  examination  as  regards 
bromine,  appears  to  be  that  of  Mills  and  Snodgrass,  to  which 
reference  has  previously  been  made.  The  idea  of  using  bromine 
is  by  no  means  new.  Cailletet  in  1857  adopted  such  a  methoil ; 
but  the  difficulty  then,  and  up  to  the  time  when  the  task  was 
undertaken  by  the  operators  mentioned,  was  the  accurate  measure- 
ment of  the  excess  of  bromine  used,  and  tlie  adaptation  of  such 
a  solvent  for  both  the  fate  and  the  bromine  as  would  exclude  tlie 
presence  of  water,  and  the  tendency  to  form  substitution  producte 
of  variable  and  unknown  character  in  preference  to  merely  additive 
producte. 

Our  knowledge  of  the  exact  composition  of  the  great  family  of 
fate  and  oils  is  at  present  limited,  and  it  is  not  possible  to  make 
this  reaction  possess  any  strict  chemical  valency ;  but  experiment 
has  shown  that  there  are  certain  well-defined  fate  which  absorb 
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within  a  very  narrow  limit  the  same  amount  of  the  halogen  under 
tlie  same  conditions,  and  hence  the  method  may  be  made  highly 
suggestive  as  to  mixtures  of  various  fats  whose  absorption  powers 
have  been  observed. 

In  the  first  instance  the  common  solvent  used  for  the  fat 
and  the  bromine  was  carbon  disulphide ;  but  although  very  good 
results  were  obtained,  compared  with  solvents  previously  tried  by 
other  operators,  there  were  the  drawbacks  of  its  offensive  smell, 
and  the  solutions  of  bromine  in  it  did  not  possess  much  stability. 
Finally,  Dr.  Mills  adopted  carbon  tetrachloride  as  the  medium 
with  the  happiest  eiSfectsj  and  it  was  found  that  the  bromide 
solution  could  be  preserved  for  at  least  three  months  without 
diminution  of  standard.  On  the  other  hand,  by  using  this 
medium,  there  is  the  necessity  of  working  with  greater  delicacy, 
since  the  presence  of  the  merest  trace  of  water  has  more  effect  in 
producing  substitution  compounds  than  in  the  case  of  the  disulphide. 
The  accurate  estimation  of  the  excess  of  bromine,  after  the  absorp- 
tion is  complete,  is  necessarily  a  matter  of  great  importance ;  and 
this  can  be  done  either  by  comparison  of  colour  with  bromine  solu- 
tion of  known  strength  (the  least  effective  method) ;  or  by  titration 
with  thiosulphate,  using  starch  and  potassic  iodide  as  the  indicator, 
which  is  better.  But,  best  of  all,  the  operators  after  long  research 
found  that  by  using  /3  naphthol  (a  substance  which  is  readily  and 
cheaply  obtainable,  and  which  forms  in  the  presence  of  carbon 
tetrachloride  a  mono-bromo  derivative)  they  could  construct  a 
solution  of  corresponding  strength  to  the  standard  bromine,  and 
thus  titrate  back  in  the  same  way  as  is  commonly  practised  in 
alkalimetry.  Very  fair  results  were  obtained  colorimetrically  by 
adopting  the  device  of  interposing  a  stratum  of  chromate  solution 
(page  128),  so  oa  to  neutraUze  the  yellow  colour  produced  with 
some  of  the  fish  oils,  and  which  tended  to  mask  the  red  colour  of 
the  bromine.  Experiments  showed  that,  using  a  bromine  solution 
having  a  mean  standard  of  0*00644  gm.  per  cc,  the  average 
probable  error  per  cent  in  a  single  result,  when  adopting  the  colour 
method  or  the  thiosulphate  and  iodine  was  0'62,  whereas  with 
/J  naphthol  it  was  reduced  to  0"46.  But  it  is  hardly  necessary  to 
say  that,  using  such  a  small  portion  of  material  as  is  absolutely 
necessary  in  order  to  avoid  secondary  results,  considerable  care 
and  practice  are  required.  The  sample  of  oil  or  fat  must  be  dried 
as  completely  as  possible,  by  heating  and  subsequent  filtering 
through  dry  scraps  of  bibulous  paper,  or  through  dry  double  filters, 
before  being  weighed. 

The  AnalfsU:  O'l  to  0'2  gm.  of  the  fat  is  dissolved  in  60  c.c.  of  the 
tetrachloride  and  standard  bromine  added,  until  at  the  end  of  15  minutes 
there  is  a  permanent  red  colour.  If  the  colorimetric  method  is  used, 
50  c.c.  of  tetrachloride  is  tinted  with  standard  bromine  to  correspond.  If 
the  iodine  re-action,  the  solution  of  brominated  material  is  added  to  potassic 
iodide  and  starch,  and  ^  sodic  thiosulphate  delivered  in  from  a  burette  till 
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the  colour  is  discharged.  If,  on  the  other  hand,  the  standard  naphthol 
solution  is  used,  it  is  also  cautiously  added  from  a  burette  until  the  colour  is 
removed.  It  is  imperative  that  the  operations  in  all  cases  be  carried  on  out 
of  direct  sunlight.  If  the  operator  is  unable  to  use  carbon  tetrachloride,  the 
disulphide  may  be  used ;  but  the  solution  of  bromine  in  this  medium  is  less 
stable,  and  must  be  checked  more  frequently.  Somewhat  larger  portions  of 
oil  or  fat  may  however  be  used  for  the  analysis. 

It  may  be  of  service  to  give  some  few  of  the  results  obtained 
by  Mills  and  Snodgrass. 


Absorption   per   cent.— 


OILS. 

PATS, 

WAXBa 

Almond  (from 

Beef      .           -  8501 

Beeswax 

0*00 

bitter  fruit)  26*27 

Butter  (fresh)    -27*93 

Camauba 

33*50 

Do.  (from  sweet)  53*74 

Do.  (commercial)  25*0 

Japan  (1) 

2-33 

Cod        -           .  8300 

Butterine  Scotch  86*82 

Do.      (2) 

1*63 

Nut       -           -  80-24. 

Do.  (Trench)     -  39*71 

Myrtle  - 

6-84 

Xing  Liver        -  82*44 

Gocoanut           -    5*70 

Mustard             -  46*15 

Vaseline             -    555 

Neatsfoot           -  38-33 

Stearic  Acid      -   0*00 

Olive     -           -  60-61 

Lard      -            -  37*29 

Palm      -           -  86*00 

Seal        -           -  57*34 

Whale   -           -30-92 

Linseed  -            -  76*09 

Mineral  Oil       -  30*81 

Shale  Oil          ) 

according  to  >  22  to  12 

8p.  gr.       ; 

AniUne  -            -  1G9-8 

Turpentine  (dry)  236*0 

The  same  operators  determined  the  percentage  absorption  by 
pure  anhydrous  turpentine,  aniline  and  olive  oil  purified  by 
filtration  after  long  standing  at  low  temperature.  Tlie  calculated 
values  are  based  on  the  known  ratios — 

CioHW  :  Br*,  C^H^X  :  Br2  and  (CSRS)  (Ci8H330«)3  :  Bi*. 

The  mean  of  three  estimations  each  in  turpentine  and  aniline  were 
236*0  and  169*8  per  cent,  five  estimations  in  olive  oil  (triolein) 
64  per  cent.  Tlie  percentage  by  calculation  is  respectively  235*3, 
172,  and  54-3. 

The  Iodine  Kethod. — ^This  has  been  worked  out  by  Baron  Hubl 
and  others,  but  is  not  nearly  so  expeditious  as  the  method  just 
described ;  though,  as  before  stated,  it  has  to  a  large  extent  replaced 
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it,  owing  mainly  to  the  fact  that  less  trouble  is  required,  and  the 
reactions  involved  are  less  delicate  while  equally  accurate. 

The  Standard  Iodine  Solution. — ^This  is  made  by  dissolving 
respectively  25  gm.  of  iodine  and  30  gm.  of  mercuric  chloride  in 
separate  portions  of  strongest  alcohol,  say  500  c.c,  then  mixing  the 
two  liquids,  and  allowing  to  stand  for  some  hours  before  tciing 
the  standard  with  thiosulphate  and  starch.  This  solution  must 
always  be  standardized  before  use. 

The  Analysts :  0*2  to  0*5  gm.  of  the  fat  or  oil  is  dissolved  in  10  o.c.  of 
purest  chloroform  in  a  well  stoppered  flask,  and  20  c.o.  of  the  iodine  solution 
added.  The  amount  must  finally  be  regulated,  so  that  after  not  less  than 
two  hours'  digestion  the  mixture  possesses  a  dark  brown  tint ;  under  any 
circumstances  it  is  necessary  to  have  a  considerahle  excess  of  iodine  (at  least 
double  the  amount  absorbed  ought  to  be  present),  and  the  digestion  should 
be  from  six  to  eight  hours.  Some  EI  solution  is  then  added,  the  whole 
diluted  with  150  c.o.  of  water,  and  JV  thiosulphate  delivered  in  till  the  colour 
is  nearly  discharged.  Starch  is  then  added,  and  the  titration  finished  in  the 
usual  way. 

The  numbers  obtained  by  Hubl  are  given  in  J.  S,  C.  I.  iii.  642. 

A  blank  experiment  should  in  every  case  be  made  side  by  side 
with  the  sample,  using  the  same  proportions  of  chloroform  and 
iodine  solution. 

Allen  states  that,  in  both  these  methods  of  titration,  the 
amount  of  halogen  taken  up  may  be  considered  as  a  measure  of 
the  unsaturated  fatty  acids  (or  their  glycerides)  present.  Thus,  the 
acids  of  the  acetic  or  stearic  series  exhibit  no  tendency  to  combine 
with  bromine  or  iodine  under  the  conditions  of  the  experiments, 
while  the  acids  of  the  acrylic  or  oleic  series  assimilate  two,  and  the 
acids  of  the  linoleic  series  four  atoms  of  the  halogen. 

We  are  indebted  to  R.  T.  Thompson  and  H.  Ballantyne 
{J.  S,  C,  L  ix.  588)  for  a  very  careful  revision  of  the  constants 
required  in  the  analysis  of  Oils  and  Fats,  the  results  of  which  are 
given  in  the  following  table.  The  lards  operated  upon  were 
rendered  by  themselves  and  are  therefore  genuine.  The  fact  is 
brought  out  that  for  each  0*1  increase  in  specific  gravity,  there  is 
an  increase  of  1*3  per  cent,  iodine  absorption,  and  beef  fat  seems 
to  follow  the  same  rule.  Cotton  seed  oil  shows  only  about  half 
that  proportion. 

In  using  the  iodine  absorption  method  these  operators  found 
that  some  oils  required  fully  eight  hours  for  complete  absorption, 
and  they  recommend,  as  a  rule,  to  start  the  digestion,  in  the  evening 
and  titrate  the  solutions  on  the  following  morning. 
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Table  of  Constants  in  the  Analysis  of  Oils. 


Nature  of  Oil  or  FaL 

Sp.  Gr. 
at  15-5^0. 

Sp.  Gr. 

atse^a 

Iodine 
AbsorptiL 

£OH 

Neutarlisd. 

Free  Acid. 

percent. 

percent.' 

percent. 

Olive  (Gioja) 

915-6 

— 

79-0 

19-07 

9-42 

Olive  (Gioja)    after   re- 

moval of  free  acid    ... 

915-2 

— 

79-0 

19-07 

None. 

Olive       

914-8 

— 

83-2 

18-93 

3-86 

Olive       

914-7 

-^ 

80-0 

— 

23-78 

Olive      

916-8 

— 

83-1 

1900 

5-19 

Olive      

916-0 

— 

81-6 

— 

19-83 

Olive  (for  dyeing) 

915-4 

— 

78-9 

19-00 

9-67 

Olive      

914*5 

— 

86-4 

18-90 

11-28 

Olive  (for  cooking) 

9151 

— 

831 

19-20 

4-15 

Olive  (for  cooking) 

916-2 

— 

81-2 

1921 

Not  done 

liard  (from  omentum)  ... 

— 

859-8 

52-1 

— 

— 

Lard  (from  leg)    

— 

860-5 

61-3 

— 

— 

Lard  (from  ribs)   

— 

860-6 

62-5 

— 

— 

Beef  fat  (from  suet)    ... 

— 

857-2 

84-0 

— 

— 

Beef  fat  (oleomargarine) 

— 

858-2 

46-2 

— 

— 

Eat  from  marrow  of  ox . . . 

— 

858-5 

451 

19-70 



Fat  from  bone  of  ox    ... 



859-2 

47-0 

19-77 



Cottonseed    

923-6 

868-4 

110-1 



Cottonseed    

922-6 

— 

106-8 

19-35 

0-27 

Linseed  (Baltic)    

Linseed  (East  India)    ... 

934-5 



187-7 

19-28 

981-5 

— 

178-8 

19-28 

: 

Linseed  (Biver  Plate)  ... 

982-5 

— 

175-5 

1907 



Linseed 

932-5 

— 

173-5 

1900 

0-76 

Linseed 

931-2 

— 

1680 

1900 



Rape       

916-8 



105-6 

17-53 

2*43 

Bape       

918-1 

— 

110-7 

17-33 



Eape       

914-5 

— 

104-1 

1706 

2-63 

Bape       

915-0 

— 

104-5 

1719 

310 

Bape       

9141 

— 

100-6 

17-39 



Castor  (commercial)     . . . 

967-9 

— 

83-6 

1802 

216 

Castor  (commercial)     ... 

965-3 

— 



17-86 



Castor  (medicinal) 

963-7 

— 

— 

17-71 



Arachis  (commercial)   , . . 

920-9 

— 

98-7 

1921 

6-20 

Aiachis  (French  refined) 

917-1 

— 

98-4 

18-93 

0-62 

Lard  oil  (prime)    

917-0 

— 

76-2 

— 

— 

Southern  sperm    

880-8 

— 

81-8 

13-25 



Arctic  sperm  (bottle-nose) 

879-9 

— 

82-1 

13-04 



Whale  (crude  Norwegian) 

920-8 

— 

109-2 

— 



Whale  (pale) 

919-3 

, — 

110-1 

— 



Seal  (Norwegian) 

925-8 

"~~ 

1521 



_.. 

Seal  (cold  drawn,  pale) ... 

9261 

145-8 

19-28 



Seal  (steamed,  pale)      ... 

924-4 

— 

142-2 

18-93 

— 

Seal  (tinged) 

925-7 

— 

152-4 

— 



Seal  (boiled)  ...     

923-7 



142-8 





Menhaden      

931-1 

— 

1600 

18-93 



Newfoundland  cod 

924-9 



1600 



Scotch  cod     

9250 

— 

168-7 





Cod  liver  (medicinal)   ... 

926-5 

— 

166-6 

18-51 

0-36 

Mineral 

873-6 

— 

12-8 

— 



Mineral 

886-0 

— 

26-1 

— 



Bosin      

986-0 

— 

67-9 

— 

— 
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aLTOEBIN    (GliTCEBOL). 

C8H803=92. 

§  82.  Up  to  a  very  recent  time  no  satisfactory  method  of 
determining  glycerin  had  been  devised,  but  the  problem  has  now 
been  solved  in  a  tolerably  satisfactory  manner.  The  pennanganate 
method  appears  to  have  been  originally  suggested  by  Wanklyn, 
improved  by  him  and  Fox,  and  further  elaborated  by  Benedikt 
and  Zsigmondy  {Cimn.  Zeit  ix.  975).  It  depends  on  the 
saponification  of  the  fat,  and  oxidation  of  the  resiiltant  glycerin 
by  permanganate  in  alkaline  solution,  with  formation  of  oxalic 
acid,  carbon  dioxide,  and  water,  thus — 

C3H803  +  302  =  C^H^O^  +  C02  +  3H20. 

Aqueous  solutions  of  glycerin  may  of  course  be  submitted  to  the 
method  very  easily. 

The  excess  of  permanganate  is  destroyed  by  a  sulphite,  the 
liquid  filtered  from  the  manganese  precipitate,  the  oxalic  acid  then 
precipitated  by  a  soluble  calcium  salt  in  acetic  solution,  and  the 
precipitated  calcic  oxalate,  after  ignition  to  convert  it  into  carbonate, 
titrated  with  standard  acid  in  the  usual  way,  or  the  oxalic 
precipitate  titrated  with  permanganate.  The  oxalic  solution  may  be 
titrated  direct  after  addition  of  H^SO*  ^idth  permanganate;  but 
Allen  and  Belcher  have  found  this  method  faulty,  probably 
from  the  formation  of  a  dithionate,  due  to  the  sulphite.  On  the 
other  hand,  they  have  obtained  very  satisfactory  results  by  the 
alkalimetric  or  the  permanganate  titration,  on  known  weights  of 
pure  oxalic  acid  and  glycerin. 

These  operators  have  also  shown  that,  in  the  case  of  dealing  with 
fats,  where  it  has  been  recommended  byWanklyn  and  Fox  to 
use  ordinary  alcohol  as  the  solvent,  and  by  Benedikt  methyl 
alcohol,  both  these  media,  especially  ethylic  alcohol,  produce  in 
themselves  a  variable  quantity  of  oxalic  acid  when  treated  with 
alkaline  permanganate,  and  hence  vitiate  the  process.  Again,  if  it 
be  attempted  to  avoid  this  by  boiling  off  the  alcohols,  there  is 
a  danger  of  losing  glycerin.* 

Allen's  method  with  oils  and  fats  is  as  follows : — 

10  gm.  of  the  fat  or  oil  are  placed  in  a  strong  small  bottle,  together  with 
4  gm.  of  pure  KHO  dissolved  m  25  c.o.  of  water.  A  solid  rubber  stopper  is 
then  used  to  close  the  bottle,  and  tied  down  firmly  with  wire.  It  is  then 
placed  in  boiling  water,  or  in  a  water  oven,  and  heated,  with  occaflional 
shaldng,  from  6  to  10  hours,  or  until  the  contents  are  homogeneous,  and  all 
oily  globules  have  disappeared.  When  saponification  is  complete,  the  bottle 
is  emptied  into  a  beaker  and  diluted  with  hot  water  which  should  give  a  clear 

*  In  dMlinir  with  wbxm  or  simJlur  bodies  inolading  sperm  oil,  potash  dissoWed  in 
methyl  alcohol  most  be  used  for  the  saponification,  as  it  is  almost  impossible  to  do  it 
with  aqneous  potash. 
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solution,  the  fatty  acids  are  then  separated  by  dilute  acid,  filtered,  and  the 
filtrate  made  up  to  a  given  volume. 

G^iis  solution,  which  will  usually  contain  from  0*2  to  0*5  of  glycerol, 
according  to  its  origin,  is  transferred  to  a  porcelain  basin  and  diluted  with 
cold  water  to  about  400  o.c.  From  10  to  12  gm.  of  caustic  potash  should 
next  be  added,  and  then  a  saturated  aqueous  solution  of  potassic  permanganate 
until  the  liquid  is  no  longer  green  but  blue  or  blackish.  An  excess  does  no 
harm.  The  liquid  is  then  heated  and  boiled  for  about  an  hour,  when  a  strong 
solution  of  sodic  sulphite  should  be  added  to  the  boiling  liquid  until  all 
violet  or  green  colour  is  destroyed.  The  liquid  containing  the  precipitated 
oxide  of  manganese  is  then  poured  into  a  500  c.c.  flask,  and  hot  water 
added  to  15  c.c.  above  the  mark,  the  excess  being  an  aUowance  for  the 
volume  of  the  precipitate  and  for  the  increased  measure  of  the  hot  liquid. 
The  solution  is  then  passed  through  a  diy  filter,  and,  when  cool,  400  c.c.  of 
the  filtrate  should  be  measured  off,  acidified  with  acetic  acid,  and  precipitated 
with  calcic  chloride.  The  solution  is  kept  warm  for  three  hours,  or  until 
the  deposition  of  the  calcic  oxalate  is  complete,  and  is  then  filtered,  the 
precipitate  being  washed  with  hot  water.  The  precipitate  consists  nmnly  of 
calcic  oxalate,  but  is  liable  to  be  contaminated  more  or  less  with  calcic 
sulphate,  silicate,  and  other  impurities,  and  hence  should  not  be  directly 
weighed.  It  may  be  ignited,  and  the  amount  of  oxalate  previously  present 
deduced  from  the  volume  of  normal  acid  neutralized  by  the  residual  Gedcic 
carbonate,  but  a  preferable  plan  is  to  titrate  the  oxalate  by  standard 
permanganate.  For  this  purpose,  the  filter  should  be  pierced  and  the 
precipitate  rinsed  into  a  porcelain  basin.  The  neck  of  the  funnel  is  then 
plugged,  and  the  filter  filled  with  dilute  suljphuric  acid.  After  standing 
for  five  or  ten  minutes  this  is  allowed  to  run  into  the  basin  and  the  filter 
washed  mth  water.  Acid  is  added  to  the  contents  of  the  basin  in  quantity 
sufficient  to  bring  the  total  amount  used  to  10  c.c.  of  concentrated  add,  the 
liquid  diluted  to  about  200  cc,  brought  to  a  temperature  of  about  00*  C, 
and  decinormal  permanganate  added  gradually  till  a  distinct  pink  colouration 
remains  after  stirring.  Each  c.c.  of  permanganate  used  corresponds  to  0*0045 
gm.  of  anhydrous  oxalic  acid,  or  to  00046  gm.  of  glycerin.  Operating  in  the 
way  described,  the  volume  of  peimanganate  solution  required  will  generally 
range  between  70  and  100  c.c. 

Otto  Hehner  haa  experimented  largely  on  the  estimation  of 
glycerol  in  soap  leys  and  crude  glycerins,  the  results  of  which  are 
given  in  /.  S.  C.  I.  viii.  4.  The  volumetric  methods  recommended 
in  preference  to  the  permanganate  are  the  oxidation  with  potassic 
bichromate  or  the  conversion  of  the  glycerol  into  triacetin. 

The  Bichromate  Method. — One  part  of  glycerol  is  completely 
converted  into  carbonic  acid  by  7*486  parts  of  bichromate  in  the 
presence  of  sulphuric  acid.     The  solutions  required  are : — 

Standartl  Potassic  bichromate. — 74*86  gm.  of  pure  potassic 
bichromate  is  dissolved  in  water.  150  c.c.  of  concentrated  sulphuric 
acid  added,  and  when  cold  diluted  to  a  liter.  1  c.c.  =  0*01  gnu 
glycerol. 

A  weaker  solution  is  also  made  by  diluting  100  c.c.  of  the  strong 
solution  to  a  liter. 

These  solutions  should  be  controlled  by  a  ferrous  solution 
of  known  strength,  if  there  is  any  doubt  about  the  purity  of  the 
bichromate. 
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Solution  of  double  Iron  salt. — 240  gm,  of  ferrous  ammonium 
sulphate  is  dissolved  with  50  c.c.  of  concentrated  sulphuric  acid  to 
a  Uter,  and  its  relation  to  the  standard  bichromate  must  be 
accurately  found  from  time  to  time  by  titration  with  the  latter, 
using  the  ferricyanide  indicator  (§  33,  p.  111). 

The  Analysis :  With  concentrated  or  tolerably  pure  samples  of  glycerin 
it  is  only  neceasaiy  to  take  a  small  weighed  portion,  say  0'2  gm.  or  so,  dilute 
moderately,  add  10  or  15  o.o.  of  concentrated  sulphuric  acid  and  30  or  40  c.c. 
of  the  stronger  bichromate,  place  the  beaker  covered  with  a  watch  glass  in 
a  water  bath  and  digest  for  two  hours ;  the  excess  of  bichromate  is  then 
found  by  titration  with  the  standard  iron  solution.  The  weaker  bichromate 
is  usefi^  In  completing  the  titration  where  accuracy  is  required.  As  the 
stronger  bichromate  and  the  iron  solution  are  both  concentrated,  they  must 
be  used  at  a  temperature  as  near  16""  C.  as  possible.  In  the  case  of  crude 
glycerin  it  must  be  purified  from  chlorine  or  aldehyde  compounds  as 
follows : — ^About  1*5  gm.  of  the  diluted  sample  is  placed  in  a  100  c.c.  flask, 
some  moist  silver  oxide  added,  and  allowed  to  stand  10  minutes.  Basic  lead 
acetate  is  then  added  in  slight  excess,  the  measure  made  u^  to  100  c.c, 
filtered  through  a  dry  filter,  and  25  c.c.  or  so  digested  with  excess  of 
bichromate,  and  titrated  as  before  described. 

The  Acetln  Method. — This  method  is  due  to  Eenedikt  and 
Cantor  {Monaislieft  ix.  521),  and  recommends  itself  by  its 
simplicity  and  rapidity  as  compared  with  other  methods.  Hehner 
has  pointed  out  the  precautions  necessary  to  insure  accuracy  as 
follows : — 

T^e  Analysis :  About  1*5  gm.  of  the  crude  glycerin  is  placed  in  a  round- 
bottomed  flask,  together  with  7  gm.  of  acetic  anhydride  and  3  gm.  of 
perfectly  anhydrous  sodic  acetate ;  an  upright  condenser  is  attached  to  the 
flask,  and  the  contents  are  heated  to  gentle  boiling  for  one  hour  and  a  half. 
After  cooling,  50  c.c.  of  water  are  added,  and  the  mixture  heated  until  all 
triacetin  has  dissolved.  The  solution  is  then  filtered  into  a  large,  flask,  the 
residue  or  filter  well  washed,  the  liquid  cooled,  some  phenolphtluilein  added, 
and  the  acidity  exactly  neutralized  by  a  dilute  solution  of  caustic  soda.  The 
triacetin  is  then  saponified  by  adding  25  c.c.  of  an  approximately  10  per 
cent,  solution  of  pure  caustic  soda  standardized  on  normal  sulphuric  or 
hydrochloric  acid,  and  boiling  for  10  minutes,  taking  care  to  attach  a  reflux 
condenser  to  the  flask.  The  excess  of  alkali  is  then  titrated  back  with 
normal  acid,  each  c.c.  of  which  represents  0*03067  j^.  of  glycerin. 

It  is  essential  that  the  processes  of  analysis  should  be  rapid  and 
continuous,  and  especially  that  the  free  acetic  acid  in  the  first  process  bo 
neutralized  very  cautiously,  and  with  constant  agitation  to  avoid  the  local 
action  of  alkali. 

Weak  soap  lyes  should  be  concentrated  to  50  per  cent  of 
glycerin  if  estimated  by  the  acetin  metliod ;  if  not  the  bichromate 
method  must  be  used. 

For  fats  and  soaps  about  3  gm.  should  be  saponified  with 
alcoholic  potash,  diluted  with  200  c.c.  of  water,  the  fatty  acids 
separated  and  filtered  off.  The  filtrate  and  washings  are  then 
rapidly  boiled  to  one-half  and  titrated  with  bichromate. 
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PHENOL    (CABBOLIC    ACID). 

C«H50H  =  94. 

§  83.  The  only  method  claiming  accuracy  for  the  estimation  of 
this  substance  volumetrically  was  originated  by  Koppeschaar 
(Z.  a.  (7.  xvi.  233),  and  consists  in  precipitating  the  phenol  from 
its  aqueous  or  dilute  alcoholic  solution  mth  bromine  water  in  the 
fonn  of  tribromphenol. 

The  strength  of  the  bromine  water  was  established  by 
Koppeschaar,  by  titration  with  thiosulphate  and  potassic  iodide 
with  starch. 

Allen  modifies  the  process  as  follows : — 

A  certain  weight  of  the  sample  is  dissolved  in  water;  as  much  as 
corresponds  to  0*1  gm.  of  phenol  is  taken  out  and  put  into  a  stoppered  bottle 
holding  250  c.c.  Further,  to  7  c.c.  of  normal  soda  solution  (=0*04  gm. 
NaOH  per  c.c.)  bromine  is  gradually  added  till  a  yellow  oolour  appears  and 
remains ;  the  liquid  is  then  boiled  till  it  has  become  colourless  again.  It 
now  contains  6  molecules  of  sodic  bromide  and  1  of  sodic  bromate.  When 
completely  cooled,  it  is  put  into  the  phenol  solution,  after  which  5  c.c.  con- 
centrated hydrochloric  acid  is  at  once  added,  and  the  bottle  stoppered  and 
shaken  for  some  time.    The  reactions  are : — 

I.    5NaBr+NaBr03+6HCl=6Naa+6Br+3EPO. 
II.    C«H«0+6Br=C«H»Br30+3HBr. 

The  bromine  set  free  in  the  first,  and  not  fixed  by  phenol  in  the  second 
reaction,  must  be  still  free,  and  is  estimated  by  adding  potassic  iodide  and 
titrating  the  iodine  liberated,  by  ^  thiosulphate : — 

III.  2KI+Br2=2KBr+2l. 

IV.  I2+2Na2S203=Na2S'»0«+2NaI. 

For  this  purpose  the  bottle  is  allowed  to  stand  for  15  or  20  minutes; 
a  solution  of  about  1*25  gm.  potassic  iodide  (free  from  iodate)  is  added,  the 
bottle  is  stoppered,  shaken  up,  and  allowed  to  rest.  Its  contents  are  now 
poured  into  a  beaker ;  the  bottle  is  rinsed  out,  a  little  starch  solution  is  added, 
and  thiosulphate  is  run  in  from  a  burette  till  the  blue  colour  is  gone.  (It 
will  be  best  not  to  add  the  starch  till  the  colour  of  the  liquid  has  <Uminished 
to  light  yellow.)  The  calculation  is  made  as  follows : — 7  c.c.  of  normal  soda 
solution  neutralize  0*56  gm.  of  bromine,  all  of  which  is  liberated  by  HCl. 
0*1  gm.  phenol  would  require  0*4068  and  leave  a  surplus  of  0*1532  gm. ;  the 
latter  would  liberate  enough  iodine  to  saturate  19*5  c.c.  of  ^u  thiosulphate. 
Every  c.c.  of  thiosulphate  used  over  and  above  this  indicates  000197  gm. 
impurities  in  0*1  gm.  of  the  sample— that  is,  1*27  per  cent. 

If  a  number  of  estimations  have  to  be  made  at  one  time,  it 
would  seem  decidedly  preferable  to  adopt  Koppeschaar's  original 
method,  rather  than  to  prepare  special  bromine  solution  as  above. 
For  the  estimation  of  phenol  in  raw  products,  Tbth  (Z.  a.  C. 
XXV.  160)  modifies  the  bromine  process  as  foUows : — 

20  c.c.  of  the  impure  carbolic  acid  are  placed  in  a  beaker  with  20  c.c.  of 
caustic  potash  solution  of  1*3  sp.  gr.,  well  shaken,  and  allowed  to  stand  for 
half  an  hour,  then  diluted  to  about  i  liter  with  water.  By  this  treatment 
the  foreign  impurities  are  set  free,  and  may  mostly  be  removed  by  filtration ; 
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the  filter  is  crashed  with  warm  water  until  all  alkali  is  removed.  The 
filtrate  and  washings  are  acidulated  slightly  with  HCl,  and  diluted  to  8  liters. 
60  c  c.  are  then  mixed  with  150  c.c.  of  standard  bromine  solution,  and  then 
5  CO.  concentrated  HCl.  After  twenty  minutes,  with  frequent  shaking, 
10  C.C.  of  iodide  solution  are  added,  mixed,  and  allowed  to  rest  three  to  five 
minutes,  then  starch,  and  the  titration  with  thiosulphate  carried  out  as  usual. 
Example  :  20  c.c.  raw  carbolic  oil  were  treated  as  above  described.  50  c.c. 
of  the  solution,  with  150  c.c.  bromine  solution  (made  by  dissolving  2*04gm. 
sodic  bromate  and  6*959  gm.  sodic  bromide  to  the  liter),  then  5  c.c.  of  HCl, 
required  17*8  c.c.  of  thiosulphate  for  titration.  The  150  c.c.  bromide 
=0*237  gm.  Br.  The  17'8  c.c.  thiosulphate  required  for  residual  titration 
=?  0*052  gm.  Br,  leaving  0*185  gm.  Br  for  combination  with  the  phenol. 
According  to  the  equation — 

C«H»OH+ 3Br2= 3HBr+ Q^WORBt\ 

One  mol.  phenol =3  mol.  Br,  hence  the  percentage  of  phenol  was  10*86. 

Kleinert  (Z.  a.  C.  xxxiii.  1)  suggestSj  and  his  experiments 
appear  to  prove,  that  in  titrating  acid  creosote  oilbyKoppeschaar's 
method  for  phenol,  a  serious  error  occurs  in  virtue  of  such  oil 
containing  substances  of  higher  boiling  point  than  phenol,  which 
are  soluble  in  water,  and  behave  witli  bromine  in  the  same  manner 
as  true  phenol. 


CABBON    BISTTLPHIBE    Ain>    THIOCABBONATES. 

CS2  =  76. 

§  84.  For  the  purpose  of  estimating  carbon  disulphide  in  the 
air  of  soils,  gases,  or  in  thiocarbonates,  Gas  tine  has  devised  the 
following  process  (Convpt  Bend,  xcviii.  1588) : — 

The  gas  or  vapour  to  be  tested  is  carefully  dried,  and  then  passed  through 
a  concentrated  solution  of  recently  fused  potassic  hydroxide  in  absolute 
alcohol.  The  presence  of  even  traces  of  water  seriously  diminishes  the 
delicacy  of  the  reaction.  The  alcoholic  solution  is  afterwards  neutralized 
with  acetic  acid,  diluted  with  water,  and  tested  for  xanthic  acid  by  adding 
copper  sulphate. 

Jm  order  to  determine  the  distribution  of  carbon  bisulphide  introduced 
into  the  soil,  250  c.c.  of  the  air  in  the  soil  is  drawn  by  means  of  an  aspirator 
through  sulphuric  acid,  and  then  through  bulbs  containing  the  alcohoUo 
potash.  Por  quantitative  determinations,  a  larger  quantity  of  air  must  be 
used,  and  the  xanthic  acid  formed  is  estimated  by  means  of  the  reaction 
2C»H«OS«+P=2C^*OS2+2HI.  The  alkaline  solution  is  slightly  acidified 
with  acetic  acid,  mixed  with  excess  of  sodic  bicarbonate,  and  titrated  in  the 
usual  way  with  a  solution  of  iodine  containing  1*68  gm.  per  liter,  1  c.c.  of 
which  is  equivalent  to  1  m.gm.  of  carbon  bisulphide. 

To  apply  this  method  to  thiocarbonates,  about  1  gm.  of  the  substance, 
together  with  about  10  c.c.  of  water,  is  introduced  into  a  small  fiask  and 
decomposed  by  a  solution  of  zinc  or  copper  sulphate,  the  flask  being  heated 
on  a  water  bath,  and  the  evolved  carbon  bisulphide  passed,  first  through 
sulphuric  acid,  and  then  into  alcoholic  potash.  In  the  case  of  gaseous 
mixtures  of  carbon  bisulphide,  nitrogen,  hydrogen  sulphide,  carbonic 
anhydride,  carbonic  oxide,  and  water-vapour,  the  gas  is  passed  through 
a  strong  aqueous  solution  of  potash,  then  into  sulphuric  acid,  and  finally  into 
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alcoholic  potash.  The  thiocarbonate  formed  in  the  first  flask  is  decomposed 
by  treatment  with  copper  or  zinc  sulphate  as  above,  and  the  xanthic  acid 
obtained  is  added  to  that  formed  in  the  third  flask,  and  the  whole  titrated 
with  iodine. 

Another  method  available  for  technical  purposes,  such  as  tlie 
comparative  estimation  of  CS^  in  coal  gas,  or  in  comparing  samples 
of  thiocarbonates,  is  as  follows : — 

The  liquid,  or  other  substance,  containing  the  disulphide,  is  added  to 
strong  alcoholic  potash  or  gas  containing  the  CS^  is  passed  slowly  through 
the  alkaline  absorbent.  The  disulphide  unites  with  the  potsssic  ethylate  to 
form  potassic  xanthate.  The  li(}uid  is  neutralized  with  acetic  acid  and  the 
xanthate  is  then  estimated  by  titrating  with  a  standard  solution  of  cupric 
sulphate  (12*47  gm.  per  liter),  until  an  excess  of  copper  is  found  by  potassic 
ferrocyanide  used  as  an  external  indicator.  Each  c.c.  of  copper  solution 
represents  00076  gm.  CS'. 


K0L7BDBNTTK   AND    TTTNOSTEST. 
Mo  =  95-8.     W=184. 

§  85.  Volumetric  methods  are  probably  of  very  limited  use  in 
the  case  of  these  substances,  but  cases  may  arise  in  which  their 
estimation  is  more  simply  accomplished  by  volumetric  than  by 
gravimetric  means. 

Von  d.  Pf  ordten  {C.  N.  L  18)  gives  the  following  processes : — 

The  solution  of  the  salt  is  mixed,  for  molybdenum,  with  50 — 60  cc,  and 
for  tungsten  with  70—80  c  c.  of  HCl  of  27  per  cent.  There  are  then  added 
for  molybdenum,  8—10  gm.,  and  for  tungsten  14 — 16  gm.  zinc  in  tiie  form 
of  rods,  and  in  as  large  pieces  as  possible.  The  solution  may  contain  03 gm. 
molybdic  oxide,  or  0*1  gm.  of  tungstio  oxide ;  in  the  latter  case,  the  solution 
is  previously  heated  on  the  water  bath,  and  the  HCl  and  zinc  are  then 
added;  the  deposition  of  tungstic  oxide  in  a  solid  state  is  thus  avoided. 
Towards  the  end  of  the  reduction,  a  little  heat  may  sometimes  be  applied  to  the 
molybdenum  solution  also  with  advantage.  When  the  molybdenum  solution 
has  become  yellow,  and  that  of  tungsten  red,  the  flask  is  cooled — in  the  case 
of  tungsten  with  especial  care.  The  remainder  of  the  procedure  is  different. 
The  molybdenum  solution  is  poured  into  a  porcelain  capsule  containing 
40  c.c.  dilute  sulphuric  acid,  and  20  c.c.  of  manganous  sulphate  solution  free 
from  ferrous  salt,  and  containing  200  gm.  per  liter.  An  equal  volume  of 
water  is  added,  and  a  dilute  solution  of  standard  permanganate  is  run  in. 
The  results  are  accurate : 

1  CO.  KMnO*=0-000752186  0=00046131lMoO'. 

The  reduced  tungsten  solution  is  rinsed  quickly  into  a  capsule  in  which 
there  is  an  excess  of  permanganate,  70—100  c.c.  dilute  sulphuric  acid,  40  e.c. 
manganous  sulphate  solution,  but  otherwise  no  water.  Not  until  the  flask 
has  been  rinsed  out  is  the  liquid  diluted  to  1  liter.  In  presence  of  such 
large  quantities  of  HCl  the  manganous  sulphate  exerts  its  power  of 
transferring  oxygen  only  in  concentrated  solutions.  Quick  working  is 
essential.  An  excess  of  ferrous  sulphate  is  now  run  in,  and  the  solution  is 
finally  titrated  with  permanganate. 
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Schindler's  Method  for  Kolybdenxuxi  and  Lead  {Z,  a,  C. 
xxvii.  137). — ^This  process  has  already  been  referred  to  under 
Phosphoric  acid  (§  69).  It  was  originally  designed  for  the 
estimation  of  molybdenum  and  incidentally  applied  to  lead.  It  is 
based  on  the  fact  that  lead  acetate,  when  added  to  a  hot  solution 
of  ammonic  molybdate,  gives  a  precipitate  of  PbMoO^,  which  is 
insoluble  in  acetic  acid.  Any  excess  of  the  molybdate  solution 
shows  a  colour  varying  from  yellow  to  blood  red  with  a  freshly 
prepared  solution  of  tannin  (1 — 300)  as  indicator,  according  to  the 
amount  present 

The  method  requires  the  following  solutions : — 

Standard  Lead  acetate. — 50  gm.  of  acetate  is  dissolved  in  a  liter 
of  water  with  10  c.c.  of  acetic  acid ;  it  is  then  to  be  standardized 
with  a  known  weight  of  pure  ammonic  molybdate. 

Standard  Ammonic  molybdate. — ^This  may  be  made  with  the 
ordinary  commercial  salt  by  dissolving  about  20  gm.  in  700 — 800 
cc.  of  water,  adding  a  little  ammonia  to  render  it  clear.  It  is 
standardized  by  the  following  method,  so  that  1  c.c.  shall  equal 
1  cc  of  lead  solution. 

TKe  Afudytit:  To  50  c.c.  of  the  molybdenum  solution  faintly  acidified 
with  acetic  acid,  about  300  c.c.  of  boiling  water  is  added,  and  the  standard  lead 
solution  run  in  until  the  whole  of  the  molybdic  acid  is  precipitated,  and  a 
slight  excess  of  lead  occurs,  which  may  bo  known  by  removing  a  drop  from  the 
dear  liquid,  and  brinp:ing  it  in  contact  with  a  drop  of  the  tannin  indicator 
on  a  porcelain  tile;  if  an  excess  of  lead  has  been  used  no  colour  occurs. 
Standard  molybdic  solution  is  then  cautiously  added,  until  b^  similar  testing 
a  distinct  orange  colour  appears.  The  volume  of  the  latter  is  deducted  from 
the  volume  of  lead  solution  originally  lued  and  the  remainder  calculated  to 
molybdic  acid,  207Pb=144MoO'. 

The  method  is  capable  of  giving  very  good  results,  and  is 
applicable  to  the  analysis  of  lead  compounds,  such  as  white  lead, 
by  dissolving  in  nitric  acid,  neutralizing  with  ammonia,  then 
acidifying  with  acetic  acid  before  titrating. 

The  accuracy  of  the  method  depends  on  a  correct  molybdic 
standard ;  the  pure  ammonium  salt  has  the  formula  (NH*)^Mo^O^ 
+  411^0,  and  should  when  ignited  in  a  platinum  crucible  to 
a  constant  weight  give  81*55  per  cent.  MoO^. 


Digitized  by  VjOOQIC 


352  VOLUMETRIC  ANALYSIS.  §    86. 


PART  VI. 

SPECIAL  APPLICATIONS  OF  THE  VOLUMETRIC 

SYSTEM    TO    THE    AA^ALYSIS    OF    URIXE,    POTABLE 

WATERS,  SEWAGE,  ETC. 

AKAIiTSIS    OF    ITBIKE. 

§  86.  The  complete  and  accurate  determination  of  the  normal 
and  abnormal  constituents  of  urine  presents  Tnore  than  ordinary 
difficulty  to  even  experienced  chemists,  and  is  a  hopeless  task  in 
the  hands  of  any  other  than  such.  Fortunately,  however,  the 
most  important  matters,  such  as  urea,  sugar,  phosphates,  sulphates, 
and  clilorides,  can  all  be  detennined  volimietricaUy  with  accuracy 
by  ordinary  operators,  or  by  medical  men  who  cannot  devote 
much  time  to  practical  chemistry.  The  researches  of  Liebig, 
Neubauer,  Bence  Jones,  Vogel,  Beale,  Hassall,  Pavy, 
and  others,  during  the  last  few  years,  have  resulted  in  a  truer 
knowledge  of  this  important  secretion;  and  to  the  two  first 
mentioned  chemists  we  are  mainly  indebted  for  the  simplest 
and  most  accurate  methods  of  estimating  its  constituents.  With 
the  relation  which  the  proportion  of  these  constituents  bear 
to  health  or  disease  the  present  treatise  has  nothing  to  do,  its 
aim  being  simply  to  point  out  the  readiest  and  most  useful 
methods  of  determining  them  quantitatively.  Their  pathological 
importance  is  very  fully  treated  by  some  of  the  authorities  just 
mentioned,  among  the  works  of  which  Keubauer  and  Vogel's 
Analyse  des  Hams,  Be  ale's  Urine,  Urinary  Deposits,  and  Calculi, 
and  M^hu's  Traite  de  CJiimie  Medicale,  are  most  prominent  and 
exhaustive ;  and  we  now  have  the  collected  experience  of  all 
the  best  authorities  in  the  world  in  The  Pathological  Handbook 
of  Drs.  Lauder  Brunton,  Klein,  Foster,  and  Burdon 
Sanderson  (Churchill). 

The  gram  system  of  weights  and  measures  will  be  adopted 
throughout  this  section,  while  those  who  desire  to  use  the  grain 
system  will  have  no  difficulty  in  working,  when  once  the  simple 
relation  between  them  is  understood*  (see  §  9,  p.  22).  The  question 
of  weights  and  measures  is,  however,  of  very  little  consequence,  if 
the  analyst  considers  that  he  is  dealing  with  relative  parts  or  pro- 

*  In  a  word,  whenever  c.c  ocean,  dm.  may  be  Bubatitnted ;  and  in  case  of  naing: 
grains  for  grams,  move  the  decimal  point  one  place  to  the  right ;  thus  7*0  granur  wonld 
be  changed  to  70  graina.  Of  oourae  it  is  understood  that  where  grams  are  taken  c.c. 
must  be  measured,  and  with  grains  dm.,  the  standard  solution  being  the  same  for  both 
systems. 
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portions  only  ;  and  as  urine  is  generally  described  as  containing  so 
many  parts  of  urea,  chlorides,  or  phosphates,  per  1000,  the  absolute 
weight  may  be  left  out  of  the  question.  The  grain  system  is  more 
leadily  calculated  into  English  ounces  and  pints,  and  therefore  is 
generally  more  familiar  to  the  medical  profession  of  this  country. 

One  thing,  however,  is  necessary  as  a  preliminary  to  the  exami- 
nation of  urine,  and  which  has  not  generally  been  sufficiently 
considered ;  that  is  to  say,  the  relation  between  the  quantity  of 
secretion  passed  in  a  given  time,  and  the  amount  of  solid  matters 
found  in  it  by  analysis.  In  a  medical  ix)int  of  view  it  is  a  mere 
waste  of  time,  generally  speaking,  to  estimate  the  constituents  in 
half-flrpint  or  so  of  urine  passed  at  any  particular  hour  of  the  day 
or  night,  without  ascertaining  the  relation  which  that  quantity, 
with  its  constituents,  bears  to  the  whole  quantity  passed  during, 
say,  24  hours ;  and  this  is  the  more  necessary,  as  the  amount  of 
fluid  secreted  varies  very  considerably  in  healthy  persons ;  besides 
this,  the  analyst  should  register  the  colour,  peculiarity  of  smell  (if 
any),  consistence,  presence  or  absence  of  a  deposit  (if  the  former, 
it  should  be  collected  for  separate  analysis,  filtered  urine  only  being 
used  in  such  cases  for  examination),  and  lastly  its  reaction  to  litmus 
should  be  observed. 


1.     Specific   Gravity. 

This  may  be  taken  by  measuring  10  c.c.  with  an  accurate  pipette 
into  a  tared  beaker  or  flask.  The  observed  weight  say  is  10*265 
gm. ;  therefore  1026*5  wiU  be  the  specific  gravity,  water  being  1000. 
Where  an  accurate  balance,  pipette,  or  weights  are  not  at  hand, 
a  good  urinometer  may  be  used.  These  instruments  are  now  to  be 
had  with  enclosed  thermometer  and  of  accurate  graduation. 


2.     Estlzoation   of  Chlorides    (calculated   as   Sodlc    Chloride). 

This  may  be  done  in  several  ways,  and  I  have  placed  the 
methods  in  the  order  in  which  I  consider  they  ought  to  be  ranked 
as  regards  accuracy.  Liebig's  method  is  by  far  the  simplest,  but 
the  end-point  is  generally  so  obscure  that  tiie  liability  to  error  is 
very  great.  Mohr's  method  I  have  modified  by  the  use  of 
ammonic  in  place  of  potassic  nitrate,  owing  to  the  solvent  effect 
which  the  latter  has  been  found  to  produce  on  silver  chromate. 
By  ignition  the  ammonia  salt  is  destroyed. 

(a)  By  SUver  Nitrate  (Mohr). — 10  C.C.  of  the  urine  are 
measured  into  a  thin  porcelain  capsule,  and  1  gm.  of  pure  ammonic 
nitrate  in  powder  added ;  the  whole  is  then  evaporated  to  dryness, 
and  gradually  heated  over  a  small  spirit  lamp  to  low  redness  till 
all  vapours  are  dissipated  and  the  residue  becomes  white;  it  is 
then  dissolved  in  a  small  quantity  of  water,  and  the  carbonates 

A   A 


Digitized  by  VjOOQIC 


354  VOLUMETRIC  ANALYSIS.  §   86. 

produced  by  the  combustion  of  the  oiganic  matter  neutralized  by 
.  dilute  acetic  acid ;  a  few  grains  of  pure  calcic  carbonate  to  remove 
all  free  acid  are  then  added,  and  one  or  two  drops  of  solution  of 
potassic  chromate. 

The  mixture  is  then  titrated  with  ^  silver,  as  in  §  37.2  (5). 

Each  C.C.  of  silver  solution  represents  0*005837  gm.  of  salt, 
consequently  if  12*5  cc.  have  been  used,  the  weight  of  salt  in  the 
10  cc.  of  urine  is  0*07296  gm.,  and  as  10  cc  only  were  taken, 
the  weight  multiplied  by  10,  or  what  amounts  to  the  same  thing, 
the  decimal  point  moved  one  place  to  the  right,  gives  7*296  gm. 
of  salt  for  1000  of  iirine. 

If  5*9  cc  of  the  urine  are  taken  for  titration,  the  number  of  cc.  of  f^ 
silver  used  will  represent  the  number  of  parts  of  salt  in  1000  parts  of  urine. 

Pibram  {ViertdjaJirsh,  f,  prcKt,  Heilk^  cvL  101)  obviates  the 
necessity  for  evaporating  the  urine  with  a  nitrate  previous  to 
titration  by  heating  the  urine  with  permanganate.  10  cc  of  urine 
are  mixed  with  about  5  cc  of  -^  permanganate,  and  40  cc  of 
water,  then  brought  nearly  to  boiling;  by  this  means  a  brown 
flocculent  precipitate  is  produced,  consisting  of  organic  matter  and 
manganous  salt,  which  is  filtered  away,  leaving  the  clear  liquor 
colourless,  so  that  an  excess  of  permanganate  shows  the  rose  tint 
at  once.  Enough  permanganate  must  be  used  to  give  this  tint, 
which  is  then  removed  by  a  drop  or  two  of  dilute  oxalic  acid 
solution,  a  little  calcic  carbonate  added,  and  the  fluid  titrated  witli 
•^  silver  solution  and  chromate  as  before  described.  This  method 
gives  very  good  results  with  normal  urines. 

(5)  ByVolhard'sKetluML — ^This  is  a  direct  estimation  of  CI 
by  excess  of  silver  and  the  excess  found  by  ammonic  sulphocyanate 
(§  39),  which  gives  very  good  results  in  the  absence  of  much 
organic  matter,  and  is  carried  out  as  follows  : — 

10  cc.  of  urine  are  placed  in  a  100  cc.  flask  and  diluted  to  about  60  cc 
2  CO.  of  pure  nitrio  aoid  and  15  cc.  of  standard  silver  solution  (1  cc=0'01 
gm.  NaCl)  are  then  added;  the  closed  flask  is  well  shaken,  and  the  measure 
made  up  to  100  cc.  with  distilled  water. 

The  mixture  is  then  passed  through  a  dry  filter,  and  about  70  or  80  cc  of 
the  clear  fluid  titrated  with  standard  ammonic  sulphocyanate  for  the  excess 
of  silver,  using  the  ferric  indicator  described  on  page  127.  The  relative 
strength  of  the  silver  and  sulphocyanate  being  known,  the  metsore  of  the 
former  required  to  combine  with  tide  chlorine  in  the  7  or  8  cc.  of  urine  is 
found  and  calculated  into  NaCl. 

Arnold  (Pfliiger^s  Archiv.  xxxv.  541)  carries  out  this  process 
as  follows : — 

10  cc  of  urine  are  mixed  with  10  to  20  drops  of  nitric  acid  sp.  gr.  1*2, 
2  cc  of  ferric  indicator,  and  10  to  15  drops  of  solution  of  permanganate  to 
oxidize  organic  matter.  The  liquid  is  then  titrated  according  to  Y  o  1  h  ar  d'  a 
directions. 
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Another  variation  of  Mohr's  method  is  proposed  by  Zuelzer 
(BericMe,  xviii.  320). 

10  c.c.  of  urine  are  acidulated  with  nitric  add,  and  precipitated  with  silver 
nitrate;  the  silver  chloride  is  filtered  off  and  washed,  then  dissolved  in 
ammonia:  from  this  solution  the  silver  is  precipitated  with  fresh  NH^S. 
The  excess  of  sulphide  is  then  removed  by  cadmic  nitrate,  the  liquid  diluted 
to  a  definite  volume,  and  an  aliquot  part  filtered  off,  acidulated  with  nitric 
acid,  neutralized  with  calcic  carbonate,  then  titrated  with  yV  -silver  and 
chromate.  This  method  is  cumbrous,  and,  if  the  reagents  are  not  extremely 
pure,  liable  to  great  inaccuracy. 

(c)  By  Mercuric  Nitrate  (Liebig). — ^The  principle  of  this 
method  is  as  follows : — If  a  solution  of  mercuric  nitrate,  free  from 
any  excess  of  acid,  is  added  to  a  solution  of  urea,  a  white  gelatinous 
precipitate  is  produced,  containing  urea  and  mercuric  oxide  in  the 
proportions  of  1  eq.  of  the  former  to  4  eq.  of  the  latter  (4HgO  +  Ur). 
When  sodic  chloride,  however,  is  present  in  the  solution,  this 
precipitate  does  not  occur  until  all  the  sodic  chloride  is  converted 
by  double  decomposition  into  mercuric  chloride  (sublimate)  and 
sodic  nitrate,  the  solution  remaining  clear ;  if  the  exact  point  be 
overstepped,  the  excess  of  mercury  immediately  produces  the  pre^ 
cipitate  above  described,  so  that  the  urea  present  acts  as  an  indicator 
of  the  end  of  the  process.  It  is  therefore  possible  to  ascertain  the 
proportion  of  chlorides  in  any  given  sample  of  urine  by  this  method, 
if  file  strength  of  the  mercurial  solution  is  known,  since  1  eq.  of 
mercuric  oxide  converts  1  eq.  of  sodic  chloride  into  1  eq.  each  of 
corrosive  sublimate  and  sodic  nitrate. 

Standard  Solution  of  Mercuric  nitrate. — It  is  of  great  im- 
portance that  the  solution  be  pure,  for  if  the  mercury  from  which 
it  is  made  be  contaminated  with  traces  of  other  metals,  such  as 
bismuth,  silver,  or  lead,  they  will  produce  a  cloudiness  in  the 
liquid  while  under  titration,  which  may  possibly  obscure  the  exact 
ending  of  the  reaction ;  therefore  18-42  gm.  of  the  purest  precipi- 
tated mercuric  oxide  are  put  into  a  beaker,  with  a  sufficiency  of 
pure  nitric  acid  of  about  1'20  spec  grav.  to  dissolve  it  by  the 
aid  of  a  gentle  heat ;  the  clear  solution  so  obtained  is  evaporated 
on  the  water  bath  to  remove  any  excess  of  free  acid.  When  the 
liquid  is  dense  and  sirupy  in  consistence,  it  may  be  transferred  to 
the  graduated  cylinder  or  flask  and  diluted  to  a  liter.  1  c.c.  of  the 
solution  so  prepared  is  equal  to  0*01  gm.  of  sodic  chloride,  or 
0-006059  gm.  of  chlorine. 

If  pure  mercuric  oxide  is  not  at  hand,  the  solution  is  best  xnade  by  weighing 
26  gm.  of  mercuric  chloride,  which  is  dissolved  in  about  a  liter  of  water  and 
the  oxide  precipitated  with  a  slight  excess  of  caustic  potash  or  soda.  The 
precipitate  of  yellow  oxide  is  allowed  to  settle  clear  and  the  liquor  decanted. 
It  is  repeatedly  washed  in  this  manner  with  warm  distilled  water  until  the 
washings  show  no  amount  of  alkali  or  alkaline  chloride ;  the  precipitate  is 
then  dissolved  in  the  smallest  quantity  of  pure  nitric  acid,  and  diluted  to 
about  950  c.c.  If  any  great  excess  of  nitric  acid  is  present,  it  may  be 
cautiously  neutralized  by  pure  sodic  hydrate  or  carbonate. 
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Verification  of  tlie  Mercuric  Solution. — ^This  is  carried  out  by 
the  help  of  the  following  solutions : — 

Pure  Sodic  chloride. — 20  gm.  per  liter. 

Solution  of  Urea. — 4  gm.  of  pure  urea  in  100  c.c. 

Solution  of  pure  Sodic  sulphate. — Saturated  at  ordinary  tem- 
peratures. This  is  used  to  regulate  the  action  of  the  free  acid 
which  is  liberated  in  the  reaction.  In  the  case  of  natural  urine  it 
is  not  necessary. 

Process  of  Titration:  10  c.c.  of  the  standard  sodic  chloride  (=0'2  gm. 
KaCl)  are  placed  in  a  small  beaker,  together  with  3  c.c.  of  the  urea  solution, 
and  5  c.c.  of  sodic  sulphate.  The  mercuric  solution  is  then  delivered  in  from 
the  burette,  with  constant  stirring,  until  a  decided  x)ermanent  white  pre- 
cipitate is  seen  to  form.  A  mere  opalescence  may  occur  even  at  the  beginnings 
arising  from  sUght  impurities  in  the  mercury,  but  this  may  be  disregarded. 
If  the  mercuric  solution  has  been  made  from  weighed  pure  oxide,  exactly  20 
c.c.  should  be  required ;  if,  on  the  contrary,  it  has  been  made  from  the  fresh 
unweighed  oxide,  somewhat  less  than  20  c.c.  should  be  required.  Say  that 
18*5  c.c.  have  been  found  to  give  the  necessary  reaction,  then  the  solution 
must  be  diluted  with  distilled  water  in  the  proportion  of  1*5  c.c.  to  every 
18'5,  or  925  c.c.  made  up  to  a  liter. 

It  may  happen  that  the  solution,  when  made  from  weighed  dry 
mercuric  oxide,  is  not  correct,  owing  to  the  difficulty  of  obtaining 
perfectly  pure  material ;  in  such  case  a  factor  must  be  used  to  bring 
the  volume  used  to  the  correct  standard. 

{d)  Baryta  Solution  for  removingr  Fhosphorio  and  Sulphuric 
Acids. — Before  urine  can  be  submitted  to  titration  by  the  mercurial 
solution,  it  is  necessary  to  remove  the  phosphoric  acid,  and  the 
proper  agent  for  this  purpose  is  a  mixture  composed  of  1  volume 
of  cold  saturated  solution  of  pure  baric  nitrate  and  2  volumes  ditto 
baric  hydrate ;  the  same  agent  is  used  previous  to  the  estimation  of 
urea,  and  may  be  simply  designated  Banjta  Solution. 

The  Artalysis :  40  c.c.  of  the  clear  urine  are  mixed  with  20  c.c.  of  baryta 
solution,  and  the  thick  mixture  poured  upon  a  small  dry  filter;  when 
su£&cient  clear  Uquid  has  passed  through,  15  c.c.  (-=10  c.c.**of  urine)  are 
taken  with  a  pipette  and  just  neutralized,  if  necessaiy,  with  a  drop  or  two  of 
nitric  acid.  If  not  alkaline,  the  probability  is  that  sufficient  baryta  solution 
has  not  been  added  to  precipitate  all  the  phosphoric  and  sulphuric  acids. 
This  may  be  known  by  addmg  a  drop  or  so  of  the  baryta  solution  to  the 
filtrate ;  if  any  precipitate  is  produced,  it  will  be  necessary  to  mix  a  fresh 
quantity  of  urine  with  three-fourths  or  an  equal  quantity  of  baryta,  in  which 
case  171  or  20  c.c.  must  be  taken  to  represent  10  c.c.  of  urine ;  the  excess  in 
either  case  of  baryta  must  be  cautiously  neutralized  with  nitric  acid. 

The  vessel  containing  the  fluid  is  then  brought  under  a  Mohr's  biurette 
containing  the  mercurial  solution,  and  small  portions  delivered  in  with 
stirring,  until  a  distinct  permanent  precipitate  is  produced.  The  volume  of 
solution  used  is  then  read  off  and  calculated  for  1000  parts  of  urine. 

Example :  15  c.c.  of  the  liquid  prepared  with  a  sample  of  urine,  as 
described  above  (=10  c.c.  of  urine),  required  6*2  c.c.  of  mercurial  solution: 
the  quantity  of  salt  present  was  therefore  0*062  gm.,  or  6*2  parts  in  lOOO 
parts  of  urine. 
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3.     Estimation  of  TTrea   (Liebigr). 

The  combination  between  urea  and  mercuric  oxide  in  neutral  or 
alkaline  solutions  has  been  aUuded  to  in  the  foregoing  article  on 
chlorides ;  it  wiU  therefore  probably  be  only  necessary  to  say  tliat 
the  determination  of  urea  in  urine  is  based  on  that  reaction ;  and 
as  the  precipitate  so  produced  is  insoluble  in  water  or  weak  alkaline 
solutions,  it  is  only  necessary  to  prepare  a  standard  solution  of 
mercury  of  convenient  strength,  and  to  find  an  indicator  by  which 
to  detect  the  point  when  all  the  urea  has  entered  into  combination 
with  the  mercury,  and  the  latter  slightly  predominates.  Tliis 
indicator  is  sodic  carbonate.  Liebig's  instructions  are,  that  when 
in  the  course  of  adding  the  mercurial  solution  from  the  burette  to 
the  urine,  a  drop  of  the  mixture  is  taken  from  time  to  time  and 
brought  in  contact  with  a  few  drops  of  solution  of  sodic  carbonate 
on  a  glass  plate  or  in  a  watch-glass,  no  change  of  colour  is 
produced  at  the  point  of  contact  until  the  free  urea  is  all  removed ; 
when  this  is  the  case,  and  the  mercury  is  slightly  in  excess,  a  yellow 
colour  is  produced,  owing  to  the  formation  of  hydrated  mercuric 
oxide. 

The  compound  of  urea  and  mercury  consists,  according  to 
Liebig's  analysis,  of  1  eq.  of  the  former  to  4  eq.  of  the  latter ; 
that  is  to  say,  if  the  nitric  acid  set  free  by  the  mixture  is 
neutralized  from  time  to  time  with  sodic  carbonate  or  other  suitable 
alkalL  If  this  be  not  done,  the  precipitate  first  formed  alters 
in  character,  and  eventually  consists  only  of  3  eq.  of  mercury 
^vith  1  of  urea.  In  order  to  produce  the  yellow  colour  with 
sodic  carbonate,  there  must  be  an  excess  of  mercurial  solution. 
Theoretically,  100  parts  of  urea  should  require  720  parts  of 
mercuric  oxide;  but  practically,  772  parts  of  the  latter  are 
necessary  to  remove  all  the  urea,  and  at  the  same  time  show 
the  yellow  colour  with  alkali;  consequently  the  solution  of 
mercuric  nitrate  must  be  of  empirical  strength,  in  order  to  give 
accurate  results. 

Preparation  of  the  Mercuric  Solution. — 7  7 '2  gm.  of  red  mercuric 
oxide,  or  71*5  gm.  of  the  metal  itself,  are  treated  with  nitric  acid, 
as  described  in  the  previous  article  on  chlorides,  and  in  either  case 
diluted  to  1  liter :  1  c.c.  of  the  solution  is  then  equal  to  0*01  gm. 
of  urea.  (The  extreme  care  required  to  remove  traces  of  foreign 
metals  from  the  mercury  is  not  so  necessary  here  as  in  the  foregoing 
instance,  but  no  large  amount  of  free  acid  must  be  present.) 
Dragendorff  prefers  to  use  mercuric  chloride  in  the  prejmration 
of  the  standartl  solution,  by  weighing  96*855  gm.  of  the  pure  salt, 
which  is  dissolved  in  water,  then  precipitated  with  dilute  caustic 
soda,  the  precipitate  well  washed  by  decantation  until  free  from 
chlorine,  then  dissolved  in  a  slight  excess  of  nitric  acid,  and  the 
solution  diluted  to  1  liter. 
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The  AnalyrU :  Two  volumes  of  the  urine  are  mixed  with  one  of  baryta 
solution  as  before  described  in  the  case  of  chlorides  (reserving  the  precipitate 
for  the  determination  of  phosphoric  acid,  if  necessary),  and  15  c.c.  (  =  10  c.c- 
of  urine)  tdcen  in  a  small  beaker  for  titration;  it  is  brought  under  the 
burette  containing  the  mercurial  solution  (without  neutralizing  the  excess 
of  baryta,  as  in  the  case  of  chlorides),  and  the  solution  added  in  small 
quantities  so  long  as  a  distinct  precipitate  is  seen  to  form.  A  plate  of  glass 
laid  over  dark  paper  is  previously  sprinkled  with  a  few  drops  of  solution  of 
sodic  carbonate,  and  a  drop  of  the  mixture  must  be  brought  from  time  to 
time,  by  means  of  a  small  glass  rod,  in  contact  with  the  soda.  So  long  as  the 
colour  remains  white,  free  urea  is  present  in  the  mixture ;  when  the  yellow 
colour  is  distinctly  apparent,  the  addition  of  mercury  is  discontinued,  and 
the  quantity  used  calcmated  for  the  amount  of  urea.  It  is  always  advisable 
to  repeat  the  analysis,  taking  the  first  titration  as  a  guide  for  a  more  accurate 
estimation  by  the  second. 

Uxample :  15  c.c.  of  urine  depoved  of  phosphates  (=10  c.c.  of  the  original 
urine)  were  titrated  as  described,  and  required  17'6  c.c.  of  mercurial  solution  ; 
consequently  there  was  0*176  gm.  of  urea  present  in  the  10  c.c,  or  17*6  purts 
in  the  1000  of  urine. 

The  experiments  of  Kautenberg  (Ann.  d.  CJiem.  u,  Pharm, 
cxxxiiL  55)  and  Pfluger  {Z.  a,  G,  xix.  375)  show,  however,  that 
the  method,  as  devised  by  Liebig,  is  open  to  serious  errors,  due  to 
the  uncertainty  in  the  point  of  neutralization. 

Pfluger' 8  researches  are  very  complete,  and  lead  to  the  follow- 
ing modification  of  the  process. 

A  solution  of  pure  urea  is  prepared  containing  2  gm.  in  100  c.c- 
10  c.c.  of  this  solution  is  placed  in  a  beaker,  and  20  c.c.  of  the 
mercury  solution  ran  into  it  in  a  continuous  stream ;  the  mixture  is 
then  immediately  brought  under  a  burette  containing  normal  sodic 
carbonate,  and  this  solution  is  added  with  constant  agitation  until 
a  permanent  yellow  colour  appears.  The  volume  of  soda  solution 
so  used  is  noted  as  that  which  is  necessary  to  neutralize  the  acidity- 
produced  by  20  C.C.  of  the  mercury  solution  in  the  presence  of  urea. 
Pfluger  found  that  by  titrating  10  c.c.  of  the  urea  solution  by 
smaU  additions  of  the  mercury,  and  occasional  neutralization,  tlie 
end  of  the  reaction  occurred  geneiuUy  at  from  17*2  to  17*8  cc  of 
mercury  j  but  when  he  ran  in  boldly  19*7  cc.  of  mercury,  followed 
immediately  by  normal  sodic  carbonate  to  near  neutrality,  then 
alternately  a  drop  or  two  of  first  mercury,  then  soda,  the  exact 
point  was  reached  at  20  cc  of  mercury ;  and  when  10  cc  of  the 
mercury  solution  which  gave  this  reaction  were  analyzed  as  sidphide 
by  weight,  a  mean  of  several  determinations  gave  0'7726  gm.  of 
HgO,  which  agrees  very  closely  with  Lie  big's  number. 

In  the  case  of  titrating  urine,  the  following  method  is  adopted: — 

A  plate  of  colourless  glass  is  laid  upon  black  cloth,  and  some  drops  of  a 
thick  mixture  of  sodic  bicarbonate  (free  from  carbonate)  and  water  placed 
upon  it  at  convenient  distances.  The  mercury  solution  is  added  to  the  urine 
in  such  volume  as  is  judged  appropriate,  and  from  time  to  time  a  drop  of  the 
white  mixture  is  placed  beside  the  bicarbonate  so  as  to  touch,  but  not  mix 
completely.  At  first  the  urine  mixture  remains  snow-white,  but  with 
further  additions  of  mercury  a  point  at  last  occurs  when  the  white  gives 
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place  to  yellow.  When  the  colour  has  developed  itself,  hoth  drops  are  rubhed 
quickly  together  with  a  glass  rod :  the  coloar  should  disappear.  Further 
addition  of  mercury  is  niAde  cautiously  until  a  faint  yellow  is  permanent. 
Now  is  the  time  to  neutralize  by  the  addition  of  the  normal  soda  to  near  the 
volume  which  has  been  found  necessary  to  completely  neutralize  a  given 
volume  of  mercury  solution.  If  the  time  has  not  been  too  long  in  reaching 
this  point,  it  will  be  found  that  a  few  tenths  of  a  c.c.  will  suffice  to  complete 
the  reaction.  If,  however,  much  time  has  been  consumed,  it  may  occur  that, 
notwithstanding  the  mixture  is  distinctly  acid,  the  addition  of  soda  produces 
a  more  or  less  yellow  colour :  in  this  case,  nothing  is  left  but  to  go  over  the 
analysis  again,  taking  the  first  trial  as  a  guide  for  the  quantities  of  mercury 
and  soda  solutions,  which  should  be  delivered  in  one  after  the  other  as 
speedUy  as  possible  until  the  exact  end  is  reached. 

It  is  absolutely  necessary,  with  this  modified  process,  to  render 
the  urine  perfectly  neutral,  after  it  is  freed  from  phosphates  and 
sulphates  by  baryta  solution. 

Corrections  and  Kodiflcations  (Lie big). — In  certain  cases  the  results 
obtained  by  the  above  methods  are  not  atrictly  correct,  owing  to  the  variable 
state  of  dilution  of  the  liquid,  or  the  presence  of  matters  which  affect  the 
mercury  solution.  The  errors  are,  however,  generally  so  slight  as  not  to 
need  correction.  Without  entering  into  a  full  descrix>tion  of  their  origin, 
I  shall  simply  record  the  facts,  and  give  the  modifications  necessary  to  be 
made  where  thought  desirable. 

The  Urine  contains  more  than  2  per  cent,  of  Urea,  i.e,,  more 
than  20  jMirts  per  1000.  This  quantity  of  urea  would  necessitate  20  c.c. 
of  mercurial  solution  for  10  c.c.  of  urine.  All  that  is  necessary  to  be  done 
when  the  first  titration  has  shown  that  over  2  per  cent,  is  present,  is  to  add 
half  as  much  water  to  the  urine  in  the  second  titration  as  has  been  needed  of 
the  mercurial  solution  above  20  c.c.  Suppose  that  28  c.c.  have  been  used  at 
first,  the  excess  is  8  c.c,  therefore  4  c.c.  of  water  are  added  to  the  fiuid  before 
the  second  experiment  is  made. 

The  Urine  contains  less  than  2  per  cent,  of  Urea.  In  this  case, 
for  every  4  c.c.  of  mercurial  solution  less  than  20,  0*1  c.c.  must  be  deducted, 
before  (»lculating  the  quantity  of  urea ;  so  that  if  16  c.c.  have  been  required 
to  produce  the  yellow  colour  with  10  c.c.  urine,  15*9  is  to  be  considered  the 
correct  quantity. 

The  Urine  contains  more  than  1  per  cent,  of  Sodic  Chloride, 
i.€,,  more  than  10  parts  ^r  1000.  In  this  case  2  c.c.  must  be  deducted  from 
the  quantity  of  mercurial  solution  actually  required  to  produce  the  yellow 
colour,  with  10  c.c.  of  urine. 

The  Urine  contains  Albumen.  In  this  case  60  c.c.  of  the  urine  are 
boiled  with  2  drops  of  strong  acetic  acid  to  coagulate  the  albumen,  the 
precipitate  allowed  to  settle  thoroughly,  and  80  c.c.  of  the  clear  liquid  mixed 
with  15  c.c.  of  baryta  solution,  filtered,  and  titrated  for  both  chlorides  and 
urea,  as  previously  described. 

The  Urine  contains  Ammonic  Carbonate.  The  presence  of  this 
substance  is  brought  about  by  tiie  decomposition  of  urea,  and  it  may 
sometimes  be  of  interest  to  know  the  quantity  thus  produced,  so  as  to 
calculate  it  into  urea. 

As  ite  presence  interferes  with  the  correct  estimation  of  urea  direct,  by 
mercurial  'solution,  a  portion  of  the  urine  is  precipitated  with  baryta  as 
usual,  and  a  quantity,  representing  10  c.c.  of  urine,  evaporated  to  dryness  in 
the  water  bath  to  expel  the  ammonia,  the  rendue  then  dissolved  in  a  little 
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water,  and  the  urea  estimated  in  the  ordinary  way.  On  the  other  hand, 
50  or  100  c.c.  of  the  urine,  not  precipitated  with  baryta,  are  titrated  with 
normal  sulphuric  acid  and  litmus  paper,  each  c.c.  of  acid  representing 
0*017  gm.  of  ammonia,  or  0*08  gm.  of  urea. 

Pfliiger's  correction  for  concentration  of  the  urea  diflfers  from 
Liebig's,  his  rule  being  as  follows : — 

Given  the  volume  of  urea  solution + the  volume  of  NaCO^  required + the 
volume  of  any  other  fluid  free  from  urea  which  may  be  added,  and  call  tills 
V^ ;  the  volume  of  mercury  solution  is  V* ;  the  correction,  C,  is  then 

C==— (VI— V2)x0-08. 

This  formula  holds  good  for  cases  where  the  total  mixture  is  less  than  three 
times  the  volume  of  mercury  used. 
With  more  concentrated  solutions  this  formula  gives  results  too  high. 

Pfeiffer  (Zeitf.  Biol.  xx.  540)  has  made  a  careful  comparison 
of  Liebig's  (as  modified  by  Pf  lUger)  and  Kautenberg's  methods 
of  estimating  urea.  The  essential  difference  of  Rautenberg's 
method  consists  in  maintaining  the  urea  solution  neutral  throughout 
by  successive  additions  of  calcic  carbonate ;  under  these  conditions, 
the  composition  of  the  precipitate  differs  from  that  formed  when 
the  titration  is  made  according  to  Pfliiger's  process,  a  fact  which 
accounts  for  the  diminished  consumption  of  mercuric  nitrate  in  the 
former  method.  The  general  conclusions  from  his  observations 
may  be  summarized  as  follows: — (1)  In  estimating  the  correction 
for  sodic  chloride,  the  amount  of  free  acid  should  be  as  small  as 
possible,  and  0*1  c.c.  should  be  subtracted  from  every  c.c.  of 
mercuric  nitrate  used,  but  in  human  urine  it  is  preferable  to 
precipitate  the  chlorine  with  silver  nitrate,  as  a  slight  excess  of  the 
latter  does  not  influence  the  result.  (2)  The  coefficient  for 
dilution  should  be  determined  afresh  for  every  new  standard 
solution. 


4.    Estimation  of  Urea  by  its  conveTsion  into  Vitrogen  Gas. 

If  a  solution  of  urea  is  mingled  with  an  alkaline  solution  of 
hypoclilorite  or  hypobromite,  the  urea  is  rapidly  decomposed  and 
nitrogen  evolved,  which  can  be  collected  and  measured  in  any  of 
the  usual  forms  of  gas  apparatus  described  in  the  section  on 
analysis  of  gases. 

Test  experiments  with  pure  urea  have  shown,  that  the  whole  of 
the  nitrogen  contained  in  it  is  ehminated  in  this  process,  with  the 
exception  of  a  constant  deficit  of  8  per  cent  In  the  case  of  urine 
there  are  other  nitrogenous  constituents  present^  such  as  uric  acid, 
hippuric  acid,  and  creatinine,  which  render  up  a  small  proportion 
of  their  nitrogen  in  the  process,  but  the  quantity  so  obtained  is 
insignificant,  and  may  be  disregarded.  Consequently,  for  all 
medical  purposes,  this  method  of  estimating  urea  in  urine  is 
sufficiently  exact. 
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In  the  case  of  diabetic  urines,  however,  Mehii  and  others  have 
pointed  out  that  this  deficiency  is  diminished,  and  if,  in  addition 
to  the  glucose  present,  cane  sugar  be  also  added,  it  will  almost 
entirely  disappear.  Mehil  therefore  recommends  that  in  the 
analysis  of  saccharine  urines  cane  sugar  be  added  to  ten  times  the 
amount  of  urea  present,  when  the  difference  between  the  actual  and 
theoretical  yield  of  nitrogen  will  not  exceed  1  per  cent  {BvlL  Soc, 
Chim.  [2]  xxxiiL  410). 

Kussell  and  West  (J".  G,  S.  [2]  xii.  749)  have  described  a 
very  convenient  apparatus  for  working  the  process,  and  which  gives 
very  good  results  in  a  short  space  of  time.  This  method  has  given 
rise  to  endless  forms  of  apparatus  devised  by  various  operators, 
including  Mehii,  Yvon,  Duprd,  Apjohn,  Maxwell  Simpson, 
O'Keef  e,  etc.,  etc. :  the  principles  of  construction  are  all,  however, 
the  same.  Those  who  may  wish  to  construct  simple  forms  of 
apparatus  from  ordinary  laboratory  appliances,  will  do  well  to  refer 
to  the  arrangements  of  Dupre  (J,  C.  S,  1877,  534)  or  Maxwell 
Simpson  (ibid,  538). 

The  apparatus  devised  by  Russell  and  West  is  shown  in 
fig.  45,  and  may  be  described  as  follows : — 

The  tube  for  decomposing  the  urine 
is  about  9  inches  long,  and  about  half 
an  inch  inside  diameter.  At  2  inches 
from  its  closed  end  it  is  narrowed,  and 
an  elongated  bulb  is  blown,  leaving  the 
orifice  at  its  neck  f  of  an  inch  in 
diameter;  the  bulb  should  hold  about 
12  cc.  The  mouth  of  this  tube  is 
fixed  into  the  bottom  of  a  tin  tray 
about  If  inch  deep,  which  acts  as  a 
pneumatic  trough ;  the  tray  is  supported 
on  legs  Ipng  enough  to  allow  of  a 
small  spirit  lamp  being  held  under  the 
bulb  tube.  The  measuring  tube  for 
collecting  the  nitrogen  is  graduated  into 
cubic  centimeters,  and  of  such  size  as 
to  fit  over  the  mouth  of  the  decom- 
posing tube ;  one  holding  about  40  cc. 
is  a  convenient  size.  Russell  and  West 
have  fixed  by  experiment  the  propor- 
tions, so  as  to  obviate  the  necessity  for 
correction  of  pressure  and  temperature,  namely,  37 '1  cc.  =  O'l  gm. 
of  urea,  since  they  found  that  5  cc  of  a  2  per  cent  solution  of 
urea  constantly  gave  37*1  cc  of  nitrogen  at  ordinary  temperatures 
and  pressures.  The  entire  apparatus  can  be  purchased  of  most 
operative  chemists  for  a  moderate  sum. 

Hypobromite  Solution. — ^This  is  best  prepared  by  dissolving 
100  gUL  of  caustic  soda  in  250  cc  of  water  and  adding  25  cc  of 


Fig.  45. 
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bTOinine ;  this  mixture  gives  a  rapid  and  complete  decomposition, 
of  the  urea.  It  is  always  best  prepared  in  small  quantities  as 
required.  Strong  solution  of  sodic  or  calcic  hypochlorite  answers 
equally  well,  and  j^ossesses  the  advantage  of  keeping  better. 

The  Analyns :  5  CO.  of  the  urine  are  measured  into  the  bulb-tube,  fixed 
in  its  proper  position,  and  the  sides  of  the  tube  washed  down  with  distilled 
water  so  that  the  bulb  is  filled  up  to  its  constriction.  A  ^lass  rod,  having* 
a  thin  band  of  india-rubber  on  its  end,  is  then  passed  down  into  the  tube  so 
as  to  plug  up  the  narrow  opening  of  the  bulb.  The  hypobromite  solution  is 
then  poured  into  the  upper  part  of  the  tube  until  it  is  full,  and  the  trough 
is  afterwards  half  filled  with  water. 

The  graduated  tube  is  filled  with  water,  the  thumb  placed  on  the  open  end, 
and  the  tube  is  inverted  in  the  trough.  The  glass  it)d  is  then  pulled  out, 
and  the  graduated  tube  slipped  over  the  mouth  of  the  bulb-tube. 

The  reaction  commences  immediately,  and  a  torrent  of  gas  rises  into  the 
measuring  tube.  To  prevent  any  of  the  gas  being  forced  out  by  the  reaction, 
the  upper  part  of  the  bulb-tube  is  slightly  narrowed,  so  that  the  gas  is  directed 
to  the  centre  of  the  graduated  tube.  With  the  strength  of  hypofaromito 
solution  above  described,  the  reaction  is  complete  in  the  cold  in  about  ten  or 
fifteen  minutes ;  but  in  order  to  expedite  it,  the  bulb  is  slightly  wanned. 
This  causes  the  mixing  to  take  place  more  rapidly,  and  the  reaction  is  then 
complete  in  five  minutes.  The  reaction  will  be  rapid  and  complete  only 
when  there  is  considerable  excess  of  the  hypobromite  present.  After  the 
reaction  the  liquid  should  still  have  the  characteristic  colour  of  the 
hypobromite  solution. 

The  amount  of  constriction  in  the  tube  is  by  no  means  a  matter 
of  indifference,  as  the  rapidity  with  which  the  reaction  takes  place 
depends  upon  it.  If  the  liquids  mix  too  quickly,  the  evolution  of 
the  gas  is  so  rapid  that  loss  may  occur.  On  the  other  hand,  if  the 
tube  is  too  much  constricted,  the  reaction  takes  place  too  slowly. 

The  simplest  means  of  supporting  the  measuring  tube  is  to  have 
the  bulb-tube  corked  into  a  well,  which  projects  from  the  bottom  of 
the  trough  about  one  inch  downwards.  The  graduated  tube  stands 
over  the  bulb-tube,  and  rests  upon  the  cork  in  the  bottom  of  the 
well.  It  is  convenient  to  have,  at  the  other  end  of  the  trough, 
another  well,  which  will  form  a  supiwrt  for  the  measuring  tube 
when  not  in  use. 

To  avoid  all  calculations,  the  measuring  tube  is  graduated  so  that 
the  amount  of  gas  read  off  expresses  at  once  what  may  be  called 
the  percentage  amount  of  urea  in  the  urine  experimented  upon ; 
ix.  the  number  of  grams  in  100  cc,  5  c.c.  being  the  quantity  of 
urine  taken  in  each  case.  The  gas  collected  is  nitrogen  saturated 
with  aqueous  vapour,  and  the  bidk  will  obviously  be  more  or  less 
affected  by  temperature  and  pressure.  Alterations  of  tlie  barometer 
produce  so  small  an  alteration  in  the  volume  of  the  gas,  that  it 
may  be  generally  neglected ;  e.g.  if  there  are  30  cc.  of  nitrogen^ 
the  quantity  preferred,  an  alteration  of  one  inch  in  the  height  of 
barometer  would  produce  an  error  in  the  amount  of  urea  of  about 
0*003  ;  but  for  more  exact  experiments,  the  correction  for  pressure 
should  be  introduced. 

In  the  wards  of  hospitals,  and  in  rooms  where  the  experiments 
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are  most  likely  to  be  made,  the  temperature  will  not  vary  much 
from  65**  F.,  and  a  fortunate  compensation  of  errors  occurs  with 
this  form  of  apparatus  under  these  circumstances.  The  tension  of 
the  aqueous  vapour,  together  with  the  expansion  of  the  gas  at  this 
temperature,  almost  exactly  counterbalances  the  loss  of  nitrogen 
in  the  reaction. 

The  authors  found  from  experience  that  5  c.c.  of  urine  is  the 
most  advantageous  quantity  to  employ,  as  it  usually  evolves  a  con- 
venient bulk  of  gas  to  experiment  with,  i,e,  about  30  c.c.  They 
have  shown  that  5  c.c.  of  a  standard  solution  containing  2  per  cent, 
of  urea  evolve  37 '1  c.c.  of  nitrogen,  and  have  consequently  taken 
this  as  the  basis  of  the  graduation  of  the  measuring  tube.  This 
bulk  of  gas  is  read  off  at  once  as  2  per  cent,  of  urea,  and  in  the 
same  way  the  other  graduations  on  the  tube  represent  percentage 
amounts  of  urea. 

If  the  urine  experimented  with  is  very  rich  in  urea,  so  that  the 
5  C.C.  evolve  a  much  larger  volume  of  gas  than  30  c.c,  then  it  is 
best  at  once  to  dilute  the  urine  with  its  own  bulk  of  water ;  take 
5  c.c.  of  this  diluted  urine,  and  multiply  the  volume  of  gas  obtained 
by  two. 

If  the  urine  contains  much  albumen,  this  interferes  with  the 
process  so  far  that  it  takes  a  long  time  for  the  bubbles  of  gas  to 
subside,  before  the  volume  of  gas  obtained  can  be  accurately  read 
off.  It  is  therefore  better  in  such  cases  to  remove  as  much  as 
possible  of  the  albumen  by  heating  the  urine  with  two  or  three 
drops  of  acetic  acid,  filtering,  and  then  using  the  filtrate  in  the 
usual  manner. 

The  hypobromite  method  of  estimating  urea  has  given  rise  to 
much  discussion  during  the  last  few  years,  and  among  other 
contributions,  there  occurs  one  from  Dr.  Worm  ley,  which  negatives 
the  idea  that  there  is  necessarily  a  loss  of  nitrogen  by  this  process 
(a  N,  xlv.  27). 

This  operator  gives  the  result  of  his  experiments  as  follows : — 

For  the  purpose  of  examining  the  accuracy  of  this  process  for  urea, 
without  the  presence  of  cane  sugar  or  glucose,  the  form  of  apparatus, 
at  least  in  principle,  advised  by  Apjohn  (C,  N.  xxxi.  37)  was 
employed.  This  consists  of  a  wide-mouthed  bottle  in  which  is 
placed  the  reagent,  and  also  a  small  test-tube,  for  containing  the 
luiea  solution,  of  about  10  c.c.  capacity  and  of  such  length  as  to 
stand  inclined  in  the  bottle.  The  mouth  of  the  bottle  is  closed 
with  a  rubber  stopper  carrying  a  glass  tube,  by  which  it  is  connected 
by  rubber  tubing  to  a  graduated  burette  divided  into  0*1  c.c,  and 
suspended  in  a  long  cylinder  of  water  from  an  adjustable  arm. 

The  urea  solution  is  placed  in  the  small  tube  within  the  charged 
bottle,  the  apparatus  closed,  and  when  there  is  no  longer  any  change 
in  the  height  of  the  column  of  liquid  within  the  graduated  tube, 
this  is  so  adjusted  that  the  surface  of  the  contained  liquid  exactly 
coincides  with  that  in  the  cylinder.     This  point,  the  temperature, 


Digitized  by  VjOOQIC 


364  voLUMEXRic  ANALYSIS.  §  86: 

and  in  exact  experiments  the  barometrip  pressure,  being  noted,  the 
urea  solution  is  mixed  with  the  reagent  by  inclining  the  bottle  and 
gently  shaking  the  mixture.  As  the  evolved  nitrogen  collects  in 
the  burette,  the  latter  is  gradually  raised  to  relieve  the  contained 
gas  from  the  increased  pressure.  When  the  evolution  of  gas  has 
entirely  ceased  and  there  is  no  longer  any  change  in.  the  volume  of 
gas,  the  tube  is  finally  adjusted  and  the  exact  volume  noted.  The 
hypobromite  employed  was  the  same  as  described  p.  361.  In 
applying  the  reagent,  it  was  diluted  with  a  volume  and  a  half  of 
pure  water. 

With  this  arrangement  a  series  of  experiments  was  performed 
employing  1  c.c.  of  a  standard  solution  of  pure  urea  varying  in 
strength  from  1  to  6  per  cent.,  variously  diluted,  and  added  to 
varying  quantities  of  the  reagent  These  experiments  gave  different 
results,  in  some  only  about  90  per  cent.,  and  even  less,  of  the 
nitrogen  being  evolved,  while  in  others  a  larger  proportion  was 
obtained,  and  in  still  others  the  iclwle  of  the  nitrogen  was  set  free. 
It  was  finally  observed  that  under  certain  conditions  the  whole  of 
the  nitrogen  is  uniformly  eliminated.     These  conditions  are : — 

1.  The  reagent  should  be  freshly  prepared. 

2.  The  urea  solution  should  be  wholly  added  to  the  reagent, 
none  of  the  latter  being  allowed  to  mix  with  the  urea  solution  in 
the  containing  tube. 

3.  The  amount  of  urea  operated  upon  should  not  exceed  one 
part  to  about  twelve  hundred  parts  of  the  diluted  reagent. 

Moreover,  the  diluted  urea  solution  should  be  added  in  small 
portions  at  a  time  to  the  reagent^  thoroughly  mixed,  and  the 
effervescence  allowed  to  cease  before  any  further  addition  of  urea. 
So,  also,  it  would  appear,  at  least  when  comparatively  large 
quantities  of  ui'ea  are  present,  that  the  surrounding  temperature 
should  not  be  less  than  about  20'  C.  (68'  R). 

In  the  practical  application  of  the  test,  if  a  2  per  cent,  solution 
of  urea  is  under  examination,  1  c.c.  of  the  solution,  dUuted  with 
from  5  to  10  c.c.  water,  is  placed  in  the  containing  tube,  and  the 
mixing  bottle  charged  with  10  c.c.  of  the  reagent  diluted  with 
15  c.c.  of  water ;  whereas,  for  1  c.c.  of  a  4  per  cent  solution  of 
urea,  similarly  diluted,  not  less  than  about  50  c.c.  of  the  diluted 
reagent  should  be  employed. 

In  a  final  series  of  experiments,  in  which  the  above  conditions 
were  observed,  the  temperature  being  noted  to  -^^  of  a  degree,  and 
the  results  reduced  to  the  standard  temperature  and  pressure,  the 
following  average  results  were  obtained : — 


Urea  employed. 

Nitrogen  evolved = 

10  milligraniR 

9*98  in.gni.  urea. 

20         „ 

20-07      „ 

30         „ 

29-95      „ 

40         ,. 

39-88      „ 
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In  these  experiments  it  was  assumed  that  1  gm.  of  nrea 
contains  372  c.c.  of  nitrogen,  measured  at  0*  C.  and  760  m.m. 
barometric  pressure;  or,  that  each  c.c.  of  nitrogen  evolved, 
measured  under  the  conditions  stated,  represented  0-002688  gm. 
urea. 

During  these  investigations  it  was  observed,  in  cases  in 
which  the  whole  of  the  nitrogen  was  not  evolved,  that  so  long 
08  the  conditions  remained  the  same,  the  relative  proportion 
of  the  nitrogen  eliminated  was  .  pretty  uniform.  Hence,  if 
the  volume  of  nitrogen  evolved  from  a  known  quantity  of 
urea  under  certain  conditions,  or  by  a  given  form  of  apparatus, 
be  determined,  the  result  may  be  taken  as  the  basis  for  the 
determination  of  the  urea  in  the  urine  with  sufficient  accuracy 
for  clinical  purposes. 

Hamburger  (ZeU,  /.  Biol,  xx.  286)  refers  to  Pfliiger's 
modification  of  Liebig's  method,  which  although  an  improvement 
leaves  much  to  be  desired;  his  own  method  is  founded  on 
Quinquand's  {Monit  Sden,  1882,  2),  in  which  the  de- 
composition of  urea  by  sodic  hypobromite  is  supposed  to  take 
place  thus: — 

CO(NH2)2  +  3NaBrO  =  BXaBr  +  2H20  +  CO^  +  W. 

This  reaction  requires  the  proportion  of  bromine,  sodic  hydrate,  and 
water  to  be  exactly  balanced  or  incorrect  results  will  be  obtained. 
The  author  claims  for  his  method  that  it  will  yield  correct  results, 
no  matter  in  what  proportions  these  reagents  are  present.  It 
consists  essentially  in  adding  an  excess  of  an  alkaline  solution 
of  sodic  hypobromite  of  known  strength  to  the  liquid  containing 
urea,  then  destroying  the  excess  of  hypobromite  with  an  excess  of 
standard  sodic  arsenite  (=19*8  gm.  As^O*  per  liter),  and  finally 
determining  the  amount  of  arsenite  remaining  unoxidized,  by 
titration  with  standard  iodine  solution,  the  amount  of  urea  then 
being  readily  calculated  from  the  amount  of  sodic  arsenite 
remaining  unoxidized.  The  author's  experiments  as  to  the  accuracy 
of  the  method,  show  that  a  certain  quantity  of  urea  always 
requires  the  same  amount  of  hypobromite,  and  that  the  dilution  of 
the  solution  of  urea  has  no  effect  on  the  quantity  of  hypobromite 
employed. 

To  decide  on  the  appKcability  of  the  method  to  natural  urine, 
great  pains  were  taken,  the  urea  being  determined  as  described,  the 
effect  of  its  dilution  with  water  studied,  pure  urea  added,  and  the 
whole  estimated,  and  lastly  sodic  hypobromite  of  various  degrees  of 
concentration  employed ;  the  results  of  the  experiments  are  given 
very  fully  and  tabulated.  On  the  whole,  they  are  very  satisfactory, 
the  differences  falling  well  within  the  limits  of  errors  of  observation 
and  manipulation :  the  method  is  therefore  considered  applicable  to 
the  determination  of  urea  in  urine. 
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6.    Estimation  of  Phosphoric  Acid  (see  also  S  6&). 

The  principle  of  this  method  is  fully  described  at  page  273. 
The  following  solutions  are  required : — 

(1)  Standard  Uranic  acetate  or  nitrate.  1  cc.=  0*005  gm. 
P205  (see  p.  274). 

(2)  Standard  Phosphoric  acid  (see  p.  275). 

(3)  Solution  of  Sodic  acetate  (see  p.  274). 

(4)  Solution  of  Potassic  ferrocyanide. — About  1  part  to  20 
of  water,  freshly  prepared,  or  some  of  the  finely  powdered  salt. 

The  Analgftis :  60  o.c.  of  the  clear  urine  are  measured  into  a  small  beaker, 
together  with  5  c.o.  of  the  solution  of  sodic  acetate  (if  uranic  nitrate  is  used). 
The  mixture  is  then  warmed  in  the  water  bath,  or  otherwise,  and  the  uranium 
solution  delivered  in  from  the  burette,  with  constant  stirring,  as  long  as  a 
precipitate  ia  seen  to  occur.  A  small  portion  of  the  mixture  is  then  removed 
with  a  glass  rod  and  tested  as  described  (p.  276) ;  so  long  as  no  brown  colour 
is  produced,  the  addition  of  uranium  may  be  continued ;  when  the  faintest 
indication  of  this  reaction  is  seen,  the  process  must  be  stopped,  and  the 
amount  of  colour  observed.  If  it  coincides  with  the  original  testing  of  the 
uranium  solution  with  a  similar  quantity  of  fluid,  the  result  is  sati^actoi^, 
and  the  quantity  of  solution  used  may  be  calculated  for  the  total  phosphono 
acid  contained  in  the  60  c.c.  of  urine;  if  the  uranium  has  been  used 
accidentally  in  too  great  quantity,  10  or  20  c.c.  of  the  same  urine  may  be 
added,  and  the  testing  concluded  more  cautiously.  Suppose,  for  example,  that 
the  solution  has  been  added  in  the  right  proportion,  and  19*2  c.o.  used,  the 
60  c.c.  will  have  contained  0*096  gm.  phosphoric  acid  (-1*92  per  100).  With 
care  and  some  little  practice  the  results  are  very  satisfactory. 

Earthy  Phosphates.— The  above  determination  gives  the  total  amount 
of  phosphoric  acid,  but  it  may  sometimes  be  of  interest  to  know  how  much  of 
it  IS  combined  with  lime  and  magnesia.  To  this  end  100  or  200  c.o.  of  the 
urine  are  measured  into  a  beaker,  and  rendered  freely  alkaline  with  ammonia ; 
the  vessel  is  then  set  aside  for  ten  or  twelve  hours,  for  the  precipitate  of 
earthy  phosphates  to  settle :  the  clear  fluid  is  then  decanted  through  a  filter, 
the  precipitate  brought  upon  it  and  washed  with  ammoniacal  water;  a 
hole  is  then  made  in  the  filter  and  the  precipitate  washed  through;  the 
paper  moistened  with  a  little  acetic  acid,  and  washed  into  the  vessel 
containing  the  precipitate,  which  latter  is  dissolved  in  acetic  aoid,  some  sodic 
acetate  added,  and  the  mixture  diluted  to  about  60  c.c.  and  titrated  as  before 
described ;  the  quantity  of  phosphoric  acid  so  found  is  deducted  from  the 
total  previously  estimated,  and  the  remainder  gives  the  quantify  existing  in 
combination  with  alkalies. 


6.    Estimation  of  the  Solphurlo  Acid. 

Standard  Baric  chloride. — A  quantity  of  crystallized  banc 
chloride  is  to  be  powdered,  and  dried  between  folds  of  blotting- 
paper.  Of  this,  30*5  gm.  are  dissolved  in  distilled  water,  and  the 
liquid  made  up  to  a  liter.     1  c.c.  =  O'Ol  gm.  of  SO*. 

Solution  of  Sodic  sulphate. — 1  part  to  10  of  water. 
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The  AntUytU :  100  c.c.  of  the  urine  are  poured  into  a  beaker,  a  little 
hydrochloric  acid  added,  and  the  whole  placed  on  a  small  sand  bath,  to 
which  heat  is  applied.  When  the  solution  boils,  the  baric  chloride  is  allowed 
to  flow  in  very  gradually  as  long  as  .the  precipitate  is  seen  distinctly  to 
increase.  The  heat  is  removed,  and  the  vessel  allowed  to  stand  stiU,  so 
that  the  precipitate  may  subside.  Another  drop  or  two  is  then  added,  and 
80  on,  until  the  whole  of  the  SO'  is  precipitated.  Much  time,  however,  is 
saved  by  using  Be  ale's  filter,  represented  in  fig.  19.  A  little  of  the  fluid 
is  thus  filtered  clear,  poured  into  a  test-tube,  and  tested  with  a  drop  from 
the  burette ;  this  is  afterwards  returned  to  the  beaker,  and  more  of  the  test 
solution  added,  if  necessaiy.  The  operation  is  repeated  until  the  precipita- 
tion is  complete.  In  order  to  be  sure  that  too  much  of  the  baryta  solution 
has  not  been  added,  a  drop  of  the  clear  fluid  is  added  to  the  solution  of  sodic 
sulphate  placed  in  a  test-tube  or  upon  a  small  mirror  (see  §  73.8).  If  no 
precipitate  occurs,  more  baryta  must  be  added ;  if  a  slight  cloudiness  takes 
place,  the  analysis  is  finished;  but  if  much  precipitate  is  produced,  too 
large  a  quantity  of  the  test  has  been  used,  and  the  analysis  must  be  repeated. 

For  instance,  suppose  that  18'5  cc.  have  been  added,  and  there 
is  still  a  slight  cloudiness  produced  which  no  longer  increases  after 
the  addition  of  another  J  cc,  we  know  that  between  18 J  and 
19  CO.  of  solution  have  been  required  to  precipitate  the  whole  of 
the  sulphuric  acid  present,  and  that  accordingly  the  100  cc.  of 
urine  contain  between  0*185  and  0*19  gm.  of  SO^ . 


7.    Estimation  of  Suflrar. 

Fehling's  original  method  is  precisely  the  same  as  described 
in  §  71,  but  if  the  urine  has  decomposed  so  as  to  contain 
ammonia  or  ammonic  carbonate,  this  method  must  be  discarded 
and  Pavy's  or  Knapp's  solution  used. 

TA$  AnalytU:  10  c.c.  of  the  clear  urine  are  diluted  by  means  of  a 
measuring  flask  to  200  cc.  with  water,  and  a  large  burette  filled  with  the 
fluid;  10  c.c  of  the  copper  solution  (=0*05  ^.  of  sugar)  are  then  measured 
into  a  white  porcelain  capsule,  40  c.c  of  distilled  water  added,  the  vessel 
arranged  over  a  spirit  or  gas  lamp  under  the  burette,  and  brought  to 
boiling ;  the  diluted  urine  is  then  delivered  in  cautiously  from  the  burette 
until  the  bluish  colour  has  nearly  disappeared.  The  adaition  of  the  urine 
must  then  be  continued  more  carefully,  allowing  the  red  precipitate  to  subside 
after  each  addition  by  removing  the  heat,  when  by  gently  sloping  the  capsule, 
the  dear  liquid  allows  the  white  sides  of  the  capsule  to  be  seen,  so  that  the 
faintest  shade  of  blue  would  be  at  once  perceptible.  When  the  colour  is  all 
removed,  the  burette  is  read  off,  and  the  quantity  of  sugar  in  the  urine 
calculated  as  follows: — 

Suppose  that  40  cc  of  the  diluted  urine  have  been  required  to  reduce 
the  10  c.c.  of  copper  solution,  that  quantity  will  have  contained  0*06  gm.  of 
sugar ;  but,  the  urine  being  diluted  20  times,  the  40  cc  represent  only  2  cc 
of  the  original  urine ;  therefore  2  cc  of  it  contain  0*05  gm.  of  sugar,  or 
25  ports  per  1000. 

The  Pavy-Fehling  solution  is  much  more  generally  adapted  to 
urine,  and  is  prepared  and  used  precisely  as  described  in  §  71. 

The  AnaUftU:  10  c.c  of  clear  urine  are  diluted  as  just  described,  and 
delivered  cautiously  from  the  burette  into  50  or  100  c.c  of  the  Pavy- 
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Pehling  liquid  (previously  heated  to  boiling)  until  the  colour  is  discharged. 
The  calculation  is  the  same  as  before.  100  c.c.  of  Fayy-Fehling  solution 
=0'05  gm.  glucose. 

The  ammoniacal  fumes  are  best  absorbed  by  leading  an  elastic  tube 
from  the  reduction  flask  into  a  beaker  of  water ;  the  end  of  the  tube  should 
be  plugged  with  a  piece  of  solid  glass  rod,  and  a  transverse  sUt  made  in  the 
elastic  tube  just  above  the  plug.  This  valve  allows  the  vapours  to  escape, 
but  prevents  the  return  of  the  liquid  in  case  of  a  vacuum. 

Knapp's  solution,  which  is  equally  applicable  to  urine,  is 
described  on  p.  296,  and  possesses  the  advantage  over  the  Pavy 
solution  that  no  objectionable  fumes  are  given  off. 

The  AnahfsU:  10,  20,  or  40  c.c.  of  Knapp's  solution  is  diluted  with 
four  volumes  of  water,  and  heated  to  boiling.  The  diluted  urine  containing- 
from  half  to  one  per  cent,  of  sugar  is  then  gradually  added  until  all  the 
mercury  is  precipitated,  as  shown  by  the  method  of  testing  given  on  p.  296. 
Each  10  c.c.  of  solution =0'025  gm.  of  sugar. 


8.    Estimation  of  XJrie  Add. 

The  determination  of  uric  acid  in  urine  is  not  often  considered 
of  much  consequence;  there  are,  howrever,  circumstances  under 
v^hich  it  is  desirable,  especially  in  urinary  deposits.  As  the 
quantity  present  in  urine  is  very  small,  it  is  necessary  to  take,  say, 
from  200  to  500  c.c.  for  the  estimation. 

The  urine  being  measured  into  a  beaker,  from  6  to  8  c.c.  of  pure  hydro- 
chloric  acid  are  added,  the  whole  well  mixed,  covered  with  a  glass  plate,  and 
set  aside  in  a  cellar  for  24  or  30  hours  ;*  at  the  end  of  that  time  the  uric  acid 
will  be  precipitated  in  small  crystals  upon  the  bottom  and  sides  of  the  beaker. 
The  supernatant  liquid  is  decanted,  washed  once  with  cold  distilled  water, 
then  dissolved  in  a  small  quantity  of  pure  solution  of  potash  diluted  to 
150  c.c.  or  so  with  distilled  water,  acidified  strongly  with  sulphuric  acid,  and 
titrated  precisely  as  oxalic  acid  (§  30.2  c),  with  ^  permanganate,  each  c.c.  of 
which  is  equal  to  00075  gm.  of  uric  acid.  This  method  is  not  absolutely 
correct,  owing  to  the  fact  that  with  the  uric  acid  there  is  always  precipitated 
a  certain  amount  of  colouring  matter  of  the  urine,  which  destroys  the  per- 
manganate equally  with  the  uric  acid.  The  method  by  weighing  is,  however, 
open  to  the  same  objection,  beside  being  very  troublesome,  so  tiiat  no 
advantage  is  gained  by  the  latter  plan.  Has  sail  states  that  the  normal 
quantity  of  uric  acid  in  urine  has  hitnerto  been  considerably  under-estimated, 
and  that  if  the  urine  is  concentrated  by  evaporation  before  precipitating 
with  hydrochloric  acid,  a  much  larger  quantity  will  be  obtained  {Lancet, 
Feb.  1865). 

Hay  craft  {Brit  Med,  Joum,  1885,  1100)  has  devised  a  method 
of  estimating  uric  acid,  which  although  it  cannot  be  said  to  be 
absolutely  accurate,  is  capable  of  giving  fairly  good  results  in  the 
hands  of  a  careful  operator.  The  method  is  based  on  the  fact 
that  uric  acid  combines  with  silver  as  silver  urate,  wliich  is 
practically  insoluble  in  water,  ammonia,  or  acetic  acid,  but  perfectly 

*  If  200  C.C.  of  urine  are  violently  agitated  for  five  minntes  with  5  c.c,  of  fuxnin^ 
"HCl,  the  Bepftration  will  be  complete  in  an  hour. 
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soluble  in  nithc  acid.  The  chief  drawback  to  the  method  is  the 
peculiar  nature  of  the  precipitate  of  silver  urate,  which  is  slimy 
and  difficult  to  wash ;  this,  however,  is  overcome  by  collecting  the 
precipitate  on  an  asbestos  filter  attached  to  a  filter  pump.  The 
filter  is  easily  made  by  half  filling  a  small  funnel  with  broken 
glass,  upon  which  small  asbestos  fibres  suspended  in  water  are 
poured  to  the  depth  of  ^  inch  and  evenly  distributed.  Such 
a  filter  may  be  used  repeatedly  for  the  same  operation.  The 
estimation  of  the  uric  acid  depends  upon  the  titration  of  the 
silver  with  which  it  is  combined,  by  Volhard's  method  (§  39). 
The  necessary  solutions  are — 

y^  Ammonic  thiocyanate. — Standardized  by  a  silver  solution 
of  Imown  strength.     1  c.c.  =0*00168  gm.  uric  acid. 

Ammoniacal  Silver  solution. — 5  gm.  silver  nitrate  in  about 
100  c.c  of  water,  precipitated  and  re-dissolved  in  ammonia  to  a 
clear  solution. 

Ferric  indicator  and  pure  Nitric  acid. — ^The  same  as  described 
in  §39. 

The  Analysis:  26  c.c.  of  urine  are  placed  in  a  small  beaker,  together 
with  about  1  gm.  of  sodic  bicarbonate  and  2  or  3  drops  of  strong  ammonia. 
This  precipitates  ammonio-magnesio  phosphate  and  prevents  reduction  of 
silver.  1 — 2  c.c.  of  ammoniacal  silver  solution  are  then  added,  whioh  at  once 
precipitates  the  silver  as  urate.  The  mixture  is  now  placed  on  the  filter,  and 
wa^ed  until  the  washings  show  no  trace  of  silver  by  testing  with  salt. 
The  precipitate  is  then  dissolved  in  a  few  c.c.  of  nitric  acid,  washed  into  a 
flask,  and  the  titration  carried  out  precisely  as  described  in  §  39.  The 
number  of  c.c.  of  thiocyanate  used  multiplied  by  0*00168  gives  the  uric  acid. 

If  the  urine  to  be  examined  contains  albumen,  it  must  be  first 
removed  by  acidifying  slightly  'with  acetic  acid,  heating,  and 
filtering.* 


9.    Estimation  of  Lime  and  Kagnesla. 

100  c.c.  of  the  urine  are  precipitated  with  ammonia,  the  precipitate 
re-dissolved  in  acetic  acid,  and  sufficient  ammonic  oxalate  added  to  precipitate 
all  l^e  lime  present  as  oxalate.  The  precipitate  is  allowed  to  settle  in  a  warm 
place,  Ihen  the  clear  liquid  passed  through  a  small  filter,  the  precipitate 
brought  upon  it,  washed  with  hot  water,  the  filtrate  and  washings  set  aside, 
then  the  precipitate,  together  with  the  filter,  pushed  through  the  funnel  into 
a  iSask,  some  sulphuric  acid  added,  the  liquid  freely  diluted,  and  titrated  with 
permanganate,  precisely  as  in  §  48;  each  c.c.  of  ^  permanganate  required 
represents  0-0028  gm.  of  CaO. 

*  It  has  been  siunreeted  to  shorten  this  method  bj  using  an  exactly  Imown  amount 
of  aUrer  whioh  shall  be  in  excess,  dilating  to  a  definite  measure,  then  filtering  oil  an 
aliquot  portion  through  an  ordinarv  filter,  and  estimating  the  excess,  thus  finding 
the  amount  oombined  as  urate.  This  avoids  the  tedious  filtration  and  washing  of 
the  precipitate,  and  giyes  results  sgreeing  with  the  original  method  with  pore 
solutions  of  uric  add.  With  urine  both  methods  are  Tuiable  as  compared  with 
other  methods,  doe  probably,  to  obscure  causes.  Much  discussion  has  arisen 
among  physiolc^oal  cnranists  as  to  the  rarious  methods  of  estimating  uric  acid, 
and  a  oonTonient  exact  method  is  BtUl  much  wanted. 

B  B 
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Instead  of  the  above  method  the  following  may  be  adopted : — 

The  precipitate  of  calcic  oxalate,  after  being  washed,  is  dried  and,  together 
with  the  filter,  ignited  in  a  platinum  or  porcelain  crucible,  by  which  means 
it  is  converted  into  a  mixture  of  calcic  oxide  and  carbonate.  It  is  tiien 
transferred  to  a  flask  by  the  aid  of  the  washing  bottle,  and  an  excess  of  ^ 
nitric  acid  delivered  in  with  a  pipette.  The  amount  of  acid,  over  and  abo^e 
what  is  required  to  saturate  the  lime,  is  found  by  ^  caustic  alkali,  eadi  ex. 
of  acid  being  equal  to  00028  gm.  of  CaO. 

In  examining  urinary  sediment  or  calculi  for  calcic  oxalate,  it  is 
first  treated  with  caustic  potash  to  remove  uric  acid  and  organic 
matter,  then  dissolved  in  sulphuric  acid,  freely  diluted,  and  titrated 
with  permanganate ;  each  c.c.  of  ^  solution  represents  0O054  gm. 
of  calcic  oxalate. 

Kasnesia. — ^The  filtrate  and  washings  from  the  precipitate  of 
calcic  oxalate  are  evaporated  on  the  water  bath  to  a  small  bulk, 
then  made  alkaline  with  ammonia,  sodic  phosphate  added,  and  set 
aside  for  8  or  10  hours  in  a  slightly  warm  place,  that  the  magnesia 
may  separate  as  ammonio-magnesic  phosphate.  The  supernatant 
liquid  is  then  passed  through  a  smaU  filter,  the  precipitate  brought 
upon  it,  washed  with  ammoniacal  water  in  the  cold,  and  dissolved  in 
acetic  acid,  then  titrated  with  uranium  solution,  as  in  §  69 ;  each 
c.c.  of  solution  required  represents  0*002815  gm.  of  magnesia. 


10.    Ammonia. 

The  only  method  hitherto  applied  to  the  determination  of  am- 
monia in  urine  is  that  of  Schlosing,  which  consists  in  placing  a 
measured  quantity  of  the  urine,  to  which  milk  of  lime  is  previously 
added,  under  an  air-tight  bell-glass,  together  with  an  open  vessel 
containing  a  measured  quantity  of  titrated  acid.  In  the  course  of 
from  24  to  36  hours  all  the  ammonia  will  have  passed  out  of  the 
urine  into  the  acid,  which  is  then  titrated  with  standard  alkali  to 
find  the  amount  of  ammonia  absorbed. 

One  great  objection  to  this  method  is  the  length  of  time  required, 
since  no  heating  must  be  allowed,  urea  being  decomposed  into  free 
ammonia,  when  heated  with  alkali.  There  is  also  the  uncertainty 
as  to  the  completion  of  the  process ;  and  if  the  vessel  be  opened 
before  the  absorption  is  perfect,  the  analysis  is  spoiled.  The 
following  plan  is  recommended  as  in  most  cases  suitable  : — ^When 
a  solution  containing  salts  of  ammonia  is  mixed  with  a  measured 
quantity  of  free  fixed  alkali  of  known  strength,  and  boiled  until 
ammoniacal  gas  ceases  to  be  evolved,  it  is  found  that  the  resulting 
liquid  has  lost  so  much  of  the  free  alkali  as  corresponds  to  the 
ammonia  evolved  (§  18) ;  that  is  to  say,  the  acid  which'  existed  in 
combination  with  the  ammonia  in  the  original  liquid  has  simply 
changed  places,  taking  so  much  of  the  fixed  alkali  (potash  or  soda) 
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as  is  equivalent  to  the  ammonia  it  has  left  to  go  free.  In  the  case 
of  urine  being  treated  in  this  way,  the  urea  will  also  he  decomposed 
into  free  ammonia,  but  happily  in  such  a  way  as  not  to  interfere 
with  the  estimation  of  the  original  amount  of  ammoniacal  salts. 
The  decomposition  is  such  that,  while  free  ammonia  is  evolved  from 
the  splitting  up  of  the  urea,  carbonate  of  fixed  alkali  (say  potash) 
is  formed  in  the  boiling  liquid,  and  as  this  reacts  equally  as  alkaline 
as  though  it  were  free  potash,  it  does  not  interfere  in  the  slightest 
degree  with  the  estimation  of  the  original  ammonia. 
The  following  is  the  best  method  of  procedure : — 

100  c.c.  of  the  urine  are  exactly  neutralized  with  tu  soda  or  potash,  as  for 
the  estimation  of  free  acid;  it  is  then  put  into  a  flask  capable  of  holding 
five  or  BIX  times  the  quantity,  10  c.c.  of  normal  alkali  added,  and  the 
whole  brought  to  boiling,  taking  care  that  the  bladders  of  froth  which  at 
first  form  do  not  boil  over.  After  a  few  minutes  these  subside,  and  the  boiling 
proceeds  quietly.  When  all  ammoniacal  fumes  are  dissipated,  the  lamp  is 
removed,  and  the  flask  allowed  to  cool  slightly ;  the  contents  then  emptied 
into  a  tall  beaker,  and  normal  nitric  acid  delivered  in  from  the  burette  with 
constant  stirring,  until  a  fine  glass  rod  or  small  feather  dipped  in  the  mixture 
and  brought  in  contact  with  violet-coloured  litmus  paper  produces  neither 
a  blue  nor  a  red  spot.  The  number  of  c.c.  of  normal  acid  are  deducted  from 
the  10  c.c.  of  alkali,  and  the  rest  calculated  as  ammonia.  1  c.c.  of  alkali= 
0*017  gm.  of  ammonia. 

Example :  100  c.c.  of  urine  were  taken,  and  required  7  c.c.  of  ^ir  alkali 
to  saturate  its  free  acid ;  10  c.c.  of  normal  alkali  were  then  added,  and  the 
mixture  boiled  until  a  piece  of  moistened  red  litmus  paper  was  not  turned 
blue  when  held  in  the  steam;  4*5  c.c.  of  normal  acid  were  afterwards  required 
to  satorato  the  free  alkali ;  the  quantity  of  ammonia  was  therefore  equal  to 
5*5  CO.,  which,  multiplied  by  0*017,  gave  00935  gm.  in  lOOO  of  urine. 

It  must  be  borne  in  mind,  that  the  plan  just  described  is  not  applicable  to 
urine  which  has  already  suffered  decomposition  by  age  or  other  circumstences 
80  as  to  contain  carbonate  of  ammonia;  in  this  case  it  would  be  preferable  to 
adopt  Sch losing's  method;  or  where  no  other  free  alkali  is  present,  direct 
titration  with  normal  acid  may  be  adopted. 


11.    Estimation  of  Free  Aoid. 

The  acidity  of  urine  is  doubtless  owing  to  variable  substances, 
among  the  most  prominent  of  which  appear  to  be  acid  sodic  phos- 
phate and  lactic  acid.  Other  free  organic  acids  are  probably  in  many 
cases  present  Under  these  circumstances,  the  degree  of  acidity 
cannot  be  placed  to  the  accoamt  of  any  particular  body ;  neverthe- 
less, it  is  frequently  desirable  to  ascertain  its  amount,  which  is  best 
<lone  as  follows  : — 

100  c.c.  of  urine  are  measured  into  a  beaker,  and  jir  alkali  delivered  in 
from  a  small  burette,  until  a  thin  glass  rod  or  feather,  moistened  with  the 
mixture  and  streaked  across  some  well-jprepared  violet  litmus  paper,  produces 
no  change  of  colour ;  the  degree  of  acidity  is  then  registered  as  being  equal 
to  the  quantity  of  xv  alkali  used. 

B  B  2 
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12.    Estimation  of  Albtuaen. 

(a)  By  Weig-ht :  100  c.c.  of  the  clear  urine  (or  less  than  that  quantity 
if  much  albumen  is  present,  the  100  c.o.  being  made  up  with  water)  are 
introduced  into  a  good-sized  beaker,  and  heated  in  the  water  bath  for  half  an 
hour.  If  the  urine  is  sufficiently  acid,  the  albumen  will  be  separated  in 
flocks.  Should  this  not  be  the  case  at  the  end  of  the  half -hour's  heating, 
and  the  fluid  merely  appears  turbid,  one  or  two  drops  (not  more,  unless  the 
urine  is  alkaline)  of  acetic  acid  are  added,  and  the  heating  continued  until 
the  albumen  separates  in  flocks;  the  beaker  is  then  put  aside  till  the 
precipitate  has  settled,  and  the  clear  liquid  passed  through  a  small  filter 
(previously  dried  at  212°,  then  cooled  between  two  watch-glaenes  held  together 
with  a  spring  clip,  and  weighed) ;  the  precipitate  is  then  washed  with  a 
little  hot  water,  and  brought  upon  the  filter  without  loss,  the  bealcer  washed 
out  with  hot  dislilled  water,  and  the  last  traces  of  precipitate  loosened  from 
the  sides  with  a  feather.  The  filter,  with  its  contents,  is  then  repeatedly 
washed  with  hot  water,  until  a  drop  of  the  filtrate  evaporated  on  a  piece 
of  glass  leaves  no  residue.  The  funnel  containing  the  filter  is  then  put 
into  a  warm  place  to  dry  g^ually;  lastly,  the  filter  removed  into  one  of  the 
watch-glasses  and  dried  thoroughly  in  the  air  bath  at  110°  C,  or  220°  Fahr.; 
another  watch-glass  is  then  covered  over  that  containing  the  filter,  the  spring 
clip  passed  over  to  hold  them  together,  the  whole  cooled  under  the  exsiccator 
and  weighed.  The  weight  of  the  glasses,  filter,  and  clip,  deducted  from  the 
total,  gives  the  weight  of  albumen  in  100  c.c.  of  urine. 

(b)  By  KesAxire :  In  order  to  avoid  the  tedious  process  of  estimating  the 
albumen  as  just  described,  Bddeker  devised  a  method  of  titration  which 
gives  approximate  results  when  the  quantity  of  albumen  is  not  too  small,  say 
not  less  than  2  per  cent.  The  principle  is  based  on  the  fact  that,  potassic 
ferrocyanide  completely  precipitates  albumen  from  an  acetic  acid  solution  in 
the  atomic  proportions  of  211  ferrocyanide  to  1612  albumen. 

Standard  Solution  of  Ferrocyanide. — 1-309  gm.  of  the  pure 
salt  in  a  liter  of  distilled  water.  1  c.c.  of  the  solution  precipitates 
O'Ol  gm.  of  albumen.     It  must  be  freshly  prepared. 

The  Analysis :  50  c.c.  of  the  clear  filtered  urine  are  mixed  with  50  c.c. 
of  ordinary  commercial  acetic  acid,  and  the  fiuid  put  into  a  burette.  Eive 
or  six  small  filters  are  then  chosen,  of  close  texture,  and  put  into  as  many 
funnels,  then  moistened  with  a  few  drops  of  acetic  acid,  and  filled  up  witn 
boiling  water ;  by  this  means  the  subsequent  clear  filtration  of  the  mixture 
is  considerably  facilitated.  10  c.c.  of  tiie  ferrocyanide  solution  are  then 
measured  into  a  beaker,  and  10  c.c.  of  the  urinary  fiuid  from  the  burette 
added,  well  shaken,  and  poured  upon  filter  No.  1.  If  the  fiuid  which 
passes  through  is  bright  and  clear  with  yellowish  colour,  the  ferrocyanide 
will  be  in  excess,  and  a  drop  of  the  urine  added  to  it  will  produce  a  cloudiness. 
On  the  other  hand,  if  not  enough  ferrocyanide  has  been  added,  the  filtrate 
will  be  turbid,  and  pass  through  very  slowly ;  in  this  case,  frequentiy  both 
the  ferrocyanide  and  the  urine  will  produce  a  turbidity  when  added.  In 
testing  the  filtrate  for  excess  of  ferrocyanide,  care  must  be  taken  not  to  add 
too  much  of  the  urine,  lest  the  precipitate  of  hydroferrocyanide  of  albumen 
should  dissolve  in  the  excess  of  albumen. 

According  to  the  results  obtained  from  the  first  filter,  a  second  trial  is  made, 
increasing  the  quantity  of  urine  or  ferrocyanide  half  or  as  much  again,  and 
so  on  until  it  is  found  that  the  solution  first  shown  to  be  in  excess  is  reversed. 
A  trial  of  the  mean  between  this  quantity  and  the  previous  one  wiU  bring 
the  estimation  closer,  so  that  a  final  test  may  be  decisive. 

Hxample:  50  c.c.  of  urine  passed  by  a  patient  suffering  from  B  right's 
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disease  were  mixed  with  the  like  quantity  of  acetic  acid,  and  tested  as 
follows : — 


1. 

Urine. 
10  C.c. 

10  C.C. 

Infiltrate 

gave 
0               prec. 

2. 
3. 
4. 
5. 

10    „ 
10    „ 
10    „ 
10    „ 

20    „ 
15    „ 
17-5„ 
18    „ 

prec. 
0 
0 
0 

0 

prec. 

faint  prec. 

0 

Therefore  the  10  c.c.  of  diluted  urine  (  =  5  c.c.  of  the  original 
secretion)  contained  0-18  gni.  albumen,  or  36  parts  per  1000. 

18.    Estimation  of  Soda  and  Fotasli. 

60  c.c.  of  urine  are  mixed  with  the  same  quantitj  of  baryta  solution, 
allowed  to  stand  a  short  time,  and  filtered;  then  80  c.c.  (=40  c.c.  urine) 
measured  into  a  platinum  dish  and  evaporated  to  dryness  in  the  water  bath ; 
the  residue  is  then  ignited  to  destroy  all  organic  matter,  and  when  cold 
dissolved  in  a  small  quantity  of  hot  water,  ammonic  carbonate  added  so  long 
as  a  precipitate  occurs,  filtered  through  a  small  filter,  the  precipitate  washed, 
the  filtrate  acidified  with  hydrochloric  acid  and  evaporated  to  dryness,  then 
cautiously  heated  to  expel  all  ammoniacal  salts.  The  residue  is  then  treated 
with  a  little  water  and  a  few  drops  each  of  ammonia  and  ammonic  carbonate, 
filtered,  the  filter  thoroughly  wasned,  the  filtrate  and  washings  received  into  a 
tared  platinum  dish,  then  evaporated  to  dryness,  ignited,  cooled,  and  weighed. 

By  thia  means  the  total  amount  of  mixed  sodic  and  potassic 
chlorides  is  obtained.  The  proportion  of  each  is  found  by  titrating 
for  the  chlorine  as  in  §  38,  and  calculating  as  directed  on  page  126. 


14.    Estimation  of  Total  Kitroffen. 

This  can  now  be  easily  accomplished  by  Kjeldahrs  method 
(§  18.5)  and  is  especially  serviceable,  since  it  has  been  found  that 
the  results  of  the  titration  method  for  urea  by  Liebig's  process, 
either  in  its  original  way  or  by  subsequent  modifications,  cannot 
give  the  true  data  for  calculating  the  nitrogen  in  any  given  specimen 
of  urine. 

The  Analytii:  5  c.c.  of  urine  of  average  concentration  are  measured 
into  a  flask  holding  about  300  c.c,  together  with  20  c.c.  of  sulphuric  acid, 
then  heated  to  boiling,  and  the  heat  continued  until  all  vapour  and  gases 
are  given  off  and  the  fluid  p^ossesses  a  clear  yellow  tint.  26  to  30  minutes 
generally  suffices.  The  flask  is  then  suffered  to  cool,  the  liquid  diluted,  and 
distilled  with  caustic  soda  and  zinc  as  described  on  page  79. 


AHAIiTSIS     OF    KATTTBAIi    WATEBS    AND     SEWAGE. 

§  87.  The  analysis  of  natural  waters  and  sewage  has  for  a  long 
period  received  the  attention  of  chemists,  but  until  lately  no 
methods  of  examination  have  been  produced  which  could  be  said 
to  satisfy  the  demands  of  those  who  have  been  interested  in  tlie 
subject  from  various  points  of  view.     The  researches  of  Clark, 
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Frankland,  Miller,  Wanklyn,  Tidy,  Bischof,  Warington, 
and  others,  have,  however,  now  brought  the  whole  subject  into  a 
more  satisfactory  form,  so  that  it  may  fairly  be  said  that,  as  regards 
accuracy  of  chemical  processes,  or  interpretation  of  results  from  a 
sanitary  point  of  view,  very  little  addition  is  required.  Consider- 
able space  will  be  devoted  to  the  matter  here ;  and  as  most  of  the 
processes  are  now  volumetric,  and  admit  of  ready  and  accurate 
results,  the  general  subject  naturally  falls  within  the  scope  of  this 
work.  Considerable  pains  have  been  taken  to  render  the  treatment 
of  the  matter  practical  and  trustworthy. 

Since  the  various  processes  necessitate  the  use  of  peculiar 
materials  and  apparatus,  the  preparation  and  arrangement  of  these 
will  be  dascribed  at  some  length  previous  to  the  introduction  of  the 
general  subject 

THE  FBEPABATIOK  OF  BBAGENTS. 

A.    Beaffents  required  for  the  Estimation  of  Kitroffen  present  as 

Ammonia. 

(a)  Nessler's  Solution. — Dissolve  62*5  gm.  of  potassic  iodide 
in  about  250  c.c.  of  distilled  water,  set  aside  a  few  cc,  and  add 
gradually  to  the  larger  part  a  cold  saturated  solution  of  corrosive 
sublimate  until  the  mercuric  iodide  precipitated  ceases  to  be 
redissolved  on  stirring.  When  a  permanent  precipitate  is  obtained, 
restore  the  reserved  potassic  iodide  so  as  to  redissolve  it,  and 
continue  adding  corrosive  subHmate  very  gradually  until  a  slight 
precipitate  remains  undissolved.  (Tlie  small  quantity  of  potassic 
iodide  is  set  aside  merely  to  enable  the  mixture  to  be  made  rapidly 
without  danger  of  adding  an  excess  of  corrosive  sublimate.) 

Next  dissolve  150  gm.  of  solid  potassic  hydrate  (that  usually 
sold  in  sticks  or  cakes)  in  150  cc.  of  distilled  water,  allow  the 
solution  to  cool,  add  it  gradually  to  the  above  solution,  and  make 
up  with  distilled  water  to  one  liter. 

On  standing,  a  brown  precipitate  is  deposited,  and  the  solution 
becomes  clear,  and  of  a  pale  greenish-yellow  colour.  It  is  ready 
for  use  as  soon  as  it  is  perfectly  clear,  and  should  be  decanted  into 
a  smaller  bottle  as  required. 

(jS)  Standard  Solution  of  Ammonic  cliloride. — ^Dissolve  1*9107 
gm.  of  pure  dry  ammonic  chloride  in  a  liter  of  distilled  water ;  of 
this  take  100  cc,  and  make  up  to  a  liter  with  distilled  water. 
The  latter  solution  will  contain  ammonic  chloride  corresponding  to 
0 '00006  gm.  of  nitrogen  in  each  cc  In  use  it  should  be  measured 
from  a  narrow  burette  of  10  cc.  capacity  divided  into  tenths. 

[If  it  is  desired  to  estimate  " etmmonia"  rather  than  ^'nitrogen  as 
ammonia"  take  1*5735  gm.  of  ammonio  chloride  instead  of  1*9107  gm. 
1  c.c.  will  then  correspond  to  0*00006  gm.  of  ammonia  (NH').] 

(y)     Sodic    carbonate. — Heat    anhydrous    sodic    carbonate    to 
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redness  in  a  platinum  crucible  for  about  an  hour,  taking  care 
not  to  fuse  it.  Whilst  still  warm  rub  it  in  a  clean  mortar  so  as  to 
break  any  lumps  which  may  have  been  formed,  and  transfer  to 
a  clean  dry  wide-mouthed  stoppered  bottle. 

(8)  Water  free  from  Ammonia. — If,  when  1  c.c.  of  Nessler's 
solution  (a.  a)  is  added  to  100  c.c.  of  distilled  water  in  a  glass 
cylinder,  standing  on  a  white  surface  (see  Estimation  of  Ammonia), 
no  trace  of  a  yellow  tint  is  visible  after  five  minutes,  the  water  is 
sufficiently  pure  for  use.  As,  however,  this  is  rarely  the  case,  the 
following  process  must  usually  be  adopted.  Distil  from  a  large 
glass  retort  (or  better,  from  a  copper  or  tin  vessel  holding  15 — 20 
liters)  ordinary  distilled  water  wluch  has  been  rendered  distinctly 
alkaline  by  addition  of  sodic  carbonate.  A  glass  Liebig's 
condenser,  or  a  clean  tin  worm  should  be  used  to  condense  the 
vapour ;  it  should  be  connected  to  the  still  by  a  short  indiarrubber 
joint  Test  the  distillate  from  time  to  time  with  Nessler's 
solution,  as  above  described,  and  when  free  from  ammonia  collect 
the  remainder  for  use.  The  distillation  must  not  be  carried  to 
dryness.  Ordinary  water  may  be  used  instead  of  distilled  water, 
but  it  occasionally  continues  for  some  time  to  give  off  traces  of 
ammonia  by  the  slow  decomposition  of  the  organic  matter  present 
in  it 


B.    Beaffents  required  for  the  Bstlmatlon  of  Organic  Carbon  and 

Kitroffen. 

(o)  Water  free  from  Ammonia  and  Organic  Matter. — Distilled 
water,  to  which  1  gm.  of  potassic  hydrate  and  0*2  gm.  of  potassic 
permanganate  per  liter  have  been  added,  is  boiled  gently  for  about 
twenty-four  hours  in  a  similar  vessel  to  that  used  in  preparing 
water  free  from  ammonia  (A.  3),  an  inverted  condenser  being  so 
arranged  as  to  return  the  condensed  water.  At  the  end  of  that 
time  the  condenser  is  adjusted  in  the  usual  way,  and  the  water 
carefully  distilled,  the  distillate  being  tested  at  intervals  for 
ammonia,  as  in  preparing  A.  h.  When  ammonia  is  no  longer 
found  the  remainder  of  the  distillate  may  be  collected,  taking  care 
to  stop  short  of  dryness.  The  neck  of  the  retort  or  still  should 
point  slightly  upwards,  so  that  the  joint  which  connects  it  with 
the  condenser  is  the  highest  point.  Any  particles  carried  up 
mechanically  will  then  run  back  to  the  still,  and  not  contaminate 
the  distillate.  The  water  thus  obtained  should  then  be  rendered 
slightly  acid  with  sidphuric  acid,  and  re-distilled  from  a  clean 
vessel  for  use,  again  stopping  short  of  dryness. 

(/?)  Solution  of  Sulphurous  acid. — Sulphurous  anhydride  is 
prepared  by  the  action  of  pure  sulphuric  acid  upon  cuttings  of 
clean  metallic  copper  which  have  been  digested  in  the  cold  with 
concentrated  sulphuric  acid  for  twenty-four  hours,  and  then  washed 
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with  water.  The  gas  is  made  to  bubble  through  water  to  remove 
mechanical  impurities,  and  then  conducted  into  water  free  from 
ammonia  and  organic  matter  (b.  a)  until  a  saturated  solution  is 
obtained. 

(y)  Solution  of  Hydric  sodic  sulphite. — Sulphurous  anhydride, 
prepared  and  washed  as  above,  is  passed  into  a  solution  of  sodic 
carbonate  made  by  dissolving  ignited  sodic  carbonate  (A.  y)  in 
water  free  from  ammonia  and  organic  matter  (B.  a).  The  gas  is 
passed  until  carbonic  anhydride  ceases  to  be  evolved 

(t)  Solution  of  Ferrous  chloride. — Pure  crystallized  ferrous 
sulphate  is  dissolved  in  water,  precipitated  by  sodic  hydrate,  the 
precipitate  well  washed  (using  pure  water  B.  a  for  the  last 
washings),  and  dissolved  in  the  smallest  possible  quantity  of  pure 
hydrochloric  acid.  Two  or  three  drops  must  not  contain  an 
appreciable  quantity  of  ammonia.  It  is  convenient  to  keep  the 
solution  in  a  bottle  with  a  ground  glass  cap  instead  of  a  stopper, 
so  that  a  small  dropping  tube  may  be  kept  in  it  always  ready 
for  use. 

(f)  Cupric  oxide. — Prepared  by  heating  to  redness  with  free 
access  of  air,  on  the  hearth  of  a  reverberatory  furnace,  or  in 
a  muffle,  copper  wire  cut  into  short  pieces,  or  copper  sheets  cut  into 
strips.  That  which  has  been  made  by  calcining  the  nitrate  cannot 
be  used,  as  it  appears  to  be  impossible  to  expel  the  last  traces  of 
nitrogen.  After  use,  the  oxide  should  be  extracted  by  breaking 
the  combustion  tube,  rejecting  the  portion  which  was  mixed  witli 
the  substance  examined.  As  soon  as  a  sufficient  quantity  has  been 
recovered,  it  should  be  recalcined.  This  is  most  conveniently 
done  in  an  ii*on  tube  about  30  m.m.  in  internal  diameter,  and  about 
the  same  length  as  the  combustion  furnace.  One  end  should  be 
closed  with  a  cork,  the  cupric  oxide  poured  in,  the  tube  placed  in 
the  combustion  furnace  (which  is  tilted  at  an  angle  of  about  15", 
so  as  to  produce  a  current  of  air),  the  cork  removed,  and  the  tube 
kept  at  a  red  heat  for  about  two  hours.  In  a  Hofmann's  gas 
furnace,  with  five  rows  of  burners,  two  such  tubes  may  be  heated 
at  the  same  time  if  long  clay  burners  are  placed  in  the  outer  rows, 
and  short  ones  in  the  three  inner  rows.  If  Uie  furnace  has  but 
three  rows  of  burners,  a  rather  smaller  iron  tube  must  be  used. 
When  cold,  the  oxide  can  easily  be  extracted,  if  the  heat  has  not 
been  excessive,  by  means  of  a  stout  iron  wire,  and  should  be  kept 
in  a  clean  dry  stoppered  bottle.  Each  parcel  thus  calcined  should 
invariably  be  assayed  by  filling  with  it  a  combustion  tube  of  the 
usual  size,  and  treating  it  in  every  respect  as  an  ordinary  combustion. 
It  should  yield  only  a  very  minute  bubble  of  gas,  which  should  be 
almost  wholly  absorbed  by  potassic  hydrate.  (The  quantity  of 
CO^  found  should  not  correspond  to  more  than  0*00005  gm.  of  C, 
otherwise  the  oxide  must  be  recalcined).     The  finer  portions  of  the 
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oxide  should^  after  calcining,  be  sifted  out  by  means  of  a  sieve  of 
clean  copper  gauze,  and  reserved  for  use  as  described  hereafter. 

New  cupric  oxide  as  obtained  from  the  reverberatory  furnace 
should  be  assayed,  and  if  not  sufficiently  pure,  as  is  most  likely  the 
case,  calcined  as  above  described,  and  assayed  again. 

(f)  Metallic  Copper. — ^Fine  copper  gauze  is  cut  into  strips 
about  80  m.m.  wide,  and  rolled  up  as  tightly  as  possible  on 
a  copper  wire  so  as  to  form  a  compact  cylinder  80  m.m.  long.  This 
is  next  covered  with  a  tight  case  of  moderately  thin  sheet  copper, 
the  edges  of  which  meet  without  overlapping.  The  length  of  the 
strip  of  gauze,  and  the  consequent  diameter  of  the  cylinder,  must 
be  regulated  so  that  it  wiU  fit  easily,  but  not  too  loosely  in  the 
combustion  tubes.  A  sufficient  number  of  these  cylinders  being 
prepared,  a  piece  of  combustion  tube  is  filled  with  them,  and  they 
are  heated  to  redness  in  the  furnace,  a  current  of  atmospheric  air 
being  passed  through  them  for  a  few  minutes  in  order  to  burn  off 
organic  impurity,  and  coat  the  copi>er  gauze  superficially  with 
oxide.  A  current  of  hydrogen,  dried  by  passing  through  strong 
sulphuric  acid,  is  then  substituted  for  the  air,  and  a  red  heat 
maintained  until  hydrogen  issues  freely  from  the  end  of  the  tube. 
It  is  then  allowed  to  cool,  the  current  of  hydrogen  being  continued, 
and  when  cold  the  copper  cylinders  are  removed,  and  kept  in 
a  stoppered  bottle.  After  being  used  several  times  they  must  be 
heated  in  a  stream  of  hydrogen  as  before,  and  are  then  again  ready 
for  use.     The  heating  in  air  need  not  be  repeated. 

(ri)  Solution  of  Potassic  bichromate. — This  is  used  as  a  test 
for  and  to  absorb  siQphurous  anhydride  which  may  be  present  in 
the  gas  obtained  by  combustion  of  the  water  residue.  It  should 
be  saturated,  and  does  not  require  any  special  attention.  The 
yellow  neutral  chromate  may  also  be  used,  but  must  be  rendered 
slightly  acid,  lest  it  should  absorb  carbonic  as  well  as  sulphurous 
anhydride. 

(0)  Solution  of  Potassic  hydrate. — A  cold  saturated  solution, 
made  by  dissolving  solid  potassic  hydrate  in  distilled  water. 

(i)  Solution  of  Pyrogallic  acid. — A  cold  saturated  solution, 
made  by  dissolving  in  distilled  water  solid  pyrogallic  acid  obtained 
by  sublimation. 

(if)  Solution  of  Cuprous  chloride. — A  saturated  solution  of 
cupric  cliloride  is  rendered  strongly  acid  with  hydrocliloric  acid, 
a  quantity  of  metallic  copper  introduced  in  the  form  of  wire  or 
turnings,  and  the  whole  allowed  to  stand  in  a  closely  stoppered 
bottle  until  the  solution  becomes  colourless. 

(X)  Oxygen. — ^Blow  a  bulb  of  about  30  c.c.  capacity  at  the  end 
of  a  piece  of  combustion  tube,  and  draw  out  the  tube  so  that  its 
internal  diameter  for  a  length  of  about  300  nLUL  is  about  3  m.m. 
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This  is  done  in  order  that  the  capacity  of  the  apparatus  apart  from 
the  bulb  may  be  as  small  as  possible.  Cut  the  tube  at  the  wide 
part  about  10  m.nL  from  the  point  at  which  the  narrow  tube 
commences,  thus  leaving  a  smdl  funnel-shaped  mouth.  Then 
introduce,  a  little  at  a  time,  dried,  coarsely  powdered,  potassic 
chlorate  imtil  the  bulb  is  full.  Cut  off  the  funnel,  and,  at 
a  distance  of  100  m.m.  from  the  bulb,  bend  the  tube  at  an  angle  of 
45°,  and  at  10  m.m.  from  the  end  bend  it  at  right  angles  in  the 
opposite  direction.  It  then  forms  a  retort  and  delivery  tube  in 
one  piece,  and  must  be  adjusted  in  a  mercury  trough  in  the  usual 
manner,  taking  care  that  the  end  does  not  dip  deeper  than  about 
20  m.m.  below  the  surface,  as  otherwise  the  pressure  of  so  great 
a  column  of  mercury  might  destroy  the  bulb  when  softened  by  heat. 
On  gently  heating,  the  potassic  chlorate  fuses  and  evolves  oxygen. 
The  escaping  gas  is  collected  in  test  tubes  about  150  m.m.  long 
and  20  m.m.  in  diameter,  rejecting  the  first  60  or  80  cc,  which 
contain  the  nitrogen  of  the  air  originally  in  the  bulb  retort.  Five 
or  more  of  these  tubes,  according  to  the  quantity  of  oxygen 
required,  are  collected  and  removed  from  the  mercury  trough,  in 
very  small  beakers,  the  mercury  in  which  should  be  about  10  m.m. 
above  the  end  of  the  test  tube.  Oxygen  may  be  kept  in  this  way 
for  any  desired  length  of  time,  care  being  taken,  if  the  temperature 
faUs  considerably,  that  there  is  sufficient  mercury  in  the  beaker  to 
keep  the  mouth  of  the  test  tube  covered.  About  10  cc.  of  the 
gas  in  the  first  tube  collected  is  transferred  by  decantation  in 
a  mercury  trough  to  another  tube,  and  treated  with  potassic  hydrate 
and  pyrogallic  acid,  when,  if  after  a  few  minutes  it  is  absorbed, 
with  the  exception  of  a  very  small  bubble,  the  gas  in  that  and  the 
remaining  tubes  may  be  considered  pure.  If  not,  the  first  tube  is 
rejected,  and  the  second  tested  in  the  same  way,  and  so  on. 

{/jl)  Hydric  metaphosphate. — The  glacial  hydric  metaphosphate, 
usually  sold  in  sticks,  is  generally  free  from  ammonia,  or  very 
nearly  so.  A  solution  should  be  made  containing  about  100  gni. 
in  a  liter.  It  should  be  so  far  free  from  ammonia  as  that  10  cc. 
do  not  contain  an  appreciable  quantity. 

(v)  Calcic  phosphate. — ^Prepared  T)y  precipitating  common 
disodic  phosphate  with  calcic  chloride,  washing  the  precipitate 
with  water  by  decantation,  drying,  and  heating  to  redness  for 
an  hour. 


O.   Beaffents  required  for  the  Estimation  of  Kitroffen  present  as 
Nitrates  and  Nitrites  (Cram's  process). 

(a)  Concentrated  Sulphuric  acid. — The  ordinary  colourless 
acid  is  usually  free  from  nitrates  and  nitrites.  It  shoidd  be 
tested  before  use  by  the  method  described  hereafter  for  the 
estimation  of  nitrogen  as  nitrates  (§  83.6). 
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(j3)  Potassic  permanganate. — Dissolve  about  10  gm.  of  crys- 
tallized potassic  permanganate  in  a  liter  of  distilled  water. 

(y)  Sodic  carbonate. — Dissolve  about  10  gm.  of  dry,  or  an 
equivalent  quantity  of  crystallized  sodic  carbonate  free  from 
nitrates,  in  a  liter  of  distilled  water. 


7or  the  Bstlmatlon  of  Nltrosren  as  Nitrates  and  Kitrltes  in  Waters 
containing  a  very  larffe  quantity  of  Soluble  Matter,  but  little 
Orffanio  Nitrogen. 

(t)     Metallic  Aluminium. — ^As  thin  foil 

(e)  Solution  of  Sodic  hydrate. — Dissolve  100  gm.  of  solid 
sodic  hydrate  in  a  liter  of  distilled  water ;  when  cold,  put  it  in 
a  tall  glass  cylinder,  and  introduce  about  100  sq.  cm.  of  aluminium 
foil,  which  must  be  kept  at  the  bottom  of  the  solution  by  means  of 
a  glass  rod.  When  the  aluminium  is  dissolved,  boil  the  solution 
briskly  in  a  porcelain  basin  until  about  one-third  of  its  volume  has 
been  evaporated,  allow  to  cool,  and  make  up  to  its  original  volume 
with  water  free  from  ammonia.  The  absence  of  nitrates  is  thus, 
ensui'ed. 

(f )  Broken  Pumice. — Clean  pumice  is  broken  in  pieces  of  the 
size  of  small  peas,  sifted  free  from  dust,  heated  to  redness  for  about 
an  hour,  and  kept  in  a  closely  stoppered  bottle. 

(fj)  Hydrochloric  acid  free  from  Ammonia. — If  the  ordinary 
pure  acid  is  not  free  from  ammonia,  it  should  be  rectified  from 
sulphuric  acid.  As  only  two  or  three  drops  are  used  in  each 
experiment,  it  will  be  sufficient  if  that  quantity  does  not  contain 
an  appreciable  proportion  of  ammonia. 

Por  the  Estimation  of  Kitroffen  as  Nitrates  and  Nitrites  by  the 
Indiffo  Process. 

The  necessary  solutions  for  this  method  have  already  been  fully 
described  on  page  240. 

Por  the  Estimation  of  Nitrites  by  Griess's  Process. 

(0)  Meta-phenylene-diamine. — ^A  half  per  cent,  solution  of  the 
base  in  very  dilute  sulphuric  or  hydrochloric  acid.  The  base  alone 
is  not  permanent.  If  too  highly  coloured,  it  may  be  bleached  by 
pure  animal  charcoal. 

(«)  Dilute  Sulphuric  acid. — One  volume  of  acid  to  two  of 
water. 

(k)  Standard  Potassic  or  Sodic  nitrite. — Dissolve  0*406  gm. 
of  pure  silver  nitrite  in  boiling   distilled   water,  and   add   pure 
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potassic  or  sodic  chloride  till  no  further  precipitate  of  silver 
chloride  occurs.  Make  up  to  a  liter ;  let  the  silver  chloride  settle, 
and  dilute  100  c.c.  of  the  clear  liquid  to  a  liter.  It  should  be  kept 
in  small  stoppered  bottles  completely  filled,  and  in  the  dark. 

1  c.c.=0-01  uLgm.  X203. 

The  colour  produced  by  the  reaction  of  nitrous  acid  on  meta- 
phenylene-diamine  is  triamidoazo-benzene,  or  "Bismarck  brown." 


D.    Beagents  required  for  the  Estimation  of  Chlorine  present  as 

Chloride. 

(a)  Standard  Solution  of  Silver  nitrate. — ^Dissolve  2-3944: 
gm.  of  pure  recrystallized  silver  nitrate  in  distilled  water,  and 
make  up  to  a  liter.  In  use  it  is  convenient  to  measure  it  from  a 
burette  which  holds  10  c.c.  and  is  divided  into  tenths. 

(/?)  Solution  of  Potassic  chromate. — A  strong  solution  of  pure 
neutral  potassic  chromate  free  from  chlorine.  It  is  most  con- 
veniently kept  in  a  bottle  similar  to  that  used  for  the  solution  of 
ferrous  chloride  (b.  3). 

E.    Beaffents  reanired  for  determination  of  Hardness. 

(q)  Standard  Solution  of  Calcic  chloride. — ^Dissolve  in  dilute 
hydric  chloride,  in  a  platinum  dish,  0  2  gm.  of  pure  ciystallized 
calcite,  adding  the  acid  gradually,  and  having  the  dish  covered 
with  a  glass  plate,  to  prevent  loss  by  spirting.  Wlien  aU  is 
dissolved,  evaporate  to  dryness  on  a  water  bath,  add  a  little  distilled 
water,  and  again  evaporate  to  dryness.  Repeat  the  evaporation 
several  times  to  ensure  complete  expulsion  of  hydric  chloride. 
Lastly,  dissolve  the  calcic  chloride  in  distilled  water,  and  make  up 
to  one  liter. 

(fi)  Standard  Solution  of  Potassic  soap. — Rub  togetlier  in  a 
mortar  150  parts  of  lead  plaster  (Emplast.  Plumbi  of  the  druggists) 
and  40  parts  of  dry  potassic  carbonate.  When  they  are  fairly 
mixed,  add  a  little  methylated  spirit,  and  continue  triturating  until 
an  uniform  creamy  mixture  is  obtained.  Allow  to  stand  for  some 
hours,  then  throw  on  to  a  filter,  and  wash  several  times  with 
methylated  spirit.  The  strong  solution  of  soap  thus  obtained 
must  be  diluted  with  a  mixture  of  one  volume  of  distilled  water 
and  two  volumes  of  methylated  spirit  (considering  the  soap  solution 
as  spirit),  until  exactly  14*25  c.c.  are  required  to  form  a  permanent 
lather  with  50  c.c.  of  the  standard  calcic  chloride  (b.  a),  the 
experiment  being  performed  precisely  as  in  determining  the  hard- 
ness of  a  water.  A  preliminary  assay  should  be  made  with  a  small 
quantity  of  the  strong  soap  solution  to  ascertain  its  strength. 
After   making  the  solution  approximately  of  the  right  strength. 
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allow  it  to  stand  twenty  four  hours ;  and  then,  if  necessary,  filter 
it,  and  afterwards  adjust  its  strength  accurately.  It  is  better  to 
make  the  solution  a  little  too  strong  at  first,  and  dilute  it  to  the 
exact  strength  required,  as  it  is  easier  to  add  alcohol  accurately 
than  strong  soap  solution. 


THB   AHAI.YTIGAL    PROCESSES. 

§  88.  To  form,  for  sanitary  purposes,  an  opinion  of  the  character 
of  a  natural  water  or  sewage,  it  will  in  most  cases  suffice  to 
determine  the  nitrogen  as  ammonia,  organic  carbon,  organic  nitrogen, 
total  solid  matter,  nitrogen  as  nitrates  and  nitrites,  suspended 
matter,  chlorine,  and  hardness;  and  in  the  following  pages  the 
estimation  of  these  will  be  considered  in  detail,  and  then,  more 
briefly,  that  of  other  impurities. 

The  method  of  estimating  nitrogen  as  ammonia  is  substantially 
that  described  by  the  late  W.  A.  Miller  (J,  C.  S.  [2]  iii.  126), 
and  that  for  estimating  organic  carbon  and  nitrogen  was  devised 
by  Frankland  and  Armstrong,  and  described  by  them  in  the 
same  journal  ([2]  vi.  77  et  seq,), 

1.  Golleotion  of  Samples. — The  points  to  be  considered  under 
this  head  are,  the  vessel  to  be  used,  the  quantity  of  water  required, 
and  the  method  of  ensuring  a  truly  representative  sample. 

Stoneware  bottles  should  be  avoided,  as  they  are  apt  to  aflfect  the 
hardness  of  the  water,  and  are  more  difficult  to  clean  than  glass. 
Stoppered  glass  bottles  should  be  used  if  possible ;  those  known 
as  "  "Winchester  Quarts,"  which  hold  about  two  and  a  half  liters 
each,  are  very  convenient  and  easy  to  pi-ocure.  One  of  these  will 
contain  sufficient  for  the  general  analysis  of  sewage  and  largely 
polluted  rivers,  two  for  well  waters  and  ordinary  rivers  and  streams, 
and  three  for  lakes  and  mountain  springs.  If  a  more  detailed 
analysis  is  required,  of  course  a  larger  quantity  must  be  taken. 

If  corks  must  be  used,  they  should  be  neiv,  and  well  washed 
with  the  water  at  the  time  of  collection. 

In  collecting  from  a  well,  river,  or  tank,  plunge  the  bottle  itself, 
if  possible,  below  the  surface ;  but  if  an  intermediate  vessel  must 
be  used,  see  that  it  is  thoroughly  clean  and  well  rinsed  with  the 
water.  Avoid  the  surface  water  and  also  any  deposit  at  the 
bottom. 

If  the  sample  is  taken  from  a  pump  or  tap,  take  care  to  let  the 
water  which  has  been  standing  in  the  pump  or  pipe  run  off  before 
collecting,  then  allow  the  stream  to  flow  directly  into  the  bottle. 
If  it  is  to  represent  a  town  water-supply,  take  it  from  the  service 
pipe  communicating  directly  with  the  street  main,  and  not  from 
a  cistern. 

In  every  case,  first  fill  the  bottle  cmnpletely  with  the  water, 
thus  expelling  all  gases  and  vapours,  empty  it  again,  rinse  once  or 
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twice  carefully  with  the  water,  and  then  fill  it  nearly  to  the  stopper, 
and  tie  down  tightly. 

At  the  time  of  collection  note  the  source  of  the  sample,  wheUier 
from  a  deep  or  shallow  well,  a  river  or  spring,  and  also  its  local 
name  so  that  it  may  be  clearly  identified- 

If  it  is  from  a  well,  ascertain  the  nature  of  the  soil,  subsoil,  and 
water-bearing  stratum;  the  depth  and  diameter  of  the  well,  its 
distance  from  neighbouring  cesspools,  drains,  or  other  sources 
of  pollution;  whether  it  passes  through  an  impervious  stratum 
before  entering  the  water-bearing  stratum,  and  if  so,  whether  the 
sides  of  the  well  above  this  are,  or  are  not^  water-tight. 

If  the  sample  is  from  a  river,  ascertain  the  distance  from  the 
source  to  the  point  of  collection;  whether  any  pollution  takes 
place  above  that  point,  and  the  geological  nature  of  the  district 
through  which  it  flows. 

If  it  is  from  a  spring,  take  note  of  the  stratum  from  which  it 
issues. 

2.  Preliminary  Observations. — In  order  to  ensure  uniformity, 
the  bottle  should  invariably  be  well  shaken  before  taking  out 
a  portion  of  the  sample  for  any  purpose.  The  colowr  should  be 
observed  as  seen  in  a  tall,  narrow  cylinder  standing  upon  a  white 
surface.  It  is  well  to  compare  it  with  distilled  water  in  a  similar 
vessel.  The  tcide  and  odour  are  most  easily  detected  when  the 
water  is  heated  to  30*— 35*  C. 

Before  commencing  the  quantitative  analysis,  it  is  necessary  to 
decide  whether  the  water  shall  be  filtered  or  not  before  analysis. 
This  must  depend  on  the  purpose  for  which  the  examination  is 
undertaken.  As  a  general  rule,  if  the  suspended  matter  is  to  be 
determined,  the  water  should  be  filtered  before  the  estimation  of 
organic  carbon  and  nitrogen,  nitrogen  as  ammonia,  and  total  solid 
residue;  if  otherwise,  it  should  merely  be  shaken  up.  If  the 
suspended  matter  is  not  determined,  the  appearance  of  the  water, 
i\s  whether  it  is  clear  or  turbid,  should  be  noted.  This  is 
conveniently  done  when  measuring  out  the  quantity  to  be  used  for 
the  estimation  of  organic  carbon  and  nitrogen.  If  the  measuring 
flask  be  held  between  the  eye  and  a  good  source  of  lights  but  witli 
an  opaque  object,  such  as  a  window  bar,  in  the  line  drawn  from 
the  eye  through  the  centre  of  the  flask,  any  suspended  particles 
will  be  seen  well  illuminated  on  a  dark  ground. 

Water  derived  from  a  newly  sunk  well,  or  which  has  been 
rendered  turbid  by  the  introduction  of  innocuous  mineral  matter 
from  some  temporary  and  exceptional  cause  should  be  filtered,  but 
the  suspended  matter  in  most  such  cases  need  not  be  determined. 
The  introduction  of  organic  matter  of  any  kind  would  almost 
always  render  the  sample  useless. 

3.  Estimation  of  Kitroffen  as  Ammonia. — Place  about  50  cc  of 
the  water  in  a  glass  cylinder  about  150  m.m.  high,  and  of  about 
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70  cc.  capacity,  standing  upon  a  white  glazed  tile  or  white  paper. 
Add  about  1  cc.  of  Nessler's  solution  (A,  a),  stir  with  a  clean 
glass  rod,  and  allow  to  stand  for  a  minute  or  so.  If  the  colour 
then  seen  does  not  exceed  in  intensity  that  produced  when  O'l  cc. 
of  the  standard  amnionic  chloride  (a.  /8)  is  added  to  50  cc  of 
water  free  from  ammonia  (A.  d),  and  treated  in  the  same  way, 
half  a  liter  of  the  water  shoidd  be  used  for  the  estimation.  If 
the  colour  be  darker,  a  proportionately  smaller  quantity  should  be 
taken ;  but  it  is  not  convenient  to  use  less  than  20  or  25  cc 

If  it  has  been  decided  that  the  water  should  be  filtered  before 
analysis,  care  must  be  taken,  should  it  contain  only  a  small  quantity 
of  ammoiiia,  that  the  fUer  paper  is  free  from  ammonia.  If  it  is 
not,  it  must  be  steeped  in  water  free  from  ammonia  for  a  day  or  so, 
and  when  used,  the  first  portion  of  the  filtrate  rejected.  Washing 
with  water,  even  if  many  times  repeated,  is  generally  ineffectual. 
When  a  large  quantity  of  ammonia  is  present,  as  in  highly  polluted 
water  and  sewage,  any  ammonia  in  the  filter  paper  may  be  neglected. 
A  moderate  quantity  of  suspended  matter  may  also  generally  be 
neglected  with  safety,  even  if  the  water  is  to  be  filtered  in 
estimating  organic  carbon  and  nitrogen  and  total  solid  matter. 

The  water,  filtered  or  imfiltered  as  the  case  may  be,  should  be 
carefully  measured  and  introduced  into  a  capacious  retort,  connected 
by  an  indiarrubber  joint  with  a  Liebig's  condenser,  the  volume 
being  if  necessary,  made  up  to  about  400  cc.  with  water  free  from 
ammonia.  Add  about  1  gm.  of  sodic  carbonate  (a.  y),  and  distil 
rapidly,  applying  the  lamp  flame  directly  to  the  retort,  and  collect 
the  distillate  in  a  small  glass  cylinder,  such  as  is  described  above. 
When  about  50  cc  have  distilled  into  the  first  cylinder,  put  it  aside 
and  collect  a  second  50  cc,  and  as  soon  as  that  is  over  remove  the 
lamp,  and  add  to  the  second  distillate  about  1  cc  of  Nessler's 
solution,  stir  with  a  clean  glass  rod,  and  allow  to  stand  on  a  white 
tile  or  sheet  of  paper  for  five  minutes.  To  estimate  the  ammonia 
present,  measure  into  a  similar  cylinder  as  much  of  the  standard 
ammonic  chloride  solution  as  you  judge  by  the  colour  to  be  present 
in  the  distillate ;  make  it  up  with  water  free  from  ammonia  to  the 
same  volume,  and  treat  with  Nessler's  solution  in  precisely  the 
same  way.  If,  on  standing,  the  intensity  of  colour  in  the  two 
cylinders  is  equal,  the  quantity  of  ammonia  is  also  equal,  and  this 
is  known  in  the  trial  cylinder.  If  it  is  not  equal,  another  trial 
must  be  made  with  a  greater  or  less  quantity  of  ammonic  chloride. 
The  ammonic  chloride  must  not  be  added  after  the  Nessler's 
solution,  or  a  turbidity  will  be  produced  which  entirely  prevents 
accurate  comparison.  If  the  ammonia  in  the  second  distillate  does 
not  exceed  that  in  0*2  cc  of  the  standard  ammonic  cliloride,  the 
distillation  need  not  be  proceeded  with  any  farther,  but  if  otherwise, 
successive  quantities  must  be  distilled  and  tested  until  ammonia 
ceases  to  be  found.  If  the  ammonia  in  the  second  distillate 
corresponds  to  0*4  cc  or  less  of  the  ammonic  chloride,  that  in  the 
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iiist  may  be  estimated  in  the  same  way ;  but  if  the  second  contains 
a  greater  quantity  of  ammonia,  the  first  must  be  measured,  and  an 
aliquot  part  taken  and  diluted  to  about  50  c.c.  with  water  free  from 
ammonia,  as  it  is  likely  to  contain  so  much  ammonia  as  to  give 
a  colour  too  intense  to  admit  of  easy  comparison.  A  colour  produced 
by  more  than  2  c.c.  of  ammonic  chloride  cannot  be  conveniently 
employed.*  When,  as  in  the  case  of  sewage,  a  large  quantity  of 
ammonia  is  known  to  be  present,  it  saves  trouble  to  distil  about 
100  c.c.  at  first,  and  at  once  take  an  aliquot  part  of  that^  as  above 
described.  If  the  liquid  spirts  in  distiUing,  arrange  the  retort  so 
that  the  joint  between  the  retort  and  condenser  is  the  highest  point ; 
the  distillation  will  proceed  rather  more  slowly,  but  anything 
carried  up  mechanically  will  be  returned  to  the  retort  When  the 
ammonia  has  been  estimated  in  all  the  distillates,  add  together  the 
corresponding  volumes  of  ammonic  chloride  solution ;  then,  if  500 
C.C.  have  been  employed  for  the  experiment,  the  number  of  cc.  of 
anmionic  chloride  used  divided  by  100  will  give  the  quantity  of 
nitrogen  as  ammonia  in  100,000  parts  of  the  water ;  if  less  than 
that,  say  y  cc.  have  been  used,  multiply  the  volimie  of  ammonic 
chloride  by  5  and  divide  by  y. 

Before  commencing  this  operation,  ascertain  that  the  retort  and 
condenser  are  free  from  ammonia  by  distilling  a  little  common 
water  or  distilled  water  with  sodic  carbonate  until  the  distillate  is 
free  from  ammonia.  Eemove  the  residue  then,  and  after  each 
estimation,  by  means  of  a  glass  syphon,  without  disconnecting  the 
retort.  If  a  small  quantity  of  water  is  to  be  distilled,  the  residue 
or  part  of  it  from  a  previous  experiment  may  be  left  in  the  retort^ 
instead  of  adding  water  free  from  ammonia,  care  being  taken  that 
the  previous  distillation  was  continued  until  ammonia  ceased  to  be 
evolved. 

When  urea  is  present  the  evolution  of  ammonia  is  long  continued^ 
owing  to  the  decomposition  of  the  urea.  In  such  cases,  collect  the 
distillate  in  smaller  quantities,  and  as  soon  as  the  first  rapid 
diminution  in  the  amount  of  ammonia  has  ceased,  neglect  the 
remainder,  as  this  would  be  due  almost  wholly  to  decomposition  of 
the  urea. 

4.  Estimation  of  Organic  Carbon  and  Nltroffen. — This  should  be 
commenced  as  soon  as  the  nitrogen  as  ammonia  has  been  determined. 
If  that  is  less  than  0*05  part  per  100,000,  a  liter  should  be  used ; 
if  more  than  0*05,  and  less  than  0*2,  half  a  liter ;  if  more  than 
0*2  and  less  than  1*0,  a  quarter  of  a  liter;  if  more  than  1-0, 
a  hundred  cc.  or  less.  These  quantities  are  given  as  a  guide  in 
dealing  with  ordinary  waters  and  sewage,  but  subject  to  variation 
in  exceptional  cases.      A  quantity  which  is  too  large  should  be 

*  In  order  to  insure  abflolute  accuracy  in  NeBslerizlng  it  is  neceasaiy  that  the  diatiUate 
should  be  of  the  same  temperature  as  Uie  standard  liquid  made  by  mixing  the  ammonic 
chloride  with  distilled  water.  Hasen  and  Clark  {Amer,  Chwi,  Jow,  xii.  425)  found 
that  the  water  Nesslerixed  from  a  metal  condenser,  immediately  after  collection,  gare 
a  lower  figure  than  when  the  two  liquids  were  allowed  to  assume  the  same  temperature. 
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avoided  as  entailing  needless  trouble  in  evaporation,  and  an 
inconveniently  bulky  residue  and  resulting  gas.  If  it  is  to  be 
filtered  before  analysis,  the  same  precaution  as  to  filter  paper  must 
be  taken  as  for  estimation  of  nitrogen  as  ammonia,  the  same  filter 
being  generally  used. 

Having  measured  the  quantity  to  be  used,  add  to  it  in  a  capacious 
flask  15  C.C.  of  the  solution  of  sulphurous  acid  (b.  /3),  and  boil 
briskly  for  a  few  seconds,  in  order  to  decompose  the  carbonates 
present.  Evaporate  to  dryness  in  a  hemispherical  glass  dish,  about 
a  decimeter  in  diameter,  and  preferably  without  a  lip,  supported  in 
a  copper  dish  with  a  flange  (fig.  46  d  e).  The  flange  has  a  diameter 
of  about  14  centimeters,  is  sloped  slightly  towards  the  centre,  and 
has  a  rim  of  about  5  m.m.  turned  up  on  its  edge,  except  at  one 
point,  where  a  small  lip  is  provided.  The  concave  portion  is  made 
to  fit  the  contour  of  the  outside  of  the  glass  dishes,  and  is  of  such 
a  depth  as  to  allow  the  edge  of  the  dish  to  rise  about  15  m.m. 
above  the  flange.  The  diameter  of  the  concavity  at  /  is  about 
90  m.m.,  and  tibie  depth  at  g  about  30  m.m.  A  thin  glass  shade, 
such  as  is  used  to  protect  statuettes,  about  30  centimeters  high, 
stands  on  the  flange  of  the  copper  dish,  its  diameter  being  such  as 
to  fit  without  difficulty  on  the  flange,  and  leave  a  sufficient  space 
between  its  interior  surface  and  the  edge  of  the  glass  dish.  The 
copper  dish  is  supported  on  a  steam  or  water  bath,  and  the  water 
as  it  evaporates  is  condensed  on  the  interior  of  the  glass  shade,  runs 
down  into  the  copper  dish,  filling  the  space  between  it  and  the 
glass  dish,  and  then  passes  off  by  ^e  lip  at  the  edge  of  the  flange, 
a  piece  of  tape  held  by  the  edge  of  the  glass  shade,  and  hanging 
over  the  lip,  guiding  it  into  a  vessel  placed  to  receive  it. 

We  are  indebted  to  Bischof  for  an  improved  apparatus  for 
evaporation,  which  by  keeping  the  dish  always  full  by  a  self-acting 
contrivance,  permits  the  operation  to  proceed  without  attention 
during  the  nighty  and  thus  greatly  reduces  the  time  required. 
This  form  of  apparatus  is  shown  in  fig.  46.  The  glass  dish  d  is 
supported  by  a  copper  dish  e  as  described  above,  and  resting  on 
the  latter  is  a  stout  copper  ring  h  which  is  slightly  conical,  being 
115  m.m.  in  diameter  at  the  top  and  130  at  the  bottom.  At  the  top 
is  a  narrow  flange  of  about  10  m.m.  with  a  vertical  rim  of  about 
5  m.m.  The  diameter  across  this  flange  is  the  same  as  the  diameter 
of  the  dish  e,  so  that  the  glass  shade  t  will  fit  securely  either  on  h 
or  e.     The  height  of  the  conical  ring  is  about  80  m.m. 

The  automatic  supply  is  accomplished  on  the  well-known  prin- 
ciple of  the  bird  fountain,  by  means  of  a  delivery  tube  b,  the  upper 
end  of  which  is  enlarged  to  receive  the  neck  of  the  flask  a  con- 
taining the  water  to  be  evaporated,  the  joint  being  carefully  ground 
80  as  to  be  water-tight.  The  upper  vertical  part  of  by  including 
this  enlargement^  is  about  80  m.m.  in  length,  and  the  sloping  part 
about  260  m.m.  with  a  diameter  of  13  m.m.  The  lower  end 
which  goes  into  the  dish  is  again  vertical  for  about  85  m.m.,  and 
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carries  a  side  tube  c  of  about  3  uliu.  internal  diameter,  by  which 
air  enters  the  delivery  tube  whenever  the  level  of  the  water  in  the 
dish  falls  below  the  point  at  which  the  side  tube  joins  the  delivery 
tube.  The  distance  from  this  point  to  the  end  of  the  tube  which 
rests  on  the  bottom  of  the  dish  at  <;,  and  is  there  somewhat  con- 
stricted, is  about  30  m.m.  The  side  tube  c  should  not  be  attached 
on  the  side  next  the  flask,  as  if  so  the  inclined  part  of  h  passes 
over  its  mouth  and  renders   it  very  difficult  to  clean.     Mills 


Pig.  47. 


Fig.  46. 


prevents  circulation  of  liquid  in  the  sloping  part  of  the  tube  by 
bending  it  into  a  slightly  undulating  form,  so  that  permanent 
bubbles  of  air  are  caught  and  detained  at  two  points  in  it  The 
flask  a  should  hold  about  1200  c.c.  and  have  a  rather  narrow  neck 
— about  20  m.m. — and  a  flat  bottom.  A  small  slot  is  cut  in  the 
upper  edge  of  the  copper  ring  /i  to  accommodate  the  delivery  tube, 
as  shown  in  flg.  47.  Its  size  and  shape  should  be  such  that  the 
tube  does   not  touch   the  edge   of  the  glass  shade  t,  lest  water 
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running  down  tlie  inner  surface  of  the  shade  shoidd  find  its  way 
down  tiie  outside  of  the  delivery  tube  into  the  dish.  This  being 
avoided,  the  opening  should  be  as  closely  adjusted  to  the  size  of  the 
delivery  tube  as  can  be.  The  copper  dish  e  should  rest  on  a  steam 
or  water  bath,  so  that  only  the  spherical  part  is  exposed  to  the 
heat 

After  the  addition  of  the  15  cc.  of  sulphuric  acid,  the  water 
may  either  be  boiled  in  the  flask  a,  or  in  another  more  capacious 
one,  and  then  transferred  to  a.  It  should  be  allowed  to  cool 
before  the  delivery  tube  is  adjusted,  otherwise  the  joint  between 
the  two  is  liable  to  become  loose  by  expansion  of  the  cold  socket 
of  the  delivery  tube,  after  being  placed  over  the  hot  neck  of 
the  flask. 

The  glass  dish  having  been  placed  on  the  copper  dish  e,  the 
conical  ring  h  is  fitted  on,  and  the  flask  with  the  delivery  tube 
attached  inverted,  as  shown  in  fig.  46,  a,  b.  This  should  not  be 
done  too  hurriedly,  and  with  a  little  care  there  is  no  risk  of  loss. 
The  flask  is  supported  either  by  a  large  wooden  filtering  stand,  the 
ring  of  which  has  had  a  slot  cut  in  it  to  allow  the  neck  of  the  flask 
to  i)ass,  or  by  a  clamp  applied  to  the  upper  end  of  the  delivery 
tube  where  the  neck  of  the  flask  fits  in.  The  delivery  tube  having 
been  placed  in  the  slot  made  to  receive  it,  the  glass  shade  is  fitted 
on,  and  the  evaporation  allowed  to  proceed.  When  all  the  water 
has  passed  from  the  flask  into  the  dish,  the  flask  and  delivery  tube, 
and  the  conical  ring  h  may  be  removed,  and  the  glass  shade  placed 
directly  on  the  dish  e  until  the  evaporation  is  complete.  If  the 
water  is  expected  to  contain  a  large  quantity  of  nitrates,  two  or 
three  drops  of  chloride  of  iron  (b.  i)  should  be  added  to  the  first 
dishful;  and  if  it  contains  little  or  no  carbonate,  one  or  two  cc. 
of  hydric  sodic  sulphite  (b.  y).  The  former  facilitates  the  destruc- 
tion of  nitrates  and  nitrites,  and  the  latter  furnishes  base  for  the 
sulphuric  acid  produced  by  oxidation  of  the  sulphurous  acid,  and 
which  would,  if  free,  decompose  the  organic  matter  when  concen- 
trated by  evaporation.  An  estimate  of  the  quantity  of  carbonate 
present,  sufficiently  accurate  for  this  purpose,  may  generally  be 
made  by  observing  the  quantity  of  precipitate  thro\^Ti  down  on 
addition  of  sodic  carbonate  in  the  determination  of  nitrogen  as 
ammonia. 

With  sewages  and  very  impure  waters  (containing  upwards  of  0*1 
part  of  nitrogen  as  ammonia  per  100,000  for  example)  such  great 
precaution  is  hardly  necessary,  and  the  quantity  to  evaporate  being 
small,  the  evaporation  may  be  conducted  in  a  glass  dish  placed 
directly  over  a  steam  bath,  and  covered  "with  a  drum  or  disc  of  filter 
paper  made  by  stretching  the  paper  by  means  of  two  hoops  of  light 
split  cane,  one  thrust  into  the  other,  the  paper  being  between  them, 
in  the  way  often  employed  in  making  dialysers.  This  protects  the 
contents  of  the  dish  from  dust,  and  also,  to  a  great  extent,  from 
anmionia  which  may  be  in  the  atmosphere,  and  wliich  would  impair 

c  c  2 


Digitized  by  VjOOQIC 


388  VOLUMETRIC  ANALYSIS.  §    88. 

the  accuracy  of  the  results.  As  a  glass  dish  would  be  in  some  danger 
of  breaking  by  the  introduction  of  cold  water,  the  flask  containing 
the  water  being  evaporated  in  this  or  in  the  first  described  manner, 
must  be  kept  on  a  hot  plate  or  sand  bath  at  a  temperature  of  about 
60*  or  70*  C,  and  should  be  covered  with  a  watch-glass.  This 
I)recaution  is  not  necessary  when  Bischof's  apparatus  is  used. 
If,  at  any  time,  the  water  in  the  flask  ceases  to  smell  strongly  of 
sulphurous  acid,  more  should  be  added.  The  preliminary  boiling 
may  be  omitted  when  less  than  250  c.c.  is  used.  When  the 
nitrogen  as  nitrates  and  nitrites  exceeds  0*5  part,  the  dish,  after 
the  evaporation  has  been  carried  to  dryness,  should  be  flUed  with 
distilled  water  containing  ten  per  cent,  of  saturated  sulphurous 
acid  solution,  and  the  evaporation  again  carried  to  dryness.  If  it 
exceeds  1*0  part,  a  quarter  of  a  liter  of  this  solution  should  be 
evaporated  on  the  residue;  if  2*0  parts,  half  a  liter;  and  if  5  parts, 
a  liter.  If  less  than  a  liter  has  been  evaporated,  a  proportionally 
smaller  volume  of  this  solution  may  be  used.  The  estimation  of 
nitrogen  as  nitrates  and  nitrites  will  usually  be  accomplished  before 
this  stage  of  the  evaporation  is  reached. 

M.  W.  Williams  proposes  to  avoid  the  use  of  sulphurous  acid, 
with  its  acknowledged  disadvantages  and  defects,  by  removing 
the  nitric  and  nitrous  acids  with  the  zinc-cop^ier  couple  and 
convertmg  them  into  ammonia.  If  the  amount  is  large,  it  is  best 
distilled  from  a  retort  into  weak  acid;  if  small,  into  an  empty 
Nessler  tube.  The  amoimt  so  found  is  calculated  into  nitrogen 
as  nitrates  and  nitrites,  if  the  latter  are  found  in  the  water.  The 
residue,  when  free  from  ammonia  is  further  concentrated,  the 
separated  carbonates  re-dissolved  in  phosphoric  or  sulphurous 
acid,  in  just  sufficient  quantity,  then  transferred  to  a  glass 
basin  for  evaporation  to  dryness  as  usual  ready  for  combustion 
(/.  a  S.  1881,  144). 

In  the  case  of  sewage,  however,  it  is  advisable  to  employ  hydric 
metaphosphate  in  the  place  of  sulphurous  acid,  as  the  ammonic 
phosphate  is  even  less  volatile  than  the  sulphite.  This  can  only 
be  employed  for  sewage  and  similar  liquids,  which  are  free  from 
nitrates  and  nitrites.  To  the  measured  quantity  of  liquid  to  be 
evaporated  add,  in  the  glass  dish,  10  c.c.  of  the  hydric  metaphos- 
phate (b.  /i),  and,  in  order  to  render  the  residue  more  convenient 
to  detach  from  the  dish,  about  half  a  gram  of  calcic  phosphate 
(b.  v\  and  proceed  as  usual  No  chloride  of  iron,  sulphurous 
acid,  or  sodic  sulphite  is  required;  nor  is  it  necessary  to  lx)il 
before  conmiencing  the  evaporation. 

The  next  operation  is  the  combustion  of  the  residue.  The 
combustion  tube  should  be  of  hard,  difficultly  fusible  glass,  with 
an  internal  diameter  of  about  10  m.m.  Gut  it  in  lengths  of  about 
430  m.m.,  and  heat  one  end  of  each  in  the  blowinpe  flame  to  round 
the  edge.  Wash  well  with  water,  brushing  the  interior  carefully 
ivith  a  tube  brush  introduced  at  the  end  whose  edge  has  been 
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rounded,  rinse  with  distilled  water,  and  dry  in  an  oven.  When 
dry,  draw  off  and  close,  at  the  blowpipe,  the  end  whose  edge  has 
been  left  sharp.     The  tube  is  then  ready  for  use. 

Pour  on  to  the  perfectly  dry  residue  in  the  glass  dish,  standing 
on  a  sheet  of  white  glazed  paper,  a  little  of  the  fine  cupric  oxide 
(b.  «),  and  with  the  aid  of  a  small  elastic  steel  spatula  (about  100 
m.m.  long  and  15  m.m.  wide)  carefully  detach  the  residue  from  the 
glass  and  rub  it  down  with  the  cupric  oxide.  The  spatula  readily 
accommodates  itself  to  the  curvature  of  the  dish,  and  effectually 
scrapes  its  surface.  When  the  contents  of  the  dish  are  fairly 
mixed,  fill  about  30  m.m.  of  the  length  of  the  combustion  tube 
with  granulated  cupric  oxide  (b.  «),  and  transfer  the  mixture  in  the 
dish  to  the  tube.  This  is  done  in  the  usual  way  by  a  scooping 
motion  of  the  end  of  the  tube  in  the  dish,  tlie  last  portions  being 
transferred  by  the  help  of  a  bent  card  or  a  piece  of  clean  and  smooth 
platinimi  foil.  Rinse  the  dish  twice  with  a  little  fine  cupric  oxide, 
rubbing  it  well  round  each  time  with  the  spatula,  and  transfer  to 
the  tube  as  before.  Any  particles  scattered  on  the  paper  are  also 
to  be  put  in.  Fill  up  to  a  distance  of  270  m.m.  from  the  closed 
end  with  granular  cupric  oxide,  put  in  a  cylinder  of  metallic  copper 
(b.  C);  and  then  again  20  m.m.  of  granular  cupric  oxide.  This  last 
is  to  oxidize  any  traces  of  carbonic  oxide  which  might  be  formed 
from  carbonic  anhydride  by  the  reducing  action  of  iron  or  other 
impurity  in  the  metallic  copper:  Now  draw  out  the  end  of  the 
tube  so  as  to  form  a  neck  about  100  m.m.  long  and  4  m.m.  in 
diameter,  fuse  the  end  of  this  to  avoid  injury  to  the  india-rubber 
connector,  and  bend  it  at  right  angles.  It  is  now  ready  to  be 
placed  in  the  combustion  furnace  and  attached  to  the  Sprengel 
pump. 

The  most  convenient  form  of  this  instrument  for  the  purpose  is 
shown  in  fig.  48.  The  glass  funnel  a  is  kept  supplied  with  mercury, 
and  is  connected  by  a  caoutchouc  joint  with  a  long  narrow  glass 
tube  which  passes  down  nearly  to  the  bottom  of  a  wider  tube  dy 
900  m.m.  long,  and  10  m.m.  in  internal  diameter.  The  upper  end 
of  d  is  cemented  into  the  throat  of  a  glass  funnel  c  from  which 
the  neck  has  been  removed.  A  screw  chmip  h  regulates  the  flow  of 
mercury  down  the  narrow  tube.  A  piece  of  ordinary  glass  tube/  g, 
about  6  m.m.  in  diameter  and  600  m.m.  in  length,  is  attached  at  r/ 
to  a  tube  g  h  Jc,  about  6  m.m.  in  diameter,  1500  m.m.  long,  with  a 
bore  of  1  m.m.  This  is  bent  sharply  on  itself  at  h,  the  j>art  h  k 
being  1300  m.m.  long,  and  the  two  limbs  are  firmly  lashed  together 
with  copper  wire  at  two  points,  the  tubes  being  preserved  from 
injury  by  short  sheaths  of  caoutchouc  tube.  The  end  k  is  recurved 
for  the  delivery  of  gas.  At  the  top  of  the  bend  at  7i,  a  piece  of 
ordinary  tube  h  ?,  about  120  m.m.  long,  and  5  m.m.  in  diameter,  is 
sealed  on.  The  whole  I  kis  kept  in  a  vertical  position  by  a  loose 
support  or  guide,  near  its  upper  part,  the  whole  of  its  weight  resting 
on  tlie  end  kj  so  that  it  is  comparatively  free  to  move.      It  is 
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connected  at/  with  the  lower  end  of  r?,  by  means  of  a  piece  of  caout- 
chouc tube  covered  with  tape,  and  furnished  'with  a  screw  clamp  e. 
At  Z  it  is  connected  with  the  combustion  tube  o,  by  the  connecting 


Fig.  48. 

tube  I  m  w,  which  is  made  of  tube  similar  to  that  used  for  h  k\  A 
cork  slides  on  h  Z,  which  is  fitted  into  the  lower  end  of  a  short 
l)iece  of  tube  of  a  width  sufficient  to  pass  easily  over  the  caoutchouc 
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joint  connecting  the  tubes  at  Z.  After  the  joint  has  been  arranged 
(the  ends  of  the  tubes  just  touching)  and  bound  with  wire,  the 
cork  and  wide  tube  are  pushed  over  it  and  filled  with  glycerine. 
The  joint  at  «  is  of  exactly  the  same  kind,  but  as  it  has  to  be  fre- 
quently disconnected,  water  is  used  instead  of  glycerine,  and  the 
caoutchouc  is  not  bound  on  to  the  combustion  tube  with  wire.  It 
will  be  seen  that  the  joint  at  Z  is  introduced  chiefly  to  give  flexi- 
bility to  the  apparatus.  At  771  is  a  small  bulb  blown  on  the  tube 
for  the  purpose  of  receiving  water  produced  in  the  combustion. 
This  is  immersed  in  a  small  water  trough  x.  The  tube  li  k  stands  in 
a  mercury  trough  p,  which  is  sho^vn  in  plan  on  a  larger  scale  at  B. 

This  trough  should  be  cut  out  of  a  solid  piece  of  mahogany,  as  it 
is  extremely  difficult  to  make  joints  to  resist  the  pressure  of  such  a 
depth  of  mercury.  It  is  200  m.m.  long,  155  m.m.  wide,  and  100 
m.m.  deep,  outside  measurement.  The  edge  r  ?•  is  13  m.m.  wide, 
and  the  shelf  s  65  m.m.  mde,  174  m.m.  long,  and  50  m.m.  deep 
from  the  top  of  the  trough.  The  channel  t  is  25  m.m.  wide,  and 
75  m.m.  deep,  having  at  one  end  a  circular  well  iCy  42  m.m.  in 
diameter,  and  90  m.m.  deep.  The  recesses  «*  w  are  to  receive  the  ' 
ends  of  two  S  p r e ngel  pumps.  They  are  each  40  m.m.  long,  25  m.m. 
wide,  and  of  flie  same  depth  as  the  channel  t  A  short  iron  wire  Vy 
turning  on  a  small  staple,  and  resting  at  the  other  end  against  an 
iron  pin,  stretches  across  each  of  these,  and  serves  as  a  kind 
of  gate  to  support  the  test  tube,  in  which  the  gas  delivered 
by  the  pumj)  is  collected.  The  trough  stands  upon  four  legs, 
75  ni.m.  high,  and  is  provided  at  the  side  with  a  tube  and  screw 
clamp  q,  by  which  the  mercury  may  be  drawn  off  to  the  level  of 
the  shelf  8, 

The  combustion  tube  being  placed  in  the  furnace,  protected  from 
the  direct  action  of  the  flame  by  a  sheet-iron  trough  lined  with 
asbestos,  and  the  water  joint  at  n  adjusted,  the  gas  is  lighted  at 
the  front  part  of  furnace  so  as  to  heat  the  whole  of  the  metallic 
copper  and  part  of  the  cupric  oxide.  A  small  screen  of  sheet 
iron  is  adjusted  astride  of  the  combustion  tube  to  protect  the 
part  beyond  the  point  up  to  which  the  gas  is  burning  from  the 
heat 

At  the  same  time  a  stream  of  mercury  is  allowed  to  flow  from  the 
funnel  a,  which  fiUs  the  tubes  d  and  /  until  it  reaches  /i,  when  it 
falls  in  a  series  of  pellets  down  the  narrow  tube  h  k,  each  carrying 
before  it  a  quantity  of  air  drawn  from  the  combustion  tube.  The 
flow  of  mercury  must  be  controlled  by  means  of  the  clamps  b  and  e, 
so  as  not  to  be  too  rapid  to  admit  of  the  formation  of  these  separate 
pistons,  and  especially,  care  should  be  taken  not  to  permit  it  to  go 
so  fast  as  to  mount  into  tlie  connecting  tube  I  m  n,  as  it  cannot  be 
removed  thence  except  by  disconnecting  the  tube.  During  the 
exhaustion,  the  trough  x  is  filled  with  hot  water  to  expel  from  the 
bulb  7rt  any  water  condensed  from  a  previous  operation.  In  about 
ten  minutes  the  mercury  will  fall  in  the  tube  h  k  with  a  loud,  sharp, 
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clicking  sound,  showing  that  the  vacuum  is  complete.  Aa  soon  as 
this  occurs,  the  pump  may  be  stopped,  a  test  tube  filled  with  mercury 
inverted  over  the  delivery  end  of  the  tube  A*,  cold  water  substituted 


Fig.  49. 

for  hot  in  the  trough  x,  the  iron  screen  removed,  and  combustion 
proceeded  with  in  the  usual  way.  Tliis  will  take  from  fifty  to  sixty 
minutes.     As  soon  as  the  whole  of  the  tube  is  heated  to  redness,  the 
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gas  is  turned  off,  and  the  tube  immediately  exhausted,  the  gases 
produced  being  transferred  to  the  tube  placed  to  receive  them. 
When  the  exhaustion  is  complete,  the  test  tube  of  gas  may  be 
removed  in  a  small  beaker,  and  transferred  to  the  gas  analysis 
apparatus. 

This  gas  collected  consists  of  carbonic  anhydride,  nitric  oxide, 
nitrogen,  and  (very  rarely)  carbonic  oxide,  which  can  readily  be 
separated  and  estimated  by  the  ordinary  methods  of  gas  analysis. 
This  is  rapidly  accomplished  with  the  apparatus  described  in 
Part  Vn.,  or  th^  simpler  form,  shown  in  the  accompanying  diagram, 
which,  whilst  it  does  not  permit  of  analysis  by  explosion,  leaves 
nothing  to  be  desired  for  this  particular  operation.  It  is  essentially 
that  described  by  Frankland  {J.  C.  S.  [2]  vi.  109),  but  is 
sUghtly  modified  in  arrangement  In  the  diagram,  a  c  d  is  & 
measuring  tube,  of  which  the  cylindrical  portion  a  is  370  m.m. 
long,  and  18  m.m.  in  internal  cUameter,  the  part  c  40  num.  long, 
and  7  m.m.  in  diameter,  and  the  part  dl76  m.m.  long,  and  2*5  m.m. 
in  diameter.  To  the  upper  end  of  d  a  tube,  with  a  capillary  bore 
and  stop-cock  /,  is  attached,  and  bent  at  right  angles.  Allowing 
20  m.m.  for  each  of  the  conical  portions  at  the  joints  between  a 
and  e,  and  c  and  rf,  and  25  m.m.  for  the  vertical  part  of  the  capillary 
tube,  the  vertical  measurement  of  the  entire  tube  is  650  m.m. 
It  is  graduated  carefully  from  below  upward,  at  intervals  of  10  m.m., 
the  zero  being  about  100  m.m.  from  the  end,  as  about  that  length 
of  it  is  hidden  by  its  support,  and  therefore  unavailable.  The 
topmost  10  m.m.  of  d  should  be  divided  into  single  millimeters. 
At  the  free  end  of  the  capillary  tube  a  small  steel  cap,  shown  in 
fig.  50,  B,  is  cemented  gas-tight.     The  lower  end  of  a  is  dra^vn  out 


Fig.  50. 

to  a  diameter  of  5  m.m.  The  tube  h  is  about  1  '2  meter  long,  and 
6  m.m.  internal  diameter,  is  drawn  out  like  a  at  the  lower  end,  and 
graduated  in  millimeters  from  below  upward,  the  zero  being  about 
100  m.m.  from  the  end.*  The  tubes  acd  and  b  pass  through  a 
caoutchouc  stopper  o,  which  fits  into  the  lower  end  of  a  glass 
cylinder  n  n,  intended  to  contain  water  to  give  a  definite  tempera- 
ture to  the  gas  in  measuring.  The  zeros  of  the  graduations  should 
be  about  10  m.m.  above  this  stopper.  Immediately  below  this 
the  tubes  are  firmly  clasped  by  the  wooden  clamp  p  (shown  in  end 

*  The  graduation  ia  not  shown  in  the  diagnin. 
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elevation  and  plan  at  fig.  49  B,  C),  the  two  jmrts  of  which  are 
drawn  together  by  screws,  the  tubes  being  protected  from  injury  by 
a  piece  of  caoutchouc  tube  fitted  over  each.  The  clamp  is  supported 
on  an  upright  piece  of  wood,  screwed  finnly  to  the  base  A.  If  the 
stopper  o  is  carefully  fitted,  and  the  tubes  tightly  clamped,  no 
other  support  than  ^  will  be  necessary.  The  tubes  below  the  clamp 
are  connected  by  joints  of  caoutchouc  covered  with  tape,  and 
strongly  bound  -svith  wire,  to  the  vertical  legs  of  the  union  piece  </, 
to  the  horizontal  leg  of  which  is  attached  a  long  caoutchouc  tube 
of  about  2  m.m.  internal  diameter,  which  passes  to  the  glass  reser- 
voir t.  This  tube  must  be  covered  with  strong  tape,  or  (less 
conveniently)  have  a  lining  of  canvas  between  two  layers  of  caout- 
chouc, as  it  will  be  exposed  to  considerable  pressure.  In  its  course 
it  passes  through  the  double  screw  steel  pinch-cock  r,  the  lower  bar 
of  which  is  fixed  to  the  side  of  the  clamp  j?.  It  is  essential  that 
the  screws  of  the  pinch-cock  should  have  smooth  collars  like  that 
shown  in  fig.  50  A,  and  that  the  upper  surface  of  the  upper  bar 
of  the  pinch-cock  should  be  quite  flat,  the  surfaces  between  which 
the  tube  is  passed  being  cylindrical. 

Frankland  has  introduced  a  form  of  joint  by  which  the  steel 
caps  and  clamp  are  dispensed  with.  The  capillary  tube  at  the 
upper  end  of  a  c  r?  is  expanded  into  a  small  cup  or  funnel,  and 
the  capillary  tube  of  the  laboratory  vessel  bent  txcice  at  right 
angles,  the  end  being  drawn  out  in  a  conical  form  to  fit  into  the 
neck  of  the  above-named  cup.  Tlie  opposed  surfaces'  are  fitted 
by  grinding  or  by  covering  the  conical  end  of  the  laboratory 
vessel  with  thin  sheet  caoutchouc.  The  joint  is  kept  tight  by 
an  elastic  band  attached  at  one  end  to  the  stand,  and  at  the  other 
to  a  hook  on  the  horizontal  tube  of  the  laboratory  vessel,  and  the 
cup  is  filled  with  mercurj'. 

In  the  base  A  is  fixed  a  stout  iron  rod,  1*4  meter  long,  >vith 
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Fig.  51.  Fig.  52. 

a  short  horizontal  arm  at  its  upper  end,  containing  two  grooved 
pulleys.  The  reservoir  t  is  susi)ended  by  a  cord  passing  over  these 
pulleys,  and  attached  to  an  eye  u  in  the  iron  rod,  the  length  of  the 
cord  being  such  that,  when  at  full  stretch,  the  bottom  of  the 
reservoir  is  level  with  the  bottom  of  the  clamp  j),  A  loop  is  made 
on  the  cord,  which  can  be  secured  by  a  hook  v  on  the  rod,  so  that 
when  thus  suspended,  the  bottom  of  t  is  about  100  m.m.  above  the 
stop-cock  /.      A  stout  elastic  band  fitted  roimd  t  at  its  largest 
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diameter  acts  usefully  as  a  fender  to  protect  it  from  an  accidental 
"blow  against  the  iron  rod.  A  thermometer  e,  suspended  by  a  wire 
hook  from  the  edge  of  the  cylinder  n  n,  gives  the  temperature  of 
the  contained  water,  the  uniformity  of  which  may  be  insured 
(though  it  is  scarcely  necessary)  by  passing  a  slow  succession  of 
bubbles  of  air  through  it,  or  by  moving  up  and  down  in  it  a  wire 
with  its  end  bent  into  the  form  of  a  ring.  The  jar  k  is  called  the 
laboratory  vessel,  and  is  100  m.m.  high,  and  38  m.m.  in  internal 
diameter,  having  a  capillary  tube,  glass  stop-cock,  and  steel  cap  (J  h 
exactly  like  f  g.  The  mercury  trough  /  is  shown  in  figs.  51  and 
52.  It  is  of  solid  mahogany,  265  m.m.  long,  80  m.m.  broad,  and 
90  m.m.  deep,  outside  measurement.  The  rim  a  a  a  a  is  8  m.m. 
broad,  and  15  m.m.  deep.  The  excavation  h  is  230  m.m.  long, 
26  m.m.  broad,  and  65  m.m.  deep,  with  a  circular  cavity  to  receive 
the  laboratory  vessel  sunk  at  one  end,  45  m.m.  in  diameter,  and 
20  m.m.  in  depth  below  the  top  of  the  excavation.  Two  small 
lateral  indentations  c  c  (fig.  52)  near  the  other  end  accommodate 
a  capsule  for  transferring  to  the  trough  tubes  containing  gas.  This 
trough  rests  upon  a  telescope  table,  which  can  be  fixed  at  any 
height  by  means  of  a  screw,  and  is  supported  on  three  feet.  It 
must  be  arranged,  so  that  when  the  laboratory  vessel  is  in  its  place 
in  the  trough,  the  two  steel  caps  exactly  correspond  face  to  face. 

The  difference  of  level  of  the  mercury  in  the  tubes  h  and  a  c  d, 
caused  by  capillary  action,  when  both  are  freely  open  to  the  air, 
must  be  ascertained  by  taking  several  careful  observations.  This 
will  be  different  for  each  of  the  portions  a  c  and  d^  and  must  be 
added  to  or  deducted  from  the  observed  pressure,  as  the  mercury 
when  thus  freely  exposed  in  botli  tubes  to  the  atmospheric  pressure 
stands  in  a  c  or  r?  above  or  below  that  in  K  This  correction  will 
include  also  any  that  may  be  necessary  for  diff'erence  of  level  of 
the  zeros  of  the  graduations  of  the  two  tubes,  and,  if  the  relative 
positions  of  these  be  altered,  it  must  be  redetennined.  A  small 
telescope,  sliding  on  a  vertical  rod,  should  be  used  in  these  and  all 
other  readings  of  the  level  of  mercury. 

The  capacity  of  the  measuring  tube  a  c  d  oX,  each  graduation 
must  now  be  determined.  This  is  readily  done  by  first  filling  the 
whole  apparatus  with  mercury,  so  that  it  drips  from  the  cap  g. 
The  stop-cock /is  then  closed,  a  piece  of  caoutchouc  tube  slipped 
over  the  cap,  and  attached  to  a  fimnel  supplied  with  distilled 
water.  The  reservoir  t  being  lowered,  the  clamp  r  and  the  stop- 
cock /  are  opened,  so  that  the  mercury  returns  to  the  reservoir, 
water  entering  through  the  capillary  tube.  As  soon  as  it  is  below 
the  zero  of  the  graduation,  the  stop-cock  /  is  closed,  the  funnel  and 
caoutchouc  tube  removed  from  the  cap,  and  the  face  of  the  last 
slightly  greased  in  onler  that  water  may  pass  over  it  without 
adhering.  Now  raise  the  reservoir,  open  the  stop-cock  /,  and  allow 
the  water  to  flow  gently  out  until  the  top  of  the  convex  surface  of 
the  mercury  in  a  just  coincides  with  the  zero  of  the  graduation. 
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Tlie  mercury  should  "be  controlled  by  the  clamp  r,  so  that  the  water 
issues  under  very  slight  pressure.  Xote  the  temperature  of  the 
water  in  the  water-jacket,  and  proceed  with  the  expulsion  of  the 
water,  collecting  it  as  it  drops  from  the  steel  cap  in  a  small  carefully 
weighed  glass  flask.  When  the  mercury  has  risen  through  100  m.m. 
stop  the  flow  of  water,  and  weigh  the  flask.  The  weight  of  water 
which  was  contained  between  the  graduations  0  and  100  on  the 
tube  is  then  known,  and  if  the  temperature  be  4"*  C,  the  weight  in 
grams  will  express  the  capacity  of  that  part  of  the  tube  in  cubic 
centimeters.  If  the  temperature  be  other  than  4°  C,  the  volume 
must  be  calculated  by  the  aid  of  the  co-efficient  of  expansion  of 
water  by  heat.  In  a  similar  way  the  capacity  of  the  tube  at 
successive  graduations  about  100  m.m.  apart  is  ascertained,  the 
last  determination  in  a  being  at  the  highest,  and  the  first  in  c  at 
the  lowest  graduation  on  the  cylindrical  paxt  of  each  tube;  the 
tube  between  these  points  and  similar  points  on  c  and  d  being 
80  distorted  by  the  glass  blower  that  observations  could  not  well 
be  made.  The  capacity  at  a  sufficient  number  of  points  being 
ascertained,  that  at  each  of  the  intermediate  graduations  may  be 
calculated,  and  a  table  arranged  with  the  capacity  marked  against 
each  graduation.  As  the  calculations  in  tlie  analysis  are  made  by 
the  aid  of  logarithms,  it  is  convenient  to  enter  on  this  table  the 
logarithms  of  the  capacities  instead  of  the  natural  numbers. 

In  using  the  apparatus,  the  stop-cocks  on  the  measuring  tube 
and  laboratory  vessel  should  be  slightly  greased  with  a  mixture  of 
resin  cerate  and  oil,  or  vaseline,  the  whole  apparatus  carefully  filled 
with  mercury,  and  the  stop-cock/  closed;  next  place  the  laboratory- 
vessel  in  position  in  the  mercury  trough,  and  suck  out  the  air. 
This  is  readily  and  rapidly  done  by  the  aid  of  a  short  piece  of 
caoutchouc  tube,  placed  in  the  vessel  just  before  it  is  put  into  the 
mercury  trough,  and  drawn  away  as  soon  as  the  air  is  removed. 
Suck  out  any  small  bubbles  of  air  still  left  through  the  capillary- 
tube,  and  as  soon  as  the  vessel  is  entirely  free  from  air  close  the 
stop-cock.  Slightly  grease  the  faces  of  both  aips  with  resin  cerate 
(to  wliich  a  little  oil  should  be  added  if  very  stiff),  and  clamp  tliem 
tightly  together.  On  opening  both  stop-cocks  mercury  should  flow 
freely  through  the  capillary  commimication  thus  formed,  and  the 
whole  should  be  quite  free  from  air.  To  ascertain  if  the  joints  are 
all  in  good  order,  close  the  stop-cock  h,  and  lower  the  reservoir  t  to 
its  lowest  position ;  the  joints  and  stop-cocks  will  thus  be  subjected 
to  a  pressure  of  nearly  half  an  atmosphere,  and  any  leakage  would 
speedily  be  detected.  If  all  be  right,  restore  the  reservoir  to  its 
upper  position. 

Transfer  the  tube  containing  the  gas  to  be  analyzed  to  an 
ordinary  ^wrcelain  mercury  trough ;  exchange  the  beaker  in  which 
it  has  been  standing  for  a  small  porcelain  capsule,  and  transfer  it 
to  the  mercury  trough  Z,  the  capsule  flnding  ample  room  where  the 
trough  is  widened  by  the  recess  D. 


Digitized  by  VjOOQIC 


§   88.  NATURAL  WATERS  AND  SEWAGE.  397 

Carefully  decant  the  gas  to  the  laboratory  vessel,  and  add  a  drop 
or  two  of  potassic  hichromate  solution  (b.  tf)  from  a  small  pipette 
with  a  hent  capillary  delivery  tube,  to  ascertain  if  the  gas  contains 
any  sulphurous  anhydride.  If  so,  the  yellow  solution  will 
immediately  become  green  from  the  formation  of  a  chromic  salt, 
and  the  gas  must  be  allowed  to  stand  over  the  chromate  for  four  or 
five  minutes,  a  little  more  of  the  solution  being  added  if  necessary. 
The  absorption  may  be  greatly  accelerated  by  gently  shaking  from 
time  to  time  the  stand  on  which  the  mercury  trough  rests,  so  as  to 
cause  the  solution  to  wet  the  sides  of  the  vessel.  With  care  this 
may  be  done  without  danger  to  the  apparatus.  Mercury  should  be 
allowed  to  pass  slowly  into  the  laboratory  vessel  during  the  whole 
time,  as  the  drops  falling  tend  to  maintain  a  circulation  both  in 
the  gas  and  in  the  absorbing  liquid.  The  absence  of  sulphurous 
anhydride  being  ascertained,  both  stop-cocks  are  set  fully  open,  the 
reservoir  t  lowered,  and  the  gas  transferred  to  the  measuring  tube. 
The  stop-cock  h  should  be  closed  as  soon  as  the  liquid  from  the 
laboratory  vessel  is  within  about  10  m.m.  of  it  The  bore  of  the 
capillary  tube  is  so  fine,  that  the  quantity  of  gas  contained  in  it  is 
too  small  to  affect  the  result  Next  bring  the  top  of  the  meniscus 
of  mercury  seen  through  the  telescope  exactly  to  coincide  with  one 
of  the  graduations  on  the  measuring  tube,  the  passage  of  mercury 
to  or  from  the  reservoir  being  readily  controlled  by  the  pinch-cock  ?•. 
Xote  the  position  of  the  mercury  in  the  measuring  tube  and  in  the 
pressure  tube  b,  the  temperature  of  the  water-jacket,  and  the  height 
of  the  barometer,  the  level  of  the  mercury  in  the  pressure  tube  and 
barometer  being  read  to  the  tenth  of  a  m.m.  and  the  thermometer 
to  0*1°  C.  This  done,  introduce  into  the  laboratory  vessel  from 
a  pipette  with  a  bent  point,  a  few  drops  of  potassic  hydrate  solution 
(b.  0),  and  return  the  gas  to  the  laboratory  vessel.  The  absorption 
of  carbonic  anhydride  ^vill  be  complete  in  about  three  to  five 
minutes,  and  if  the  volume  of  the  gas  is  large,  may  be  much 
accelerated  by  gently  shaking  the  stand  from  time  to  time,  so  as  to 
throw  up  the  liquid  on  the  sides  of  the  vessel.  If  the  small 
pipettes  used  to  introduce  the  various  solutions  are  removed  from 
the  mercury  trough  gently,  they  will  always  contain  a  little  mercury 
in  the  bend,  which  will  suffice  to  keep  the  solution  from  fiowing 
out,  and  they  may  be  kept  in  readiness  for  use  standing  upright  in 
glass  cylinders  or  other  convenient  supports.  At  the  end  of  five 
minutes  the  gas,  which  now  consists  of  nitrogen  and  nitric  oxide, 
is  again  transferred  to  the  measuring  tube,  and  the  operation  of 
measuring  repeated ;  the  barometer,  however,  need  not  be  observed, 
imder  ordinary  circumstances,  more  than  once  for  each  analysis, 
as  the  atmospheric  pressure  will  not  materially  vary  during  the 
twenty-five  to  thirty  minutes  required.  Xext  pass  into  the 
laboratory  vessel  a  few  drops  of  saturated  solution  of  pyrogallic 
acid  (  B.  i),  and  return  the  gas  upon  it  The  object  of  adding  the 
pyrogallic  acid  at  this  stage  is  to  ascertain  if  oxygen  is  present,  as 
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Bometimes  happens  when  the  total  quantity  of  gas  is  very  small, 
and  the  vacuum  during  the  combustion  but  slightly  impaired. 
Under  such  circumstances,  traces  of  oxygen  are  given  off  by  the 
cupric  oxide,  and  pass  so  rapidly  over  the  metallic  copper,  as  to 
escape  absorption.  This  necessarily  involves  the  loss  of  any  nitric 
oxide  which  also  escapes  the  copper,  but  this  is  such  a  very  small 
proportion  of  an  already  small  quantity  that  its  loss  will  not 
appreciably  affect  the  result  If  oxygen  be  present,  allow  the  gas 
to  remain  exposed  to  the  action  of  the  pyrogaUate  until  the  liquid 
when  thrown  up  the  sides  of  the  laboratory  vessel  runs  off  without 
leaving  a  dark  red  stain.  If  oxygen  be  not  present,  a  few  bubbles 
of  that  gas  (b.  X)  are  introduced  to  oxidize  the  nitric  oxide  to 
|)emitric  oxide,  which  is  absorbed  by  the  potassic  hydrate.  The 
oxygen  may  be  very  conveniently  added  from  the  gas  pipette  shown 

in  fig.  53,  where  a  h  are  glass 
bulbs  of  about  50  m.m.  dia^ 
meter,  connected  by  a  glass 
tube,  the  bore  of  which  is 
constricted  at  r,  so  as  to  allow 
mercury  to  pass  but  slowly 
from  one  bulb  to  the  other, 
and  thus  control  the  passage 
Fig.  63.  of    gas    through    the    narrow 

delivery  tube  d.  The  other 
end  e  is  provided  ^vith  a  short  piece  of  caoutchouc  tube,  by  blowing 
through  which  any  desired  quantity  of  gas  may  be  readily  delivered. 
Care  must  be  taken  after  use  that  the  delivery  tube  is  not  removed 
from  the  trough  till  the  angle  d  is  filled  with  mercury. 

To  replenish  the  pipette  with  oxygen,  fill  the  bulb  h  and  the 
tubes  c  and  d  mth  mercury ;  introduce  the  point  of  d  into  a  tube 
of  oxygen  standing  in  the  mercury  trough,  and  draw  air  from  the 
tube  e.  The  gas  in  ft  is  confined  between  the  mercury  in  e  and 
that  in  d. 

Wlien  the  excess  of  oxygen  lias  been  absorbed  as  above  described, 
the  residual  gas,  which  consists  of  nitrogen,  is  measured,  and  the 
analysis  is  complete.* 

There  are  thus  obtained  three  sets  of  observations,  from  which, 
by  the  usual  methods,  we  may  calculate  A  the  total  volume,  B  the 
volume  of  nitric  oxide  and  nitrogen,  and  C  the  volume  of  nitrogen, 
all  reduced  to  0**  C.  and  760  m.m.  pressure ;  from  these  may  be 
obtained — 


*  When  the  quantity  of  carbon  ia  very  largre  indeed,  tmees  of  carbonic  oxide  are 
occaaionaUy  present  in  the  gas,  and  will  remain  with  the  nitrogen  after  treatment  witlt 
alkaUne  pyrogaUate.  When  snch  ezcessiTe  qnantitiee  of  carbon  are  foond,  the  atcq^n 
cock  f  should  be  doeed  when  the  last  measurement  is  made,  the  laboratoiy  Tessal 
detached,  washed,  and  replaced  filled  with  mercury.  Introdnce  then  a  little  solution 
of  cuprous  chloride  (B.  ic),  and  return  the  gas  upon  it.  Any  carbonic  oxide  win  be 
absorbed,  and  after  about  five  minutes  the  remaining  nitrogen  may  be  meamired.  In 
more  than  twenty  consecutive  analyses  of  waters  of  veiy  varying  kinds,  not  a  trace  of 
carbonic  oxide  was  found  in  any  of  the  gases  obtained  on  oombiistio&. 
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A-B=r.voLof  C02, 
— s —  +  C  =  -o— =  vol.  of  X, 


and  hence  the  weight  of  carbon  and  nitrogen  can  be  readily  found. 
It  is  much  less  trouble,  however,  to  assume  that  the  gas  in  all 
three  stages  consists  wholly  of  nitrogen ;  then,  if  A  be  tlie  weight 
of  the  total  gas,  B  its  weight  after  treatment  with  potassic  hydrate, 
and  C  after  treatment  with  pyrogallate,  tlie  weight  of  carbon  will 

3  B  +  C 

be  ( A  -  B)  y  and  the  weight  of  nitrogen  — „ —  y  ^or  the  weights  of 

carbon  and  nitrogen  in  equal  voliynes  of  carbonic  anhydride  and 
nitrogen,  at  the  same  temperature  and  pressure,  are  as  6  :  14 ;  and 
the  weights  of  nitrogen  in  equal  volumes  of  nitrogen  and  nitric 
oxide  are  as  2  :  1. 

The  weight  of  1  cc.  of  nitrogen  at  0**  C.  and  760  m.m.  is  0*0012562 

,  ,,     ,        ,     .     ^,        ,    ,  ^.      .  00012562  XV  xp 

gm.,  and  the  formula  for  the  calculation  is  f<7  =  >,  .  q.qos67A  7fi^> 

in  which  w  =  the  weight  of  nitrogen,  v  the  volume,  p  the  pressure 
corrected  for  tension  of  aqueous  vapour,  and  t  the  temperature  in 
degrees  centigrade.     To  facilitate  this  calculation,  there  is  given  in 

rpvi    o  XI.    1        -xi,    •       1       X  xu  •  00012562 

Table  2  the  logarithmic  value  of  the  expression  n  .  q.aao67/\  hetri 

for  each  tenth  of  a  degree  from  0*  to  29*9*  C,  and  in  Table  1  the 
tension  of  aqueous  vapour  in  millimeters  of  mercury.  As  the 
measuring  tube  is  always  kept  moist  with  water,  the  gas  when 
measured  is  always  saturated  with  aqueous  vapour. 

The  following  example  will  show  the  precise  mode  of  calcu- 
lation : — 


Yolnme  of  gas 
Tempentare  . 


Height  of  mercory  in  a,  c,  d 


Difference  . 
Pine  tension  of  aqneone  TAponr 


Deduct  correction  for  capiUeritjr. 

Deduct  thie  from  height  of  bar  . 
Tension  of  dry  gas 
Logarithm  of  Tolnme  of 


A 
Total. 
4*4888  CO 

is-s* 

198-5 

116-5 
11-5 

128-0 
0-9 

lg7-l 

769-8 
127-1 

642-7 


After  abeoi 


r  abeorption 

of  coC 

0'96227  cc. 

18-6° 

m.m. 

480-0 

843-5 

136-5 
11-6 


Add  for  \ 
cnpillori^i 


2-2 


a+O-00867t)7«0      . 
tension  of  dry  gas  . 


619724 
2-80801 


Logarithm  of  weight  of  gas  calcn- 

latedasK ^-65738 

=0-0045484 


150-8 

768-8 
150-8 

619*5 

r-41875 

6-19709 
2-79204 


4-40788 
0-0002558 


C 

Nitrogen. 

0*26227  cc 
13-7* 

328*2 

151-8 
11-7 


2-2 

1657 

760-8 
1657 

604*1 

r-41875 

6-19694 
2-781U 


Rtt. 
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From  these  weights,  those  of  carbon  and  of  nitrogen  are  obtained 
by  the  use  of  the  formulae  above  mentioned.     Thus — 

A  -  B  =  00042876  B  +  C  =  0-0005052 

X  3  -^2 


^ 7)00128628  Weight  of  nitrogen,  0-0002526 

Weight  of  carbon,  "0-Q01837 

When  carbonic  oxide  is  found,  the  corresponding  weight  of 
nitrogen  may  be  foimd  in  a  similar  manner,  and  should  be  added 

to  that  corresponding  to  the  carbonic  anhydride  before  multiplying 

3 
by  y,  and  must  be  deducted  from  the  weight  corresponding  to  the 

volume  after  absorption  of  carbonic  anhydride. 

As  it  is  impossible  to  attain  to  absolute  perfection  of  manipulation 
and  materials,  each  analyst  should  make  several  blank  experiments 
by  evaporating  a  liter  of  pure  distilled  water  (b.  a)  with  the  usual 
quantities  of  sulphurous  acid  and  chloride  of  iron,  aiid,  in  addition, 
0*1  gm.  of  freshly  ignited  sodic  cldoride  (in  order  to  furnish  a 
tangible  residue).  The  residue  should  be  burnt  and  the  residting 
gas  analyzed  in  the  usual  way,  and  the  average  amoimts  of  carbon 
and  nitrogen  thus  obtained  deducted  from  the  results  of  all 
analyses.  This  correction,  which  may  be  about  0*0001  gm.  of  C, 
and  0*00005  gm.  of  N,  includes  the  errors  due  to  the  imperfection 
of  the  vacuum  produced  by  .the  Sprengel  pump,  nitrogen  retained 
in  the  cupric  oxide,  ammonia  absorbed  from  the  atmosphere  during 
evaporation,  etc. 

Wlien  the  quantity  of  nitrogen  as  ammonia  exceeds  0*007  part 
per  100,000,  there  is  a  certain  amount  of  loss  of  nitrogen  during 
the  evaporation  by  dissipation  of  ammonia.  This  appears  to  be 
very  constant,  and  is  given  in  Table  3,  which  is  calculated  from 
Table  5,  which  has  been  kindly  furnished  by  Dr.  Frankland. 
ITie  number  in  this  table  corresponding  to  the  quantity  of  nitrogen 
as  ammonia  present  in  the  water  analyzed  should  be  added  to  the 
amount  of  nitrogen  found  by  combustion.  The  number  tlius 
obtained  includes  the  nitrogen  as  ammonia,  and  this  must  be 
deducted  to  ascertain  the  organic  nitrogen.  If  "ammonia''  is 
determined  instead  of  "  nitrogen  as  ammonia,"  Table  5  may  be  used. 

When,  in  operating  upon  sewage,  hydric  metaphosphate  has 
been  employed.  Tables  4  or  6  should  be  used. 

Buleti  for  ConTertinff  Parts  per  100,000  into  Orains  per  Oallon, 
or  the  rererse. 

To  convert  parts  per  100,000  into  grains  per  gallon,  multiply 
by  0*7. 

To  convert  grains  per  gallon  into  parts  i)er  100,000,  divide 
by  0-7. 

To  convert  grams  per  liter  into  grains  per  gallon,  multiply 
by  70. 
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TABLE  1. 

Slaatloity  of  Aaueooa   Vapour  for  each  nrth  desreo  oentlgrade 

from   Oo   to   80O   O.    (Bemault). 


s^ 

j|b 

III 

.a|6 

a|^ 

Temp. 
C. 

Temp. 
C. 

III 

Tegp. 

Temp. 
C. 

Ip 

Temp. 
C. 

III 

HS^ 

hI^ 

hSS 

hS^ 

tiji^ 

0* 

4-6 

6-0*' 

7-0 

12-0'' 

10-5 

18-0° 

15-4 

24-0' 

22*2 

'I 

4-6 

•1 

70 

•1 

10-6 

•1 

15-5 

•1 

22-3 

•2 

47 

•2 

71 

•2 

10-6 

a 

15-6 

•2 

22-6 

•8 

47 

•3 

7-1 

•8 

107 

•3 

157    , 

•8 

22-6 

•4 

47 

•4 

7-2 

•4 

107 

•4 

167 

•4 

227 

•5 

4-8 

•6 

72 

•6 

10-6   , 

'6 

15-8 

•5 

22-9 

•(5 

4*8 

•6 

7-3 

•6 

10-9 

•6 

15-9 

•6 

230 

•7 

4-8 

7 

73 

7 

10-9 

•7 

16-0 

7 

231 

•8 

4-9 

•8 

7-4 

•8 

11-0 

•8 

161 

•8 

23-3 

•9 

4-9 

•9 

7-4 

•9 

IM 

•9 

16*2 

•9 

23-4 

10 

4-9 

7-0 

7-5 

13-0 

11-2 

19-0 

16-3 

25-0 

23-5 

•1 

60 

•1 

7-6 

•1 

11-2 

•1 

16-4 

•1 

237 

•2 

60 

•2 

7-6 

•2 

n-3 

•2 

16-6 

•2 

28-8 

•3 

50 

•3 

7-6 

•8 

11-4 

•3 

167 

•3 

24-0 

•4 

51 

•4 

77 

•4 

11-6 

•4 

16-8 

•4 

24-1 

•5 

51 

•6 

7-8 

•6 

11-5 

•5 

16-9 

t 

24-3 

•6 

6-2 

•6 

7-8 

•6 

11-6 

•6 

17-0 

24-4 

•7 

6-2 

7 

7-9 

•7 

117 

7 

17-1 

7 

24-6 

•8 

5-2 

•8 

7-9 

•8 

11-8 

•8 

17-2 

•8 

24-7 

•9 

6-3 

•9 

8-0 

•9 

11-8 

•9 

17*3 

•9 

24-8 

2-0 

5-8 

80 

80 

14-0 

11-9 

20-0 

17-4 

260 

25  0 

a 

5-3 

•1 

8-1 

•1 

12-0 

•1 

17-6 

*1 

251 

•2 

6-4 

•2 

8-1 

•2 

12-1 

.     -2 

17-6 

•2 

25-3 

•3 

5-4 

•3 

8-2 

•3 

12-1 

■3 

177 

•3 

25-4 

•4 

5-5 

•4 

8-2 

•4 

12-2 

•4 

17-8 

•4 

25-6 

•6 

6-6 

•6 

8-3 

•6 

12-8 

•5 

17-9 

5 

257 

•6 

5-5 

•6 

3-8 

•6 

12-4 

•6 

180 

•6 

26-9 

•7 

5-6 

7 

8-4 

7 

126 

7 

18-2 

7 

260 

•8 

5-6 

•8 

8-5 

•8 

12-5 

•8 

18-3 

•8 

26-2 

•9 

5-6 

•9 

8-5 

•9 

12-6 

■9 

18-4 

•9 

26-4 

30 

67 

90 

8-6 

16-0 

12-7 

210 

18-6 

27-0 

26*5 

•1 

57 

•1 

8-6 

•1 

12-8 

•1 

18-6 

•1 

267 

•2 

6-8 

•2 

87 

•2 

12-9 

'2 

187 

•2 

26-8 

•3 

5-8 

•8 

87 

•8 

12-9 

•3 

18-8 

-8 

27-0 

•4 

5-8 

•4 

8-8 

•4 

130 

•4 

190 

•4 

271 

•6 

5'9 

•6 

8-9 

•6 

131 

•5 

191 

•5 

27-8 

'6 

5-9 

•6 

8-9 

•6 

13-2 

•6 

19-2 

•6 

27*6 

•7 

60 

7 

90 

7 

13-8 

7 

19*3 

7 

27-6 

•8 

60 

•8 

90 

•8 

13-4 

•8 

19-4 

•8 

27-8 

•9 

61 

•9 

9-1 

•9 

13-6 

•9 

19-5 

•9 

27-9 

40 

61 

100 

9-2 

16-0 

13-6 

220 

197 

28-0 

28-1 

•1 

61 

•1 

9-2 

•1 

13-6 

•1 

19-8 

•1 

28-3 

•2 

6-2 

•2 

9-8 

•2 

137 

■2 

19-9 

•2 

28-4 

•3 

6-2 

•3 

9-3 

•3 

13-8 

•3 

200 

•3 

28-6 

•4 

6-3 

•4 

9-4 

•4 

13-9 

•4 

20-1 

•4 

28-8 

•5 

6-3 

•6 

9-6 

'6 

140 

•5 

20-8 

•5 

28-9 

•6 

6-4 

•6 

9-5 

•6 

14-1 

•6 

20-4 

•6 

29-1 

7 

6-4 

7 

9-6 

7 

14-2 

7 

20-5 

7 

29-3 

•8 

6-4 

■8 

97 

•8 

14-2 

•8 

20-6 

•8 

29-4 

-9 

6-5 

•9 

97 

•9 

14-3 

-9 

20-8 

•9 

29-6 

50 

6-6 

110 

9-8 

17-0 

14-4 

230 

20-9 

29-0 

29-8 

•1 

6-6 

•1 

9-9 

•1 

14-5 

•1 

21-0 

•1 

80-0 

•2 

6-6 

•2 

9-9 

•2 

14-6 

•2 

21-1 

•2 

301 

•8 

67 

•3 

10-0 

•3 

147 

•3 

21-8 

•3 

80-3 

•4 

67 

•4 

101 

•4 

14-8 

•4 

21-4 

•4 

30-5 

•5 

6-8 

•6 

101 

•6 

14-9 

•5 

21-5 

•5 

807 

•6 

6-8 

•6 

]0-2 

•6 

160 

•6 

217 

•6 

30-8 

7 

6-9 

7 

10-8 

7 

151 

7 

21-8 

7 

81-0 

•8 

6-9 

•8 

10-8 

•8 

15-2 

•8 

21-9 

•8 

81-2 

•9 

70 

•9 

10-4 

•9 

16-8 

•9 

221 

■"(J 

-  81**  J 
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TABLE  2. 

Beduotian  of  Ouble  CantlzMtan  of  VHttogtax  to  OzMoa. 

I«g.  (X  +  iyoOSfflt)790  '*'  **"''  **"*''  "*  *  degree  from  0*  to  80*  0. 


t.c. 

0-0 

01 

0-2 

0-3 

0-4 

0*6 

0-6 

0-7 

0-8 

0-9 

OP 

6-21824 

808 

793 

777 

761 

746 

729 

718 

697 

681 

1 

666 

649 

683 

617 

601 

686 

670 

654 

588 

622 

2 

607 

491 

476 

469 

448 

427 

412 

896 

880 

864 

8 

849 

883 

318 

302 

286 

270 

256 

239 

228 

208 

4. 

192 

177 

161 

146 

130 

114 

098 

083 

067 

061 

6 

036 

020 

004 

•989 

•973 

•957 

•942 

•926 

•911 

•895 

6 

620879 

864 

848 

888 

817 

801 

786 

770 

766 

739 

7 

728 

708 

692 

676 

661 

646 

629 

614 

698 

688 

8 

667 

662 

686 

621 

606 

490 

474 

459 

448 

428 

9 

413 

897 

882 

866 

861 

886 

320 

804 

289 

274 

10 

269 

244 

228 

218 

198 

182 

167 

151 

136 

121 

11 

106 

090 

076 

060 

046 

029 

014 

•999 

•984 

•969 

12 

619963 

988 

928 

907 

892 

877 

862 

846 

831 

816 

18 

800 

786 

770 

766 

740 

724 

709 

694 

679 

664 

14 

648 

633 

618 

608 

688 

673 

668 

648 

628 

618 

16 

497 

482 

467 

462 

437 

422 

407 

892 

377 

862 

16 

846 

331 

816 

801 

286 

271 

256 

241 

226 

211 

17 

196 

181 

166 

161 

186 

121 

106 

091 

076 

061 

18 

046 

081 

016 

001 

•986 

•971 

•956 

•941 

•926 

•911 

19 

618897 

882 

887 

852 

887 

822 

807 

792 

777 

762 

20 

748 

738 

718 

708 

688 

678 

659 

644 

629 

614 

21 

600 

686 

670 

655 

640 

626 

511 

496 

48L 

466 

22 

462 

487 

422 

406 

893 

378 

868 

349 

884 

819 

28 

806 

290 

276 

261 

246 

231 

216 

202 

187 

172 

24 

158 

148 

128 

114 

099 

084 

070 

056 

041 

026 

26 

012 

•997 

•982 

•968 

•953 

•988 

•924 

•909 

•895 

•880 

26 

617866 

861 

837 

822 

808 

793 

779 

764 

760 

736 

27 

721 

706 

692 

677 

663 

648 

634 

619 

605 

590 

28 

676 

661 

647 

532 

518 

503 

489 

476 

460 

446 

29 

432 

417 

403 

388   374 

360 

845 

331 

316   802 
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TABLE  3. 

liOM  of  Kitroffen  by  Evaporation  of  NH*. 
With  Snlphnroiis  Add. 


Parts  per 

100,000. 

Nu 

Low 

Nu 

LOM 

Naa 

Lom 

Naa 

Loss 

Nils 

Loss 

Nas 

Loss 

NHS. 

ofN. 

NHS. 

OfN. 

NHS. 

OfN. 

NHS. 

OfN. 

NHS. 

OfN. 

NHS. 

OfN. 

5-0 

1741 

8-9 

1-425 

8-8 

•888 

17 

•870 

•6 

-145 

•0* 

-008 

4-9 

1717 

8-8 

1-378 

27 

-850 

1-6 

-838 

•5 

•109 

-08 

•007 

4*8 

11BS 

87 

1-380 

8*6 

•802 

1-5 

•324 

•4 

-075 

•02 

•005 

47 

1*089 

8-6 

1-288 

2*5 

754 

1-4 

-809 

•3 

•057 

-01 

•008 

4-6 

1-646 

8-5 

1-234 

8-4 

706 

1-8 

•295 

•2 

'038 

•O06 

•008 

4-5 

1-821 

8*4 

1-186 

2-8 

•658 

1-2 

•280 

•1 

•020 

•007 

•001 

4*4 

lfiB6 

8-8 

1-138 

8-2 

•610 

11 

•266 

•09 

-018 

4-8 

1-874 

8-2 

1-090 

2*1 

•568 

1-0 

-252 

•08 

•017 

4*2 

1-550 

81 

1048 

2*0 

•514 

•9 

•237 

-w 

•015 

41 

1-521 

8-0 

•994 

1*9 

•466 

•8 

•217 

•06 

•013 

4-0 

1-473 

2-9 

-916 

'  1-8 

•418 

-7 

-181 

-05 

-Oil 

TABLE  4. 

Loss  of  Nltroffen  by  Evaporation  of  NHs. 
With  Hydric  Metaphosphate. 


Parts  per  100,000. 

|3 

A 

^ 

>i 

a 

^ 

i| 

a 

^ 

fl 

S 

^ 

9 

S 

•s 

1 2 

s 

•s 

!z; 

•s 

^ 

^ 

a 

i 

^1" 

a 

9i 

I 

l| 

a 

$2* 

1 

H 

a 

J 

100  CO. 

8-2 

•482 

lOOcc. 

5*9 

•385 

100  C.C 

8*6 

•281 

100  C.C. 

1-3 

142 

... 

8-1 

•477 

5-8 

•381 

8-5 

•277 

1-3 

138 

... 

8-0 

-473 

,, 

57 

•377 

8-4 

•272 

... 

11 

129 

7-9 

•469 

5-6 

•373 

3-3 

•267 

... 

10 

123 

7-8 

'466 

5-5 

•368 

... 

3-2 

•261 

... 

-9 

117 

77 

•461 

5*4 

•364 

... 

31 

•255 

•8 

HI 

7-6 

•466 

,. 

5-3 

-360 

30 

•248 

2s6'c.c. 

7 

068 

7-5 

•458 

„ 

5-2 

•356 

... 

2-9 

242 

-6 

073 

7-4 

•448 

51 

-352 

... 

2-8 

•236 

-5 

061 

73 

-4M 

„ 

5-0 

•347 

27 

230 

506'o.c. 

-4 

049 

7-2 

•410 

4-9 

■343 

2-6 

•223 

-3 

036 

71 

•485 

,. 

4-8 

-338 

... 

2-5 

•217 

lOOOcc. 

-2 

0^ 

7-0 

•481 

„ 

47 

-334 

2-4 

•211 

-1 

oS 

6-9 

'427 

4-6 

-329 

2-3 

•205 

... 

-09 

Oil 

68 

•423 

4-5 

-324 

2-2 

-198 

-08 

010 

67 

•419 

4-4 

-319 

... 

21 

-192 

-07 

006 

6-6 

•414 

4-3 

-315 

2-0 

•186 

-06 

007 

6-5 

•410 

42 

-310 

1*9 

•180 

... 

-05 

006 

6-4 

•406 

4-1 

-306 

1-8 

•173 

-04 

005 

... 

6-8 

-402 

4-0 

•301 

... 

17 

•167 

-03 

004 

•M 

62 

•398 

3-9 

•296 

... 

1-6 

-161 

-02 

002 

... 

61 

•394 

3-8 

•291 

1-5 

-164 

... 

-01 

001 

... 

6-0 

•389 

" 

8-7 

•286 

1-4 

-148 

D   D    2 


Digitized  by  VjOOQIC 


404 


VOLUMETRIC  ANALYSIS. 

TABLE  5. 

of  Nltrog«n  by  ETaporation  of  ITS'. 
With  SnlphuronB  Acid. 

Parts  per  100,000. 


§  88. 


NHS. 

Lo« 

of  N. 

NHS. 

Loofl 
of  N. 

NHS. 

ofN. 

NHS. 

Loss 
of  N. 

NHS. 

LOM 

OfN. 

MUS. 

Loss 

Of  N. 

60 

1727 

4-8 

1-451 

3-6 

•977 

2-4 

•503 

1-2 

•250 

•09 

•014 

6-9 

1707 

4-7 

1*411 

3-5 

•937 

2*3 

463 

1*1 

•238 

•06 

•CIS 

6-8 

1*688 

4*6 

1-372 

3-4 

•898 

2-2 

-424 

1-0 

-226 

•07 

•012 

67 

1*668 

4*5 

1*832 

3*8 

•858 

2*1 

-884 

9 

•196 

-06 

•010 

5-6 

1-648 

4-4 

1-293 

32 

•819 

20 

-345 

-8 

•166 

■05 

•009 

5-5 

1-628 

4*3 

1-253 

31 

•779 

1-9 

•833 

*7 

-136 

■04 

•007 

6-4 

1*609 

4*2 

1-214 

SO 

740 

1-8 

•321 

•6 

•106 

•03 

•006 

63 

1*589 

41 

1-174 

2-9 

700 

17 

•309 

•5 

-077 

•02 

•004 

52 

1*569 

4*0 

1136 

S-8 

•661 

1-6 

•297 

•4 

-062 

-01 

•003 

6-1 

1-549 

3-9 

1065 

2*7 

•621 

1-5 

•285 

•3 

-047 

•009 

•001 

50 

1-530 

3-8 

1*056 

2-6 

•582 

1*4 

•274 

•2 

-062 

4-9 

1*490 

37 

1*016 

2-5 

•542 

1-3 

-262 

•I 

-017 

TABLE  6. 

Loss  of  Nltroffen  by  Eraporatlon  of  NHs. 
With  Hsrdric  Metaphosphate. 

Parts  per  100,000. 


^1 

» 

^f 

s 

J 

^1 

a' 

55 

100  CO. 

100 

•483 

lOOcc. 

72 

•386 

100  CO. 

4-4 

•283 

100  0.0. 

1-6 

•14S 

9-9 

•480 

71 

*382 

4*3 

•279 

1*5 

•137 

9*8 

•476 

70 

•879 

... 

4*2 

-275 

1-4 

•iss 

97 

•478 

6-9 

375 

... 

41 

•271 

1-3 

•127 

9-6 

•469 

6-8 

-372 

40 

•267 

1-2 

-128 

9-5 

466 

6-7 

-368 

... 

3-9 

•262 

1*1 

•117 

... 

9*4 

-462 

6-6 

365 

3-8 

-257 

1-0 

•112 

... 

9-3 

459 

6*5 

-361 

... 

87 

•252 

25dc.o. 

•9 

•006 

92 

-455 

6-4 

-358 

36 

•247 

... 

•8 

•080 

9.1 

•462 

6*3 

•354 

... 

8-5 

•242 

... 

•7 

•070 

90 

*448 

6*2 

•351 

... 

3-4 

-236 

•6 

•oa> 

8*9 

•445 

61 

348 

... 

3-3 

•231 

500  CO. 

•5 

•060 

... 

8-8 

-441 

6-0 

•345 

... 

33 

•226 

... 

•4 

•OiO 

... 

87 

438 

5-9 

-341 

3-1 

-221 

•3 

•030 

... 

8-6 

•434 

5-8 

•387 

80 

216 

lOOOcc 

-2 

•020 

... 

8-6 

•431 

,,, 

57 

•333 

29 

•211 

•1 

•010 

8-4 

•428 

5*6 

•330 

... 

28 

205 

•09 

•009 

8-3 

•424 

... 

6-5 

•326 

... 

27 

•200 

•08 

•006 

8-2 

421 

... 

5*4 

322 

... 

2-6 

•195 

•07 

■007 

81 

•417 

53 

•318 

... 

2-5 

•190 

... 

•06 

-006 

... 

8-0 

*4I4 

52 

•314 

... 

2-4 

•184 

... 

•05 

•005 

7-9 

•410 

5-1 

•310 

... 

2-3 

•179 

•04 

•004 

7-8 

*407 

60 

•306 

2-2 

•174 

•03 

•003 

77 

•408 

4-9 

•302 

21 

•169 

•02 

-002 

... 

7-6 

•400 

4^8 

•298 

2^0 

•164 

•01 

•001 

7-5 

396 

... 

47 

-294 

1-9 

•158 

7-4 

•393 

46 

•291 

1-8 

•153 

7-3 

-389 

4*6 

•287 

17 

-148 
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5.  Bstiination  of  Total  Solid  Matter. — Evapoiate  over  a  steam 
or  water  bath  half  a  liter  or  a  less  quantity  of  the  water  in  a  platinum 
dish  which  has  been  heated  to  redness  and  carefully  weighed. 
The  water  should  be  filtered  or  unfiltered,  according  to  the  decision 
made  in  that  respect  at  the  commencement  of  the  analysis.  The 
quantity  to  be  taken  is  regulated  chiefly  by  the  amount  of  nitrate 
present,  as  the  residue  from  this  operation  is,  with  certain  exceptions, 
employed  for  the  determination  of  the  nitrogen  as  nitrates  and 
nitrites.  As  a  general  rule,  for  water  supplies  and  river  water 
half  a  liter  should  be  used;  for  shallow  well  waters,  a  quarter 
of  a  liter.  Of  sewages,  100  cc,  and  of  waters  containing  more 
than  0*08  part  of  nitrogen  as  ammonia  per  100,000,  a  quarter  of 
a  liter  will  generally  be  convenient,  as  in  these  cases  the  residue 
will  not  be  used  for  the  estimation  of  nitrogen  as  nitrates  and 
nitrites ;  and  the  only  point  to  be  considered  is  to  have  a  quantity 
of  residue  suitable  to  weigh.  It  is  desirable  to  support  the  platinum 
dish  during  evaporation  in  a  glass  ring  with  a  flange,  shaped  like 
the  top  of  a  beaker,  the  cylindrical  part  being  about  20  m.m.  deep. 
This  is  dropped  into  the  metal  ring  on  the  water  bath,  and  thus 
lines  the  metal  with  glass,  and  keeps  the  dish  clean.  A  glass 
disc  with  a  hole  in  it  to  receive  the  dish  is  not  satisfactory,  as 
drops  of  water  conveying  solid  matter  find  their  way  across  the 
under  surface  from  the  metal  vessel  to  the  dish,  and  thus  soil 
it  As  soon  as  the  evaporation  is  complete,  the  dish  with  the 
residue  is  removed,  its  outer  side  wiped  dry  with  a  cloth,  and 
it  is  dried  in  a  water  or  steam  oven  for  about  tliree  hours.  It 
is  then  removed  to  a  desiccator,  allowed  to  cool,  weighed  as  rapidly 
as  possible,  returned  to  the  oven,  and  weighed  at  intervals  of  an 
hour,  until  between  two  successive  weighings  it  lias  lost  less  than 
0-001  gm. 

6.  Estimation  of  Nitrogen  aa  Nitrates  and  Nitrites. — The  residue 
obtained  in  the  preceding  operation  may  be  used  for  this  estimation. 
Treat  it  with  about  30  cc.  of  hot  distilled  water,  taking  care  to 
submit  the  whole  of  the  residue  to  its  action.  To  ensure  this  it 
is  advisable  to  rub  the  dish  gently  with  the  finger,  so  as  to  detach 
the  solid  matter  as  far  as  possible,  and  facilitate  the  solution  of 
the  soluble  matters.  The  finger  may  be  covered  by  a  caoutehouc 
finger-stalL  Then  filter  through  a  very  small  filter  of  Swedish 
paper,  washing  the  dish  several  times  with  small  quantities  of  hot 
distilled  water. 

The  filtrate  must  be  evaporated  in  a  very  small  beaker,  over  a 
steam  bath,  until  reduced  to  about  1  cc,  or  even  to  dryness. 
This  concentrated  solution  is  introduced  into  the  glass  tube  shown 
in  fig.  54,  standing  in  the  porcelain  mercury  trough,  filled  up  to 
the  stop-cock  with  mercury.  (If  the  nitrometer  of  Lunge  is 
used  in  place  of  Crum's  tube,  the  use  of  the  laboratory  tube  and 
gas  apparatus  is  avoided.)    The  tube  is  210  m.m.  in  total  length. 
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and  15  m.in.  in  internal  diameter.  By  pouring  the  liquid 
into  the  cup  at  the  top,  and  then  cautiously  opening  the 
stop-cock,  it  may  be  run  into  the  tube  without  admitting 
any  air.  The  beaker  is  rinsed  once  with  a  very  little  hot 
distilled  water,  and  then  two  or  three  times  with  strong 
sulphuric  acid  (o.  a.),  the  volume  of  acid  being  to  that  of 
the  aqueous  solution  about  as  3  :  2.  The  tottd  volume  of 
acid  and  water  should  be  about  6  c.c.  Should  any  air  by 
chance  be  admitted  at  this  stage,  it  may  readily  be  removed 
by  suction,  the  lips  being  applied  to  the  cup.  With  care 
there  is  but  little  danger  of  getting  add  into  the  mouth. 

In  a  few  cases  carbonic  anhydride  is  given  off  on 
addition  of  sulphuric  acid,  and  must  be  sucked  out  before 
proceeding. 

Now  grasp  the  tube  firmly  in  the  hand,  closing  the  open 
end  by  the  thumb,  which  should  be  first  moistened ; 
withdraw  it  from  the  trough,  incline  it  at  an  angle  of  about 
45°,  the  cup  pointing  from  you,  and  shake  it  briskly  "with 
a  rapid  motion  in  &e  direction  of  its  length,  so  as  to 
_  throw  the  mercury  up  towards  the  stop-cock.  After  a 
Fig.  64.  very  little  practice  there  is  no  danger  of  the  acid  finding 
its  way  down  to  the  thumb,  the  mixture  of  acid  and 
mercury  being  confined  to  a  comparatively  small  portion  of  the 
tube.  In  a  few  seconds  some  of  the  mercury  becomes  very  finely 
divided;  and  if  nitrates  be  present,  in  about  a  minute  or  less 
nitric  oxide  is  evolved,  exerting  a  strong  i^ressure  on  the  thumb. 
Mercury  is  allowed  to  escape  as  the  reaction  proceeds,  by  partially, 
but  not  wholly,  relaxing  the  pressure  of  the  thumb.  A  slight 
excess  of  pressure  should  bo  maintained  within  the  tube  to  prevent 
entrance  of  air  during  the  agitation,  which  must  be  continued 
until  no  more  gas  is  evolved. 

"When  the  quantity  of  nitrate  is  very  large,  the  mercur}',  on 
shaking,  breaks  up  into  irregular  masses,  which  adhere  to  one 
another  as  if  alloyed  with  lead  or  tin,  and  the  whole  forms  a  stiff 
dark-coloured  paste,  which  it  is  sometimes  very  difficult  to  shake  ; 
but  nitric  oxide  is  not  evolved  for  a  considerable  time,  then  comes 
off  slowly,  and  afterwards  with  very  great  rapidity.  To  have  room 
for  the  gas  evolved,  the  operator  should  endeavour  to  shake  the 
tube  so  as  to  employ  as  little  as  possible  of  the  contained  mercury 
in  the  reaction.  At  the  close  of  the  operation  the  finely  dividetl 
mercury  will  consist  for  the  most  part  of  minute  spheres,  the  alloyed 
appearance  being  entirely  gone.  An  experiment  with  a  large 
quantity  of  nitrate  may  often  be  saved  from  loss  by  firmly  resisting 
the  escape  of  mercury,  shaking  until  it  is  judged  by  the  appearance 
of  the  contents  of  the  tube  that  the  reaction  is  complete,  and  then 
on  restoring  the  tube  to  the  mercury  trough,  allowing  the  finely- 
divided  mercury  also  to  escape  in  part.  If  the  gas  evolved  be  not 
more  than  the  tube  will  hold,  and  there  be  no  odour  of  pemitric 
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oxide  from  the  escaped  finely-divided  mercuiy,  the  operation  may 
be  considered  successfuL  If  the  amount  of  nitrate  be  too  large,  a 
smaller  quantity  of  the  water  must  be  evaporated  and  the  operation 
repeated.  When  no  nitrate  is  present,  the  mercury  usually  mani- 
fests very  little  tendency  to  become  divided,  that  which  does  so 
remains  bright,  and  the  acid  liquid  does  not  become  so  turbid  as  it 
does  in  other  cases. 

The  reaction  completed,  the  tube  is  taken  up  closed  by  the 
thumb,  and  the  gas  is  decanted  into  the  laboratory  vessel,  and 
measured  in  the  usual  way  in  the  gas  apparatus.  The  nitric  acid 
tube  is  of  such  a  length,  tiiat  when  the  cup  is  in  contact  with  the 
end  of  the  mercury  trough,  the  open  end  is  just  under  the  centre 
of  the  laboratory  vessel.  If  any  acid  has  been  expelled  from  the 
tube  at  the  close  of  the  shaking  operation,  the  end  of  the  tube  and 
the  thumb  should  be  washed  with  water  before  introducing  into 
the  mercury  trough  of  the  gas  apparatus,  so  as  to  remove  any  acid 
which  may  be  adhering,  which  would  destroy  the  wood  of  the 
trough.  Before  passing  the  gas  into  the  measuring  tube  of  the  gas 
apparatus,  a  little  mercury  should  be  allowed  to  nm  over  into  the 
laboratory  vessel  to  remove  the  acid  from  the  entrance  to  the 
capillary  tube. 

As  nitric  oxide  contains  half  its  volume  of  nitrogen,  if  half  a 
liter  of  water  has  been  employed,  the  volume  of  nitric  oxide 
obtained  will  be  equal  to  the  volume  of  nitrogen  present  as  nitrates 
and  nitrites  in  one  liter  of  the  water,  and  the  weight  of  the 
nitrogen  may  be  calculated  as  directed  in  the  paragraph  on  the 
estimation  of  organic  carbon  and  nitrogen. 

When  more  than  0*08  part  of  nitrogen  as  ammonia  is  present  in 
100,000  parts  of  liquid,  there  is  danger  of  loss  of  nitrogen  by 
decomposition  of  ammonic  nitrite  on  evaporation;  and  therefore 
the  residue  from  the  estimation  of  total  solid  matter  cannot  be 
used.  In  such  cases  acidify  a  fresh  quantity  of  the  liquid  with 
dilute  hydric  sulphate,  add  solution  of  potassic  permanganate,  a 
little  at  a  time,  until  the  pink  colour  remains  for  about  a  minute, 
and  render  the  liquid  just  alkaline  to  litmus  paper  with  sodic 
carbonate.  The  nitrites  present  will  then  be  converted  into 
nitrates  and  may  be  evaporated  without  fear  of  loss.  Use  as  little 
of  each  reagent  as  possible.  Sewage  may  be  examined  in  this 
way;  but  it  is  hardly  necessary  to  attempt  the  determination, 
as  sewage  is  almost  invariably  free  from  nitrates  and  nitrites. 
Out  of  several  hundred  specimens,  the  writer  only  found  two 
or  three  which  contained  any,  and  even  then  only  in  very 
small  quantity. 

7.  Bstimation  of  Nitrogen  as  Nitrates  and  Nitrites  in  Waters 
oontaininflr  a  very  lar^e  atiantity  of  Soluble  Matter,  with  but  little 
Ammonia  or  Organic  Nitroffen. — When  the  quantity  of  soluble 
matter  is  excessive,  as,  for  example,  in  sea-water,  the  preceding 
method  is  inapplicable,  as  the  solution  to  be  employed  cannot  be 
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reduced  to  a  sufficiently  small  bulk  to  go  into  the  shaking  tube. 
If  the  quantity  of  organic  nitrogen  be  less  than  0*1  part  in  100,000, 
the  nitrogen  as  nitrates  and  nitrites  may  generally  be  determined 
by  the  following  modification  of  Schulze's  method  devised  l)y 
K  T.  Chapman.  To  200  c.c.  of  the  water  add  10  cc.  of  sodic 
hydrate  solution  (c.  e),  and  boil  briskly  in  an  open  porcelain  dish 
until  it  is  reduced  to  about  70  cc.  When  cold  pour  the  residue 
into  a  tall  glass  cylinder  of  about  120  cc.  capacity,  and  rinse  the 
dish  with  water  free  from  ammonia.  Add  a  piece  of  aluminiuiiL 
foil  of  about  15  sq.  centim.  area,  loading  it  with  a  piece  of  clean 
glass  rod  to  keep  it  from  floating.  Close  the  mouth  of  the  cylinder 
with  a  cork,  bearing  a  small  tube  filled  with  pumice  (c.  f ),  moistened 
with  hydric  chloride  free  from  ammonia  (c.  17). 

Hydrogen  will  speedily  be  given  off  from  the  surface  of  the 
aluminium,  and  in  five  or  six  hours  the  whole  of  the  nitrogen  as 
nitrates  and  nitrites  will  be  converted  into  ammonia.  Transfer  to 
a  small  retort  the  contents  of  the  cylinder,  together  with  the 
pumice,  washing  the  whole  apparatus  with  a  little  water  free  from 
ammonia.  Distil,  and  estimate  ammonia  in  the  usual  way  with 
Nessler  solution.  It  appears  impossible  wholly  to  exclude 
ammonia  from  the  reagents  and  apparatus,  and  therefore  some 
blank  experiments  should  be  made  to  ascertain  the  correction  to  be 
applied  for  this.  This  correction  is  very  small,  and  appears  to  be 
nearly  constant 

8.  Estimation  of  Nitrogen  as  Nitrates  and  Nitrites  by  the  Indiso 
Process. — This  method  has  been  fully  described  in  §  67.6. 

9.  Estimation  of  Nitrates  as  Ammonia  by  the  Oopper-aino 
Couple. — It  is  well  known  that  when  zinc  is  immersed  in  copper 
sulphate  solution  it  becomes  covered  with  a  spongy  deposit  of 
precipitated  copper.  If  the  solution  of  copper  sulphate  be 
sufficiently  dilute,  this  deposit  of  copper  is  black  in  coloiir  and 
firmly  adherent  to  the  zinc  It  is,  however,  not  so  generally 
known  that  the  zinc  upon  which  copper  has  thus  been  deposited 
possesses  the  power  of  decomposing  pure  distilled  water  at  the 
ordinary  temperature,  and  that  it  is  capable  of  effecting  many 
other  decompositions  which  zinc  alone  cannot.  Among  these  is 
the  decomposition  of  nitrates,  and  the  transformation  of  the  nitric 
acid  into  ammonia.  Gladstone  and  Tribe  have  shown  that 
the  action  of  the  "  copper-zinc  couple  "  (as  they  call  the  conjoined 
metals)  upon  a  nitre  solution  consists  in  the  electrolysis  of  the 
nitre,  resulting  in  the  liberation  of  hydrogen  and  the  formation 
of  zinc  oxide.  This  hydrogen  is  liberated  upon  and  occluded 
by  the  spongy  copper,  and  when  thus  occluded,  it  is  capable  of 
reducing  the  nitre  solution  in  its  vicinity.  The  nitrate  is  first 
reduced  to  nitrite,  and  the  nitrous  acid  is  subsequently  trans- 
formed into  ammonia  by  the  further  action  of  the  hydrogen. 
M.  W.  Williams  has  shown  (J.  C,  S.  1881,  100)  that  even  in 
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very  dilute  solutions  of  nitre  the  nitric  acid  can  be  completely 
converted  into  ammonia  in  this  manner  with  considerable  rapidity ; 
and  further,  that  the  reaction  may  be  greatly  hastened  by  taking 
advantage  of  the  influence  of  temperature,  acids,  and  certain 
neutral  salts,  which  increase  the  electrolytic  action  of  the  couple. 
His  experiments  prove  that  carbonic  acid — feeble  acid  as  it  is — 
suffices  to  treble  the  speed  of  the  reaction,  and  that  traces  of  sodic 
chloride  (0*1  per  cent.)  accelerated  it  nearly  as  much  as  carbonic 
acid.  A  rise  of  a  few  degrees  in  temperature  was  also  found  to 
hasten  the  reaction  in  a  very  marked  degree.  The  presence  of 
alkalies,  alkaline  earths,  and  salts  having  an  alkaline  reaction,  was 
found  to  retard  the  speed  of  the  reduction. 

Williams  has,  upon  those  experiments,  founded  a  simple  and 
expeditious  process  for  estimating  the  nitric  and  nitrous  acid  in 
water  analysis,  which,  when  used  with  skill,  may  be  applied  to  by 
far  the  greater  number  of  waters  with  which  the  analyst  is  usually 
called  upon  to  deal  {Analyst^  1881,  36).  The  requisite  copper-zinc 
couple  is  prepared  in  the  following  manner : — ^The  zinc  employed 
should  be  clean,  and  for  the  sake  of  convenience  should  be  in  the 
form  of  foil  or  very  thin  sheet.  It  should  be  introduced  into 
a  flask  or  bottle,  and  covered  with  a  solution  of  copper  sulphate, 
containing  about  3  per  cent,  of  the  crystallized  salt,  which  should 
be  allowed  to  remain  upon  it  until  a  copious,  firmly  adherent  coating 
of  black  copper  has  been  deposited.  This  deposition  should  not 
be  pushed  too  far,  or  the  copper  will  be  so  easily  detached  that  the 
couple  cannot  be  washed  without  impairing  its  activity.  When 
sufficient  copper  has  been  deposited  the  solution  should  be  poured 
off,  and  the  coiyoined  metals  washed  with  distilled  water.  The 
wet  couple  is  then  ready  for  use. 

To  use  it  for  the  estimation  of  nitrates  it  should  be  made  in 
a  wide-mouthed  stoppered  bottle.  After  washing,  it  is  soaked  with 
distilled  water ;  to  displace  this,  it  is  first  washed  with  some  of  the 
water  to  be  analyzed,  and  the  bottle  filled  up  with  a  further 
quantity  of  the  water.  The  stopper  is  then  inserted,  and  the  bottle 
fdlowed  to  digest  in  a  warm  place  for  a  few  hours.  If  the  bottle 
be  well  filled  and  stoppered,  the  temperature  may  be  raised  to 
30*  C,  or  even  higher,  without  any  fear  of  losing  ammonia.  The 
reaction  will  then  proceed  very  rapidly;  but  if  it  be  desired  to 
hasten  the  reaction  still  more,  a  little  salt  should  be  added  (about 
0*1  gm*  to  every  100  cc),  or  if  there  be  any  objection  to  this,  the 
water  may  have  carbonic  acid  passed  through  it  for  a  few  minutes 
before  it  is  poured  upon  the  couple.  In  the  case  of  calcareous 
waters,  the  same  hastening  effect  may  be  obtained,  and  the  lime 
may  at  the  same  time  be  removed  by  adding  a  very  little  pure 
oxalic  acid  to  the  water  before  digesting  it  upon  the  couple. 
Williams  has  shown  that  nitrous  acid  always  remained  in  the 
solution  until  the  reaction  was  finished.  By  testing  for  nitrous 
acid  the  completeness  of  the  reaction  may  be  ascertained  with 
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certainty,  and  perhaps  the  most  delicate  test  that  can  be  applied 
for  this  purpose  is  that  of  Griess,  in  which  metaphenylene-diamine 
is  the  reagent  employed.  When  a  solution  of  this  substance  is 
added  to  a  portion  of  the  fluid,  and  acidified  with  sulphuric 
acid,  a  yellow  colouration  is  produced  in  about  half  an  hour  if 
the  least  trace  of  a  nitrite  be  present.  The  reaction  easily  detects 
one  part  of  nitrous  acid  in  ten  millions  of  water.  "When  no 
nitrous  acid  is  found,  the  water  is  poured  off  the  couple  into 
a  stoppered  bottle,  and,  if  turbid,  allowed  to  subside.  A  portion 
of  the  clear  fluid,  more  or  less  according  to  the  concentration  of 
the  nitrates  in  the  water,  is  put  into  a  Nessler  glass,  diluted  if 
necessary,  and  titrated  with  Nessler's  reagent  in  the  ordinary 
way. 

This  process  may  be  used  for  the  majority  of  ordinary  waters — 
for  those  that  are  coloured,  and  those  that  contain  magnesium  or 
other  substances  sufficient  to  interfere  with  the  Nessler  reagent^ 
a  portion  of  the  fluid  poured  off  the  couple  should  be  put  into 
a  small  retort,  and  distilled  with  a  little  pure  lime  or  sodic  carbonate, 
and  the  titration  of  the  ammonia  performed  upon  the  distillates. 

About  one  square  decimeter  of  zinc  should  be  used  for  every 
200  C.C.  of  a  water  containing  five  parts  or  less  of  nitric  acid  in 
100,000.  A  large  proportion  should  be  used  with  waters  richer 
in  nitrates;  The  couple,  after  washing,  may  be  used  for  two  or 
three  waters  more.  When  either  carbonic  or  oxalic  or  any  other 
acid  has  been  added  to  the  water,  a  larger  proportion  of  Nessler 
reagent  should  be  employed  in  titrating  it  than  it  is  usual  to  add. 
3  C.C.  to  100  of  the  water  are  sufficient  in  almost  all  cases. 

Blunt  (Analyst,  vi.  202)  points  out  that  the  above  process  may 
be  used  without  distillation,  and  with  accuracy,  in  the  case  of  any 
water,  by  adding  oxalic  acid  to  a  double  quantity  of  the  sample, 
dividing,  and  using  one  portion  (clarified  completely  by  subsidence 
in  a  closely  stoppered  bottle)  as  a  comparison  liquid  for  testing 
against  the  other,  which  has  been  treated  with  the  copper-zinc 
couple.  When  dilution  is  used  it  must  be  done  in  both  portions 
equally.  This  plan  j>ossesses  the  advantages  that  an  equal  turbidity 
is  produced  by  Nessler  in  both  portions,  and  any  traces  of 
ammonia  contained  in  the  oxalic  acid  will  have  the  error  due  to  it 
corrected. 

In  calculating  the  amount  of  nitric  acid  contained  in  a  water 
from  the  amount  of  ammonia  obtained  in  this  process,  deductions 
must  of  course  be  made  for  any  ammonia  pre-existing  in  the  water, 
as  well  as  for  that  derived  from  any  nitrous  acid  present. 

10.  Estimation  of  Nitrites  by  Qriess's  Method. — 100  c.c.  of 
the  water  are  placed  in  a  Nessler  glass,  and  1  c.c.  each  of 
metaphenylene-diamine  and  dilute  acid  (p.  379)  added.  If  colour 
is  rapidly  produced  the  water  must  be  diluted  with  distilled  water 
free  from  N^O^,  and  other  trials  made.     The  dilution  is  sufficient 
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when  colour  is  plainly  seen  at  the  end  of  one  minute.  The  weak 
point  of  the  process  is  that  the  colour  is  progressively  developed  ; 
however,  this  is  of  little  consequence  if  the  comparison  with 
standard  nitrite  is  made  under  the  same  conditions  of  temperature, 
dilution,  and  duration  of  experiment.  Twenty  minutes  is  a 
sufficient  time  for  allowing  the  colours  to  develop  hefore  final 
comparison. 

M»  "W.  Williams  obviates  the  imcertainty  of  the  comparison 
tests  by  using  colourless  Nessler  tubes,  30  m.m.  wide  and 
200  m.m.  long,  graduated  into  millimeters.  They  are  used  as 
follows : — The  comparison  of  the  water  to  be  examined  with  the 
standard  nitrite  is  roughly  ascertained ;  the  glasses  are  then  filled 
to  the  same  height,  and  the  test  added,  and  allowed  to  stand  a  few 
minutes.  Usually  one  will  be  somewhat  deeper  than  the  other. 
The  height  of  the  deeper  coloured  liquid  is  read  off  on  the  scale, 
and  a  portion  removed  with  a  pipette  until  the  colours  correspond. 
The  amount  of  !NW  in  the  shortened  column  is  taken  as  equal  to 
the  other,  when  a  simple  calculation  will  show  the  amount  sought. 

11.  Estimation  of  Nitrites  by  Napthylamine. — Waring  ton 
{J,  G,  S.  1881,  231)  has  drawn  attention  to  this  test,  originally 
devised  by  Gr less,  and  which  is  of  such  extreme  deliciicy,  that 
by  its  means  it  is  possible  to  detect  one  part  of  N^O^  in  a  thousand 
millions  of  water. 

Ilosvay  has  improved  this  test  by  using  acetic  acid  instead  of 
a  mineral  acid.  The  colour  is  more  intense  and  more  rapidly 
developed.  He  dissolves  (1)  0*5  gm.  of  sulphanilic  acid  in  150 
c.c.  of  dilute  acetic  acid,  (2)  boils  0*1  gm.  of  a-naphthylamine 
with  20  c.c.  of  water,  pours  off.  the  colourless  solution,  and  mixes 
it  with  150  C.C.  of  dilute  acetic  acid.  These  two  solutions  are 
mixed,  thus  gaining  the  advantage  of  having  a  single  reagent 
instead  of  two,  and  one  which  indicates  by  its  colour  whether  it 
has  become  contaminated  by  nitrous  acid  derived  from  the  air.  The 
mixture  is  not  affected  by  light,  but  should  be  protected  from  the 
air.  Should  it,  however,  become  coloured  by  absorption  of  nitrous 
acid,  it  may  be  shaken  with  zinc-^lust  and  filtered. 

This  test  is  almost  too  delicate  to  be  used  quantitatively,  but  is 
evidently  very  serviceable  as  a  qualitative  test  for  very  minute 
quantities  of  nitrous  acid.  By  its  means  Warington  has  detected 
nitrous  acid  in  the  atmosphere  of  various  places  by  exposing  water 
containing  a  few  drops  of  the  requisite  solutions  to  the  air  in  a  basin 
for  a  few  hours ;  the  like  mixture  kept  in  a  closed  flask  or  cylinder 
at  the  same  time  undergoing  no  change  of  colour. 

12.  Estimation  of  Nitrites  by  Potasslo  Iodide  and  Staroh. — Ekin 
has  pointed  out  {Phann.  Tram,  1881,  286)  that  this  well-known 
test  will  give  the  blue  colour  vnth.  nitrous  acid  in  a  few  minutes, 
when  the  proportion  is  one  part  in  ten  millions  ;  in  twelve  hours 
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when  one  part  in  a  hundred  millions ;  and  in  forty-eight  hours 
when  one  in  a  thousand  millions. 

£kin  used  acetic  acid  for  acidifying  the  water  to  be  tested,  and 
blank  experiments  with  pure  water  were  simultaneously  carried  on. 
Sulphuric  or  hydrochloric  acid  will,  no  doubt,  give  a  sharper 
reaction,  but  both  these  acids  are  more  liable  to  contain  impurities 
affecting  the  reaction  than  is  the  case  with  pure  acetic  acid.  Owing 
to  the  instability  of  alkaline  iodides,  this  method  of  testing  can 
hardly  be  considered  so  satisfactory  as  the  methods  of  Griess. 

18.  Estimation  of  Sii8p«nd6d  Matter. — Filters  of  Swedish  paper, 
about  110  m.m.  in  diameter,  are  packed  one  inside  another,  about 
15  or  20  together,  so  that  water  will  pass  through  the  whole  grou[), 
moistened  with  dilute  hydrochloric  acid,  washed  with  hot  distilled 
water  until  the  washings  cease  to  contain  chlorine,  and  dried.  The 
ash  of  the  paper  is  thus  reduced  by  about  60  per  cent,  and  must 
be  determined  for  each  parcel  of  filter  paper  by  incinerating  10 
filters,  and  weighing  the  ash.  For  use  in  estimating  suspended 
matter,  these  washed  filters  must  be  dried  for  several  hours  at 
120 — 130°  C,  and  e^ich  one  then  weighed  at  intervals  of  an  hour 
until  the  weight  ceases  to  diminish,  or  at  leaBt  until  the  loss  of 
weight  between  two  consecutive  weighings  does  not  exceed  0*0003 
gm.  It  is  most  convenient  to  enclose  the  filter  during  weighing  in 
two  short  tubes  fitting  closely  one  into  the  other.  The  closed  ends 
of  test  tubes,  50  m.m.  long,  cut  off  by  leading  a  crack  round  with 
the  aid  of  a  pastille  or  very  small  gas  jet,  the  sharp  edges  being 
afterwards  fused  at  the  blow-pipe,  answer  perfectly.  Each  pair  of 
tubes  should  have  a.  distinctive  number,  which  is  marked  with 
a  diamond  on  both  tubes.  In  the  air  bath  they  should  rest  in 
grooves  formed  by  a  folded  sheet  of  paper,  the  tubes  being  drawn 
apart,  and  the  filter  almost,  but  not  quite,  out  of  the  smaller  tube. 
They  can  then  be  shut  up  whilst  hot  by  gently  pushing  the  tubes 
together,  being  guided  by  the  grooved  paper.  They  require  to 
remain  about  twenty  minutes  in  a  desiccator  to  cool  before  weighing. 
Filtration  will  be  much  accelerated  if  the  filters  be  ribbed  before 
drying.  As  a  general  rule,  it  will  be  sufficient  to  filter  a  quarter 
of  a  liter  of  a  sewage,  half  a  liter  of  a  highly  polluted  river,  and 
a  liter  of  a  less  polluted  water ;  but  this  must  be  frequently  varied 
to  suit  individual  cases.  Filtration  is  hastened,  and  trouble 
diminished,  by  putting  the  liquid  to  be  filtered  into  a  narrow- 
necked  flask,  which  is  inverted  into  the  filter,  being  supported  by 
a  funnel-stand,  the  ring  of  which  has  a  slot  cut  through  it  to  allow 
the  neck  of  the  flask  to  pass.  With  practice  the  inversion  may 
be  accomplished  without  loss,  and  without  previously  closing  the 
mouth  of  the  flask.  When  all  has  passed  through,  the  flask  should 
be  rinsed  out  with  distilled  water,  and  the  rinsings  added  to  the 
filter.  Thus  any  particles  of  solid  matter  left  in  the  flask  are 
secured,  and  the  liquid  adliering  to  the  suspended  matter  and  filter 
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is  displaced.  The  filtrate  from  the  washings  should  not  be  added 
to  the  previous  filtrate,  which  may  be  employed  for  determination 
of  total  solid  matter,  chlorine,  hardness,  etc. 

Thus  washed,  the  filter  with  the  matter  upon  it  is  dried  at 
100**  C,  then  transferred  from  the  funnel  to  the  same  pair  of  tubes 
in  which  it  was  previously  weighed,  and  the  operation  of  drying  at 
120°-  130**  C.  and  weighed  until  constant  repeated.  The  weight 
thus  obtained,  minus  flie  weight  of  the  empty  filter  and  tubes, 
gives  the  weight  of  the  total  suspended  matter  dried  at  120°  -  130°  C. 

To  ascertain  the  quantity  of  mineral  matter  in  this,  the  filter 
with  its  contents  is  incinerated  in  a  platinum  crucible,  and  the 
total  ash  thus  determined,  minus  the  ash  of  the  filter  alone,  gives 
the  weight  of  the  mineral  suspended  matter. 

14.  Bstimation  of  Chlorine  present  aa  Chloride. — To  50  c.c.  of 
the  water  add  two  or  three  drops  of  solution  of  potassic  chromate 
(d.  P),  so  as  to  give  it  a  faint  tinge  of  yellow,  and  add  gradually 
from  a  burette  standard  solution  of  silver  nitrate  (d.  a),  until  the 
red  silver  chromate  which  forms  after  each  addition  of  the 
iutrate  ceases  to  disappear  on  shaking.  The  number  of  c.c.  of 
silver  solution  employed  will  express  the  chlorine  present  as 
chloride  in  parts  in  100,000.  If  this  amount  be  much  more  than 
10,  it  is  advisable  to  take  a  smaller  quantity  of  water. 

If  extreme  accuracy  be  necessary,  after  completing  a  determination, 
destroy  the  slight  red  tint  by  an  excess  of  a  soluble  chloride,  and 
repeat  the  estimation  on  a  fresh  quantity  of  the  water  in  a  similar 
flask  placed  by  the  side  of  the  former.  By  comparing  the  contents 
of  the  flasks,  the  first  tinge  of  red  in  the  second  flask  may  be 
detected  with  great  accuracy.  It  is  absolutely  necessary  that  the 
liquor  examined  should  not  be  acid,  imless  with  carbonic  acid,  nor 
more  than  very  slightly  alkaline.  It  must  also  be  colourless,  or 
nearly  so.  These  conditions  are  generally  found  in  waters,  but,  if 
not,  they  may  be  brought  about  in  most  cases  by  rendering  the 
liquid  just  alkaline  with  lime  water  (free  from  chlorine),  passing 
carbonic  anhydride  to  saturation,  boiling,  and  filtering.  The  calcic 
carbonate  has  a  powerful  clarifying  action,  and  the  excess  of  alkali 
is  exactly  neutralized  by  the  carbonic  anhydride.  If  this  is  not 
successful,  the  water  must  be  rendered  alkaline,  evaporated  to 
dryness,  and  the  residue  gently  heated  to  destroy  organic  matter. 
The  chlorine  may  then  be  extracted  with  water,  and  estimated  in 
the  ordinary  way,  either  gravimetrically  or  volumetrically. 

16.  Bstimation  of  Hardness. — The  following  method,  devised  by 
the  late  Dr.  Thomas  Clark,  of  Aberdeen,  is  in  general  use;  and 
from  its  ease,  rapidity,  and  accuracy,  is  of  great  value.  (For 
estimating  the  hardness  of  waters  without  soap  solution  see 
page  66.) 

Uniformity  in  conducting  it  is  of  great  importance ;  especially 
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the  titration  of  the  soap  solution,  and  the  estimation  of  the  hardness 
of  waters,  should  be  perfoimed  in  precisely  similar  ways. 

Measure  50  c.c.  of  the  water  into  a  well-stoppered  bottle  of  about 
250  C.C.  capacity,  shake  briskly  for  a  few  seconds,  and  suck  the 
air  from  the  bottle  by  means  of  a  glass  tube,  in  order  to  remove 
any  carbonic  anhydride  which  may  have  been  liberated  from  the 
water.  Add  standard  soap  solution  (e.  j3)  from  a  burette,  one  c.c. 
at  a  time  at  first,  and  smaller  quantities  towards  the  end  of  the 
operation,  shaking  well  after  each  addition,  until  a  soft  lather  is 
obtained,  which,  if  the  bottle  is  placed  at  rest  on  its  side,  remains 
continuous  over  the  whole  surface  for  five  minutes.  The  soap 
should  not  be  added  in  larger  quantities  at  a  time,  even  when  the 
volume  required  is  approximately  known.     This  is  very  important 

When  more  than  16  c.c.  of  soap  solution  are  required  by  50  c.c. 
of  the  water,  a  less  quantity  (as  25  or  10  c.c.)  of  the  latter  should 
be  taken,  and  made  up  to  50  c.c  with  recently  boiled  distilled 
water,  so  that  less  than  16  cc.  of  soap  solution  wUl  sufiice,  and  the 
number  expressing  the  hardness  of  the  diluted  water  multiplied  by 
2  or  5,  as  the  case  may  be. 

When  the  water  contains  much  magnesium,  which  may  be 
known  by  the  lather  having  a  peculiar  ciudy  appearance,  it  should 
be  diluted,  if  necessary,  with  distilled  water,  until  less  than  7  cc. 
are  required  by  50  cc. 

The  volume  of  standard  soap  solution  required  for  50  cc  of  the 
water  being  known,  the  weight  of  calcic  carbonate  (CaCO^)  corres- 
ponding to  this  may  be  ascertained  from  the  following  Table  7* : — 

*  The  table  is  calculated  from  that  originally  conBtructed  Iqr  Dr.  Clark,  which  is 
aa  follows  :- 

Degree  of  Hardness. 

0»  (Distilled  water)  . 

2 
8 

4 

6 

6 

7 

8 

9 
10 
11 
12 
18 
14 
15 
16 

Each  "measure"  being  10  grains,  the  volume  of  water  employed 
"  degree  "  1  grain  of  calcic  carbonate  in  a  gallon. 

If  the  old  weights  and  measures,  grains  and  gallons,  be  preferred,  this  taUe  may  be 
used,  the  process  being  exactly  as  abore  described,  but  1000  grams  of  water  taken 
instead  of  50  cc.  and  the  soap  solution  measured  in  10.graln  measures  instead  of  cable 
centimeters.  If  the  rolnme  of  soap  solution  used  be  found  exactly  in  the  second  column 
of  the  table,  the  hardness  wiU,  of  course,  be  that  shown  on  the  same  line  in  the  first 
column.  But  if  it  be  not,  deduct  from  it  the  next  lower  number  in  the  second  oolunji, 
when  the  corresponding  degree  of  hardness  in  the  first  column  wiU  gire  the  integral 
part  of  the  result ;  divide  the  remainder  by  the  dUTerence  on  the  same  line  In  the  third 
column,  and  the  quotient  will  give  the  fractional  part.  For  example,  if  1000  grains  of 
water  require  16  '*  measures  "  of  soap,  the  calculation  wUl  be  as  foUowa :— 


Differences  for  the 

Soap  Solution. 

next  P  of  hardness. 

1-4 

1-8 

3-2 

2-2 

6-4 

2-2 

7-6 

2-0 

9-6 

2-0 

11-6 

2-0 

13-6 

2^0 

15-6 

1-9 

17-5 

1-9 

10-4 

1-9 

21-3 

1-8 

231 

1-8 

24-9 

1-8 

267 

1-8 

28-5 

1-8 

30-8 

17 

32-0 

— 

he  volume  of  water 

employed  1000  grains,  and  each 
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TABLE    7. 
Table  of  HaidneM,  Parte  in  100,000. 


1*. 

1 

1 

^        1 

, 

Volume  0 

Soap 
Solution. 

Volume  o 

Soap 
Solution. 

it 

Volume  o 

Soap 
Solution. 

h 

% 

Volume  o 

Soap 
Solution. 

C.C 

CO. 

cc. 

cc. 

40 

467 

80 

10-80 

120 

1643 

1 

•71 

1 

•46 

1 

-69 

2 

•86 

2 

•60 

2 

-75 

3 

5^00 

8 

•76 

3 

•90 

4 

•14 

4 

•90 

4 

17-06 

6 

•29 

6 

1106 

6 

•22 

6 

•43 

6 

-20 

6 

•88 

0-7 

00 

7 

•67 

7 

-36 

7 

•64 

0-8 

•16 

8 

•71 

8 

•60 

8 

•70 

0^9 

•32 

9 

•86 

9 

•66 

9 

•86 

ro 

'48 

6^0 

6^00 

90 

•80 

130 

1802 

1 

'63 

•     1 

-14 

1 

•95 

1 

•17 

2 

'79 

2 

•29 

2 

1211 

2 

•88 

8 

'96 

3 

•43 

3 

•26 

8 

•49 

4, 

I'll 

4 

•67 

4 

•41 

4 

•65 

6 

'27 

5 

•71 

6 

•66 

5 

•81 

6 

•43 

6 

•86 

6 

•71 

6 

•97 

7 

•66 

7 

7-00 

7 

•86 

7 

19-13 

8 

•69 

8 

•14 

8 

1301 

8 

•29 

9 

'82 

9 

•29 

9 

•16 

9 

•44 

2-0 

•95 

60 

•43 

10-0 

•31 

14-0 

•60 

1 

208 

1 

•67 

1 

•46 

1 

•76 

2 

•21 

2 

•71 

2 

•61 

2 

•92 

3 

•84 

3 

'86 

8 

•76 

3 

20^08 

4 

•47 

4 

800 

4 

•91 

4 

•24 

5 

'60 

5 

•14 

5 

1406 

5 

•40 

6 

•73 

6 

•29 

6 

•21 

6 

•66 

7 

•86 

7 

•43 

7 

•37 

7 

•71 

8 

•99 

8 

•67 

8 

•62 

8 

•87 

9 

312 

9 

•71 

9 

•68 

9 

2103 

30 

•26 

70 

•86 

110 

•84 

160 

•19 

1 

•38 

1 

900 

1 

1500 

1 

•36 

2 

•61 

2 

•14 

2 

•16 

2 

•61 

8 

•64 

8 

•29 

8 

•32 

8 

•68 

4, 

•77 

4 

•43 

4 

-48 

4 

•86 

5 

•90 

6 

•67 

6 

•63 

6 

22-02 

6 

403 

6 

•71 

6 

•79 

6 

•18 

7 

•16 

7 

•8^ 

7 

•96 

7 

•36 

8 

•29 

8 

10-00 

8 

16-11 

8 

•62 

3D 

•43 

7-9 

•16 

11-9 

•27 

9 
160 

•69 

16-0 
— 16-6  (=7°  hardness). 


(Differeiioe'=)    (1*9)  '4 

•21 

therefore  the  hardness  is  7*21  grains  of  CaCO>  per  nUon.  The  water  must  be  dilated 
-with  distilled  water  if  necessary,  so  that  the  qnantity  of  soap  reqnired  does  not  exceed 
32  measorss  in  ordinary  waters,  and  14  measures  in  water  containing  much  msgnesia. 
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When  water  containing  calcic  and  magnesic  carbonates,  held 
in  solution  by  carbonic  acid,  is  boiled,  carbonic  anhydride  is 
expelled,  and  the  carbonates  precipitated.  The  hardness  due  to 
these  is  said  to  be  temporary,  whilst  that  due  to  stdphates, 
chlorides,  etc.,  and  to  the  amount  of  carbonates  soluble  in  pure 
water  (the  last-named  being  about  three  parts  per  100,000)  is 
called  permanent. 

To  estimate  permanent  hardness,  a  kno^vn  quantity  of  the  water 
is  boiled  gently  for  half  an  hour  in  a  flask,  the  mouth  of  which 
is  freely  open.  At  the  end  of  the  boiling,  the  water  should  be 
allowed  to  cool,  and  the  original  weight  made  up  by  adding 
recently  boiled  distilled  water. 

Much  trouble  may  be  avoided  by  using  flasks  of  about  the  same 
weight,  and  taking  so  much  water  in  each  as  will  make  up  the 
same  uniform  weight  Thus  if  all  the  flasks  employed  weigh 
less  than  50  gm.  each,  let  each  flask  with  its  contents  be  made  to 
weigh  200  gm. 

After  boiling  and  making  up  to  the  original  weight,  filter  the 
water,  and  determine  the  hardness  in  the  usual  way.  The  hardness 
thus  found,  deducted  from  that  of  the  unboiled  water,  will  give 
the  temporary  hardness. 

16.  Uineral  Constituents  and  Metals. — The  quantities  of  tlie 
following  substances  which  may  be  present  in  a  sample  of  water 
are  subject  to  such  great  variations,  that  no  definite  directions  can 
be  given  as  to  the  volume  of  water  to  be  used.  The  analyst  must 
judge  in  each  case  from  a  preliminary  experiment  what  will  be 
a  convenient  quantity  to  take. 

Snlphnric  Add. — Acidify  a  liter  or  less  of  the  water  with 
hydrochloric  acid,  concentrated  on  the  water  bath  to  about  100  cc, 
and  while  still  hot  add  a  slight  excess  of  baric  cldoride.  Filter, 
wash,  ignite,  and  weigh  as  baric  sulphate,  or  estimate  volumetrically, 
as  in  §  73. 

Sulphuretted  Hydrosren. — ^Titrate  Tvith  a  standard  solution  of 
iodine,  as  in  §  74.3. 

Phosphoric  Acid. — This  substance  may  be  determined  in  the 
solid  residue  obtained  by  evaporation,  by  moistening  it  with  nitric 
acid,  and  again  drying  to  render  silica  insoluble;  the  residue  is 
again  treated  with  dilute  nitric  acid,  filtered,  molybdic  solution 
(p.  272)  added,  and  set  aside  for  twelve  hours  in  a  warm  place ; 
filter,  dissolve  the  precipitate  in  ammonia,  precipitate  with  magnesia 
mixture,  and  weigh  as  magnesic  pyroi)hosphate,  or  estimate  volu- 
metrically as  in  §  69.5. 

Another  method  is  to  add  to  500  cc.  of  the  sample  about  10  cc. 
of  solution  of  alirni,  then  a  few  drops  of  ammonia,  lastly  acidify 
slightly  with  acetic  acid,  and  set  aside  to  allow  the  precipitated 
AlP^O*  to  settle.  The  clear  liquid  may  then  be  poured  off",  the  pre- 
cipitate dissolved  in  nitric  acid  and  estimated  with  molybdic  solution. 
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SUioio  Aoid. — Acidify  a  liter  or  more  of  the  water  with 
hydrochloric  acid,  evaporate,  and  dry  the  residue  thoroughly. 
Tlien  moisten  with  hydrochloric  acid,  dilute  with  hot  water,  and 
filter  oflf,  wash,  ignite,  and  weigh  the  separated  silica. 

Iron. — ^To  the  filtrate  from  the  estimation  of  silicic  acid  add  a  few 
drops  of  nitric  acid,  dilute  to  about  100  c.c,  and  estimate  by  colour 
titration,  as  in  §  60.4 ;  or  where  the  amoimt  is  large,  add  excess  of 
ammonia,  and  heat  gently  for  a  short  time.  Filter  off  the  precipitate, 
and  estimate  the  iron  in  the  washed  precipitate  volumetrically,  as 
in  §  59  or  60. 

Caloimii. — ^To  the  filtrate  from  the  iron  estimation  add  excess  of 
ammonic  oxalate,  filter  off  the  calcic  oxalate,  ignite  and  weigh  as 
calcic  carbonate,  or  estimate  volumetrically  with  permanganate, 
as  in  §  48. 

Maffnesinm. — To  the  concentrated  filtrate  from  the  calcium 
estimation  add  sodic  phosphate  (or,  if  alkalies  are  to  be  determined 
in  the  filtrate,  ammonic  phosphate),  and  allow  to  stand  for  twelve 
hours  in  a  warm  place.  Filter,  ignite  the  precipitate,  and  weigh  as 
magnesic  pyrophosphate,  or,  before  ignition,  titrate  with  uranium. 

Barium. — Is  best  detected  in  a  water  by  acidifying  with 
hydrochloric  acid,  filtering  perfectly  clear  if  necessary,  then 
add  a  clear  solution  of  calcic  sulphate,  and  set  aside  in  a  warm 
place.     Any  white  precipitate  which  forms  is  due  to  barium. 

Potassium  and  Sodium. — These  are  generally  determined  jointly, 
and  for  this  purpose  the  filtrate  from  the  magnesium  estimation 
may  be  used.  Evaporate  to  dryness,  and  heat  gently  to  expel 
ammonium  salts,  remove  phosphoric  acid  with  plumbic  acetate,  and 
the  excess  of  lead  in  the  hot  solution  by  ammonia  and  ammonic 
carbonate.  Filter,  evaporate  to  dryness,  heat  to  expel  ammonium 
salts,  and  weigh  the  alkalies  as  chlorides. 

It  is,  however,  generally  less  trouble  to  employ  a  separate 
portion  of  water.  Add  to  a  liter  or  less  of  the  water  enough  pure 
baric  chloride  to  precipitate  the  sulphuric  acid,  boil  with  pure  milk 
of  lime,  filter,  concentrate,  and  remove  the  excess  of  Hme  with 
ammonic  carbonate  and  a  little  oxalate.  Filter,  evaporate,  and 
weigh  tlie  alkaline  chlorides  in  the  filtrate.  If  the  water  contains 
but  little  sulphate,  the  baric  chloride  may  be  omitted,  and  a  little 
ammonic  chloride  added  to  the  solution  of  alkaline  chlorides. 

If  potassium  and  sodium  must  each  be  estimated,  separate  them 
by  means  of  platinic  chloride;  or,  after  weighing  the  mixed 
chlorides,  determine  the  clilorine  present  in  them,  and  calculate  the 
amounts  of  potassium  and  sodium  by  the  following  formula; — 
Calculate  all  the  chlorine  present  as  potassic  chloride ;  deduct  this 
from  the  weight  of  the  mixed  chlorides,  and  call  the  difference  d. 
Then  as  16-1  :  58*37  :  :  rf  :  NaCl  present.     (See  also  §  38.) 
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Lead. — May  be  estimated  by  the  method  proposed  by  Miller. 
Acidulate  the  water  with  two  or  three  drops  of  acetic  acid,  and 
add  yV  ^^  ^^  \m\k  of  saturated  aqueous  solution  of  sulphuretted 
hydrogen.  Compare  the  colour  thus  produced  in  the  colorimeter 
or  a  convenient  cylinder,  with  that  obtained  with  a  known  quantity 
of  a  standard  solution  of  a  lead  salt,  in  a  manner  similar  to  that 
described  for  the  estimation  of  iron  (§  60.4).  The  lead  solution 
should  contain  0-1831  gm.  of  normal  crystallized  plumbic  acetate  in 
a  liter  of  distilled  water,  and  therefore  each  c.c.  contains  0*0001  gm. 
of  metallic  lead. 

It  is  obvious  that  in  the  presence  of  copper  or  other  heavy  metals 
the  colour  produced  by  the  above  method  will  all  be  ascribed  to 
lead ;  it  is  preferable,  therefore,  to  adopt  the  method  of  Harvey 
(Anali/si,  vi.  146),  in  which  the  lead  is  precipitated  as  chromate. 
The  results,  however,  are  not  absolute  as  to  quantity,  except  so 
far  as  the  eye  may  be  able  to  measure  the  amoimt  of  precipitate. 

The  standard  lead  solution  is  the  same  as  in  the  previous 
method.  The  precipitating  agent  is  pure  potassic  bichromate,  in 
fine  crystals  or  powder. 

250  C.C.  or  so  of  the  water  is  placed  in  a  Phillips'  jar  with 
a  drop  or  two  of  acetic  acid,  and  a  few  grains  of  the  reagent  added, 
and  agitated  by  shaking.  One  part  of  lead  in  a  million  parts  of 
water  will  show  a  distinct  turbidity  in  five  minutes  or  less.  In  six 
or  eight  hours  the  precipitate  will  have  completely  settled,  and  the 
yellow  clear  liquid  may  be  poured  off  without  disturbing  the 
sediment,  which  may  then  be  shaken  up  with  a  little  distilled 
water,  and  its  quantity  judged  by  comparison  with  a  similar 
experiment  made  with  the  standard  lead  solution. 

Copper. — Estimate  by  colour  titration,  as  in  §  54.9. 

Arsenic. — Add  to  half  a  liter  or  more  of  the  water  enough 
sodic  hydrate,  free  from  arsenic,  to  render  it  slightly  alkaline, 
evaporate  to  dryness,  and  extract  with  a  little  concentrated 
hydrochloric  acid.  Introduce  this  solution  into  the  generating  flask 
of  a  small  Marsh's  apparatus,  and  pass  the  evolved  hydrogen,  first 
through  a  U-tube  filled  with  pumice,  moistened  with  plumbic 
acetate,  and  then  through  a  piece  of  hard  glass  tube  about  150  m.m. 
in  length,  and  3  m.m.  in  diameter  (made  by  drawing  out  combustion 
tube).  At  about  its  middle,  this  tube  is  heated  to  redness  for  a 
length  of  about  20  m.m.  by  the  flame  of  a  small  Bunsen  burner, 
and  here  the  arsenetted  hydrogen  is  decomposed,  arsenic  being 
deposited  as  a  mirror  on  the  cold  part  of  the  tube.  The  mirror 
obtained  after  the  gas  has  passed  slowly  for  an  hour  is  compared 
with  a  series  of  standard  mirrors  obtained  in  a  similar  way  from 
known  quantities  of  arsenic.  Care  must  be  taken  to  ascertain  in 
each  experiment  that  the  hydrochloric  acid,  zinc,  and  whole  apparatus 
are  free  from  arsenic,  by  passing  the  hydrogen  slowly  through  the 
heated  tube  before  introducing  the  solution  to  be  tested. 


Digitized  by  VjOOQIC 


§   89.  NATUBAL  WATERS  AND  SEWAGE.  419 

Zino. — This  metal  exists  in  waters  as  bicarbonate,  and  on 
exposure  of  such  waters  in  oi)en  vessels  a  film  of  zinc  carbonate 
forms  on  the  surface ;  this  is  collected  on  a  platinum  knife  or  foil 
and  ignited.  The  residue  is  of  a  yellow  colour  when  hot,  and 
turns  white  on  cooling.     The  reaction  is  exceedingly  delicate. 


THE   INTEBPBETATION   OF   THE   BE8TTLTS  OF   ANALYSIS. 

§  89.  The  primary  form  of  natural  water  is  rain,  the  chief  impurities  in 
which  are  traces  of  organic  matter,  ammonia,  and  ammonic  nitrate  derived 
from  the  atmosphere.  On  reaching  the  ground  it  becomes  more  or  less 
charged  with  the  soluble  constituents  of  the  soil,  such  as  calcic  and  magnesio 
carbonates,  potassic  and  sodic  chlorides,  and  other  salts,  which  are  dissolved, 
some  by  a  simple  solvent  action,  others  by  the  agency  of  carbonic  acid  in 
solution.  I>raining  off  from  the  land,  it  will  speedily  find  its  way  to  a  stream 
which,  in  the  earlier  part  of  its  course,  will  probably  be  free  from  pollution  by 
animal  matter,  except  that  derived  from  any  manure  which  may  have  been 
applied  to  the  land  on  which  the  rain  fell.  Thus  comparatively  pure,  it  will 
furnish  to  the  inhabitants  on  its  banks  a  supply  of  water  which,  after  use, 
will  be  returned  to  the  stream  in  the  form  of  sewage  charged  with  impurity 
derived  from  animal  excreta,  soap,  household  refuse,  etc.,  the  pollution  being 
perhaps  lessened  by  submitting  the  sewage  to  some  purifying  process,  such  as 
irrigation  of  land,  filtration,  or  clarification.  The  stream  m  its  subsequent 
course  to  the  sea  will  be  in  some  measure  purified  by  slow  oxidation  of  the 
organic  matter,  and  by  the  absorbent  action  of  vegetation,  but  not  to 
any  great  extent.  Some  of  the  rain  will  not,  however,  go  directly  to  a 
stream,  but  sink  through  the  soil  to  a  well.  If  this  be  shallow,  it  may 
be  considered  as  mere]y  a  pit  for  the  accumulation  of  drainage  from  the 
inmiediately  surrounding  soil,  which,  as  the  well  is  in  most  cases  dose  to 
a  dwelling,  will  be  almost  inevitably  charged  with  exoretal  and  other  refuse ; 
so  that  the  water  when  it  reaches  the  well  will  be  contaminated  with  soluble 
impurities  thence  derived,  and  with  nitrites  and  nitrates  resulting  from  their 
oxidation.  After  use  the  water  from  the  well  will,  like  the  river  water,  form 
sewage,  and  find  its  way  to  a  river,  or  again  to  the  soil,  according  to 
circumstances. 

In  the  case  of  a  deep  well,  from  which  the  surface  water  is  excluded,  the 
conditions  are  different.  The  shaft  will  usually  pass  through  an  impervious 
stratum,  so  that  the  water  entering  it  will  not  be  derived  from  the  rain  which 
f idls  on  the  area  immediately  surrounding  its  mouth,  but  from  that  which  falls 
on  the  outcrop  of  the  pervious  stratum  below  the  impervious  one  just 
mentioned;  and  if  this  outcrop  be  in  a  district  which  is  uninhabited  and 
uncultivated,  the  water  of  the  well  will  probably  be  entirely  free  from  organic 
impurity  or  products  of  decomposition.  But  even  if  the  water  be  polluted 
at  its  source,  still  it  must  pass  tluroufl^h  a  very  extensive  filter  before  it  reaches 
the  well,  and  its  organic  matter  will  probably  be  in  great  measure  converted 
by  oxidation  into  bodies  in  themselves  innocuous. 

This  is  very  briefly  the  general  history  of  natural  waters,  and  the  problem 
presented  to  the  analyst  is  to  ascertain,  as  far  as  possible,  from  the  nature  and 
quantity  of  the  impurities  present,  the  previous  history  of  the  water,  and  its 
present  condition  and  fitness  for  the  purpose  for  which  it  is  to  be  used. 

It  is  impossible  to  give  any  fixed  rule  by  which  the  results  obtained  by  the 
foregoing  method  of  analysis  should  be  interpreted.  The  analyst  must  form 
an  independent  opinion  for  each  sample  from  a  consideration  of  all  the  residts 
he  has  obtained.  Nevertheless,  the  following  remarks,  illustrated  by  reference 
to  the  examples  given  in  the  accompanying  table,  which  may  be  considered 
as  fairly  typical,  will  probably  be  of  service.    (See  pages  420  and  421.) 
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TABI<B   8. 
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Besults  of  Analysis  expressed 


Nmnber 

of 
Sample. 


DESCBIPTION. 


•RKyATtTTR 


I. 
II. 

III. 

IV. 
V. 

VI. 
VII. 

VIII. 

IX. 

X. 

XI. 

XII. 
XIII. 
XIV. 

XV. 
XVI. 

XVII. 

xvin. 

XIX. 
XX. 


XXI. 

XXII. 

XXIII. 

XXIV. 

XXV. 

XXVI. 


XXVII. 

XXVIII. 

XXIX. 

XXX. 

XXXI. 


XXXII. 
XXXIII. 
XXXIV. 

XXXV. 

XXXVI. 


Upland  Snrftkoe  Waters. 

The  Dee  above  Balmoral,  March  9th,  1872 
Glasgow  Water  supply  from  Loch  Katrine — average  of  ^ 
monthly  analyses  during  five  years,  1876—81           j 
Liverpool  Water  supply  from  Bivington  Pike,  June  4th,1869 
Manchester  Water  supply,  May  9th,  1874 
Cardiff  Water  supply,  Oct.  ISth,  1872  

SnrflBtoe  Water  firom  OnltiTated  Land. 
Dundee  Water  supply,  March  12th,  1872 
Norwich  Water  supply,  June  18th,  1872 

Shallow  Wells. 

Cirencester,  Market  Place,  Nov.  4th,  1870 
Marlborough,  College  Yard,  Aug.  22nd,  1873  ... 
Birmingham,  Hurst  Street,  Sept.  18th,  1873    ... 

Sheffield,  Well  near,  Sept.  27th,  1870 

London,  Aldgate  Pump,  June  5th,  1872 
London,  Weudose  Square,  June  6th,  1872 
Leigh,  Essex,  Churchyard  Well,  Nov.  28th,  1871 

Deep  WeUs. 

Birmingham,  Short  Heath  Well,  May  16th,  1873  . 

Caterham,  Water  Works  Well,  Feb.  14th,  1873 

Ditto,  Softened  (Water  supply) 

London,  Albert  Hall,  May,  1872 

Gravesend,  Bail  way  Station,  Jan.  17th,  1873    ... 

Springs. 

Dartmouth  Water  supply,  Jan.  8th,  1873 
Grantham  Water  supply,  July  11th,  1873 

London  Water  supply— average  monthly  analyses  daring  21  years,  1869-S9- 

Prom  the  Thames  ... 

From  the  Lea 

Prom  Deep  Chalk  Wells  (Kent  Company) 

Ditto  (Colne  Valley  Co.)  softened— thirteen  years,  1877— -89 

Ditto  (Tottenham)— thirteen  years,  1877— 89  ... 
Birmingham  Water  supply— average   monthly  analyses,  1875—1880. 

Average  Composition  of  XTnpoUuted  Water. 
Bain  Water  ...  ...  ...  39  sam 

Upland  Surface  Water         ...  ...  195      „ 

Deep  Well  Water  ...  ...  ...  157      „ 

Spring  Water        ...  ...  ...  198      „ 

Sea  Water  ...  ...  ...  23      „ 


(Hear     

Clear;  very  pile  brews 

Clear     

Turbid 

Clear     

Turbid;  brownish  jfelof 
Slightly  turbid... 

Slightly  turbid... 

Gear      

Clear;  strong  saline tL<t» 
C  Very  turbid  Aoffa) 
<  sive.  Swirmingj 
(.     withbactem,&c; 

Clear     

Slightlyturbid;salineiisfe 

Slightly  turbid... 

Clear 

Clear     

Slightlyiurbid... 
Clear     

Turbid 

Clear     


Sewage. 
Average  from  15  "  Midden  "  Towns,  37  analyses 
Average  from  16  "  Water  Closet "  Towns,  50  analyses    ... 
Salford,  Wooden  Street  Sewer,  March  15th,  1869 
Merthy r  Tydfil,  average  10  a.m.  to  5  p.m.,  Oct.  20th,  1871  \ 
(after  treatment  with  lime)  j 

Ditto,  Effluent  Water 
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in  parts  per  100,000. 


421 

TABLE  8. 


Total 
solid 

OiKUiic 
Carbon. 

Omnic 

Nitro- 
gen. 

|«P5 

Nitro- 

gen  as 

Am. 

monia. 

Nitrogen 

as 
Nitrates 

and 
Nitritee. 

Total 
Inorganic 
Nitrogen. 

Total 
Combined 
Nitrogen. 

Chlorine. 

Hardneai. 

iiatter. 

Tern, 
porary. 

Perma- 
nent. 

Total. 

1-52 

•132 

•014 

9^4 

0 

0 

0 

•014 

-60 

0 

1-6 

15 

2-94 

•148 

•016 

9-2 

0 

•005 

•006 

•022 

•64 

— 

~ 

-9 

9-66 

700 

23-60 

•210 
•132 
•212 

•029 
•031 
•031 

72 
41 
6-8 

•002 

•002 

0 

0 
0 

•034 

•002 
•002 
•084 

•081 
•088 
•066 

1*53 

•90 

1-40 

•8 

0 
7-1 

3*7 

2-7 

12-9 

40 

2-7 

20-0 

1116 
30-92 

•418 
•432 

•069 
•080 

71 
5-4 

•001 
•012 

•081 
•086 

•082 
•048 

•141 
•128 

1-75 
310 

0 
21-3 

6-0 
68 

6-0 
26-6 

8100 
32-48 
240-20 

•041 
•049 
•340 

•008 
•015 
•105 

51 
33 
82 

0 

0 

•611 

•362 

•613 

14-717 

•862 

•618 

15-228 

•870 

•628 

15-333 

160 

1-90 

36-60 

184 
15-6 
27-5 

4-6 
101 
99-6 

23-0 

25-7 

1271 

18-50 

1-200 

•126 

9-5 

•091 

0 

•091 

•217 

220 

20 

1*4 

84 

123-10 
)96-50 
L12-12 

•144 
•278 
•210 

•141 

•087 
•066 

1^0 
32 
82 

•181 
0 
0 

6*861 

25-840 

6047 

7-032 

26840 

6-047 

7-173 

25-927 

6112 

12-85 
8460 
13*75 

871 
26-7 
14-8 

40-0 

164-3 

45-7 

77-1 

191-0 

60-0 

1508 
27-68 
8-80 
61-68 
6800 

•009 
•028 
•015 
•168 
•127 

•004 
•009 
-008 
•042 
•029 

22 

31 
6-0 
4^0 
44 

0 
0 

•007 
•063 

•447 
•021 

•066 
2987 

•447 
•021 

•073 
8000 

•461 
080 

•116 
8029 

1*80 
1-65 

1610 
6-40 

46 
16-2 

8-4 
27-9 

6-1 
6-0 

22 

146 

9-7 

21-2 

44 

6-6 

42-4 

1736 
3O-20 

•060 
•048 

•016 
•018 

37 
27 

0 
0 

•380 
•833 

•830 
•838 

•346 
•861 

2-46 
2-06 

1-6 
171 

10-0 
6-6 

11-6 
23-6 

2802 
28-99 
41-50 
14-40 
41-39 

•191 
•134 
•049 
-059 
-068 

•088 
•025 
•Oil 
•014 
•016 

5-8 
54 
4^5 
42 
4*2 

0 

0 

0 

••003 

•054 

•210 
•226 
•446 
•367 
•143 

•210 
•226 
•446 
•870 
•196 

•248 
•261 
•468 
•384 
•196 

1-68 
1-76 
2-47 
1-70 
2-85 



— 

20-1 
20-9 
28-6 
6-0 
23-3 

2601 

•245 

•054 

46 

•002 

281 

•283 

•287 

178 

7*7 

8-8 

16-5 

2-95 

967 

43-78 

28-20 

1898-7 

•070 
•322 
061 
-056 
•278 

•015 
•032 
•018 
•013 
•166 

4^7 

10^1 
34 
4-8 
17 

•024 
•002 
•010 
•001 
•005 

•008 
•009 
•496 
•883 
•088 

•027 
•Oil 
•505 
•384 
•038 

•042 
•048 
•528 

•397 
•203 

•22 

118 

611 

2-49 

1976-6 

1*5 
15-8 
11-0 
48-9 

SllSM 

BGneraf. 

4-3 

9-2 

7*5 

7480 

mdedMfl 
Organic. 

•3 

6-4 

25-0 

18-6 

7969 

ktter. 
Total. 

82-4 
72-2 

419-6 

4181 

4-696 

11-012 

1976 
2-205 
7-634 

21 
21 
14 

4476 
6-520 
5*468 

0 

•008 

0 

4476 
5-523 
5-468 

6461 

7-728 
13102 

11-54 
10-66 
20  50 

17-81 
2418 
18-88 

2130 
20-61 
26-44 

39-11 
44-69 
45-32 

49-20 

1-282 

•952 

1*8 

1054 

•062 

1106 

2-058 

625 

7*88 

6*56 

14*44 

33-48 

•123 

•031 

40 

•048 

•800 

•348 

•379 

260 

Trace. 
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Total  SoUd  Katter. 

Waters  which  leaye  a  large  residue  on  evaporation  are,  as  a  rule,  less  suited 
for  general  domestic  purposes  than  those  which  contain  less  matter  in  solution, 
and  are  unfit  for  many  manufacturing  purposes.  The  amount  of  residue  is 
also  of  primary  importance  as  regards  the  use  of  the  water  for  steam  boilers, 
as  the  quantity  of  incrustation  produced  will  chiefly  depend  upon  it.  It  may 
vary  considerably,  apart  from  any  unnatural  pollution  of  the  water,  as  it 
depends  principally  on  the  nature  of  the  soil  through  or  over  which  the 
water  passes.  Stiver  water,  when  but  slightly  polluted,  contains  generally 
from  10  to  40  parts.  Shallow  well  water  varies  greatly,  containing  from  30 
to  150  parts,  or  even  more,  as  in  examples  X.  and  jlIII.,  the  proportion 
here  depending  less  on  the  nature  of  the  soil  than  on  the  original  pollution 
of  the  water.  Deep  well  water  also  varies  considerably ;  it  usually  contains 
from  20  to  70  parts,  but  this  range  is  frequently  overstepped,  the  quantity 
depending  largely  upon  the  nature  of  the  strata  from  which  the  water  is 
obtained.  Example  XV,,  being  in  the  New  Bed  Sandstone,  has  a  small  pro- 
portion, but  XYlI.  and  XVIII.  in  the  Chalk  have  a  much  larger  quantity. 
Spring  waters  closely  resemble  those  from  deep  wells.  Sewage  contains 
generally  from  50  to  100  parts,  but  occasionally  less,  and  frequently  much 
more,  as  in  example  XXXlV.  The  total  solid  matter,  as  a  rule,  exceeds  the 
sum  of  the  constituents  determined ;  the  nitrogen,  as  nitrates  and  nitrites, 
being  calculated  as  potassio  nitrate,  and  the  chlorine  as  sodic  chloride ;  but 
occasionally  this  is  not  the  case,  owing,  it  is  likely,  to  the  presence  of  some  of 
the  calcium  as  calcic  nitrate  or  chloride. 

Crflranlc  Carbon  or  Nitrofipen. 

The  existing  condition  of  the  sample,  as  far  as  organic  contamination  is 
concerned,  must  be  inferred  from  the  amount  of  these  two  constituents.  In 
a  good  water,  suitable  for  domestic  supply,  the  former  should  not,  under 
ordinary  circumstances,  exceed  0*2  and  me  latter  0'02  part. 

Waters  from  districts  containing  much  peat  are  often  coloured  more  or 
less  brown,  and  contain  an  unusual  quantity  of  organic  carbon,  but  this 
peaty  matter  is  probably  innocuous  miless  the  quantity  be  extreme.  The 
large  proportion  of  organic  carbon  and  nitrogen  given  in  the  average  for 
unpolluted  upland  surface  water  in  Table  8  (XXVIII.)  is  chiefly  due  to  the  fact 
that  upland  gathering  grounds  are  very  frequently  peaty.  The  examples 
given  (I.  to  V.)  may  be  taken  as  fairly  representative  of  the  character  of 
upland  surface  waters  free  from  any  large  amount  of  peaty  matter.  In 
surface  waters  from  cultivated  areas  the  quantity  of  organic  carbon  and 
nitrogen  is  greater,  owing  to  increased  density  of  population,  the  use  of 
organic  manures,  etc.,  the  proportion  bein^  about  0*25  to  0*3  part  of  organic 
carbon,  and  0*04  to  0*05  part  of  organic  nitrogen.  The  water  from  shallow 
wells  varies  so  widely  in  its  character  that  it  is  impossible  to  give  any  useful 
average.  In  many  cases,  as  for  example  in  XIII.  and  XIY.,  the  amount  is 
comparatively  small,  although  the  original  pollution,  as  shown  by  the  total 
inorganic  nitrogen  and  the  chlorides,  was  very  large ;  the  organic  matter  in 
these  cases  having  been  almost  entirely  destroyed  by  powerful  oxidation.  In 
YIII.  and  IX.  the  original  pollution  was  slight ;  and  oxidation  being  active, 
the  organic  carbon  and  nitrogen  have  been  reduced  to  extremely  small 
quantities.  On  the  other  hand,  in  XI.  the  proportion  of  organic  matter  is 
enormous,  the  oxidizing  action  of  the  surrounding  soil  being  utterly' 
insufficient  to  deal  with  the  pollution.  The  danger  attending  the  use  of 
shallow  well  waters,  which  contain  when  analyzed  very  small  quantities  of 
organic  matter,  arises  chiefly  from  the  liability  of  the  conditions  to  variation. 
Change  of  weather  and  many  other  circumstances  may  at  any  time  prevent 
the  purification  of  the  water,  which  at  the  time  of  the  analysis  appeared  to 
be  efficient.    Moreover,  it  is  by  no  means  certain,  that  an  oxidizing  action 
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whioh  would  be  sufficient  to  reduce  the  organic  matter  in  a  water  to  a  very 
niiall  proportion,  would  be  equally  competent  to  remoYC  the  specific  poison  of 
disease.  Hence  the  greater  tne  impurity  of  the  source  of  a  water  tiie  greater 
the  risk  attending  its  use. 

In  deep  well  waters  the  quantity  of  organic  carbon  and  nitrogen  also 
extends  through  a  wide  range,  but  is  generally  low,  the  average  being  about 
0*06  part  carbon  and  0*02  part  nitrogen  (XXIX.).  Here  the  conditions  are 
usualljr  yery  constant,  and  if  surface  drainage  be  excluded,  the  source  of  the 
water  is  of  less  importance.  Springs  in  tins,  as  in  most  other  respects, 
resemble  deep  wells ;  the  water  from  them  being  generally,  however,  some- 
what purer.  In  sewage  great  variations  are  met  with.  On  the  average  it 
contams  about  four  paxts  of  organic  carbon  and  two  parts  of  organic  nitrogen 
(XXXII.  and  XXXIII.),  but  the  range  is  very  great.  In  the  table,  XXXIV. 
is  a  veiy  strong  sample,  and  XXXY.  a  weak  one.  The  effluent  water  from 
land  irrigated  with  sewage  is  usually  analogous  to  waters  from  shallow  wells, 
and  its  quality  varies  greatly  according  to  the  character  of  the  sewage  and 
the  conditions  of  the  irrigation. 

Batio  of  Organic  Carbon  to  Organio  Nitrofipen. 

The  ratio  of  the  organic  carbon  to  the  organic  nitrogen  given  in  the 
seventh  column  of  the  table  (which  shows  the  fourth  term  of  the  proportion 
— organic  nitrogen  :  organic  carbon  :  :  1  :  x),  ia  of  gr^t  importance  as 
furnishing  a  valuable  indicatioi)  of  the  nature  of  the  organic  matter  present. 
When  this  is  of  vegetable  origin,  the  ratio  is  very  high,  and  when  of  animal 
origin  very  low.  This  statement  must,  however,  be  qualified,  on  account  of 
the  difFerent  effect  of  oxidation  on  animal  and  vegetable  substances.  It  is 
found  that  when  organic  matter  of  vegetable  origin,  with  a  high  ratio  of 
carbon  to  nitrogen,  is  oxidized,  it  loses  carbon  more  rapidly  than  nitrogen,  so 
that  the  ratio  is  reduced.  Thus  unoxidized  peaty  waters  exhibit  a  ratio 
varying  from  about  8  to  20  or  even  more,  the  average  being  about  12; 
whereas,  the  ratio  in  spring  water  originally  containing  peaty  matter,  varies 
from  about  2  to  5,  the  average  being  about  3*2.  When  the  organic  matter  is 
of  animal  origin  the  action  is  reversed,  the  ratio  being  increased  by  oxidation. 
In  unpolluted  upland  surface  waters  the  ratio  varies  from  about  6  to  12,  but 
in  peaty  waters  it  may  amoimt  to  20  or  more.  In  surface  water  from 
cultivated  land  it  ranges  from  about  4  to  10,  averaging  about  6.  In  water 
from  shallow  wells  it  varies  from  about  2  to  8,  with  an  average  of  about  4,  but 
instances  beyond  this  range  in  both  directions  are  very  frequent.  In  water 
from  deep  wells  and  springs,  the  ratio  varies  from  about  2  to  6,  with  an 
average  of  4,  being  low  on  account,  probably,  of  the  prolonged  oxidation  to 
which  it  has  been  subjected,  which,  as  has  been  stated  above,  removes  carbon 
more  rapidly  than  nitrogen.  In  sea  water  this  action  reaches  a  maximum, 
the  time  being  indefinitely  prolonged,  and  the  ratio  is  on  the  average  about 
1*7.  This  is  probably  complicated  by  the  presence,  in  some  cases,  of  multitudes 
of  minute  living  organisms.  In  sewage  the  ratio  ranges  from  about  1  to  3, 
with  an  average  of  about  2. 

YThen,  in  the  case  of  a  water  containing  much  nitrogen  as  nitrates  and 
nitrites,  this  ratio  is  unusually  low,  incomplete  destruction  of  nitrates  during 
the  evaporation  may  be  suspected,  and  the  estimation  should  be  repeated. 
To  provide  for  this  contingency,  if  a  water  contain  any  considerable  quantity 
of  ammonia,  it  is  well,  when  Qommencing  the  evaporation  in  the  first 
instance,  to  set  aside  a  quantity  sufficient  for  this  repetition,  adding  to  it  the 
usual  proportion  of  sulphurous  acid. 

Nitroffen  as  Axninonia. 

The  ammonia  in  natural  waters  is  derived  almost  exclusively  from  animal 
contamination,  and  its  quantity  varies  between  very  wide  limits.    In  upland 


Digitized  by  VjOOQIC 


424  YOLUMETiaC  ANALYSIS.  §    89. 

surface  waters  it  seldom  exceeds  0*008  part,  the  average  bein^  about  0*002 
part.  In  water  from  cultivated  land  the  average  is  about  0*005,  and  the 
range  is  greater,  being  from  nil  to  0*025  part  or  even  more.  In  water  from. 
shallow  wells  the  variation  is  so  great  that  it  would  be  useless  to  attempt  to 
state  an  average,  all  proportions  from  nil  to  as  much  as  2'5  parte  having 
been  observed.  In  waters  from  deep  wells  a  very  considerable  proportion  is 
often  found,  amounting  to  O'l  part  or  even  more,  the  average  being  0*01 
part,  and  the  variations  considerable.  In  spring  water  it  is  seldom  that  more 
than  0*01  part  of  nitrogen  as  ammonia  occurs,  the  average  being  only  0*001 
part.  Sewage  usually  contains  from  2  to  6  parts,  but  occasionally  as  much 
as  9  or  10  purts,  the  average  being  about  five.  Ammonia  is  readily  oxidized 
to  nitrates  and  nitrites,  and  hence  its  presence,  in  considerable  quantity, 
usually  indicates  the  absence  of  oxidation,  and  is  generally  coincident  with 
the  presence  of  organic  matter.  That  sometimes  found  in  waters  from  very 
deep  wells  is,  however,  probably  due  to  subsequent  decomposition  of  nitrates. 

Kitroffon  as  Kitrates  and  Kitrites. 

Nitrates  and  nitrites  are  produced  by  the  oxidation  of  nitrogenous 
organic  matter,  and  almost  always  from  animal  matter.  In  upUmd  surface 
waters  the  proportion  varies  from  nil  to  0*05  part  or  very  raroly  more,  but 
the  majority  of  samples  contain  none  or  mere  traces  (I.  to  V.),  the  average 
being  about  0*009  part.  In  surface  waters  from  cultivated  land  the 
quantity  is  much  greater,  varying  from  nil,  .which  seldom  occurs,  to  1  part, 
the  average  being  about  0*25  part.  The  proportion  in  shallow  wells  is  usually 
much  greater  still,  ranging  from  nil,  which  very  rarely  occurs,  to  as  much 
as  25  parts.  It  would  be  probably  useless  to  attempt  to  state  an  average,  but 
quantities  of  from  2  to  6  parts  occur  most  frequently.  In  water  from  deep 
wells  the  range  is  from  nil  to  about  3  parts,  and  occasionally  more,  the 
average  being  about  0*5  part.  In  spring  water  the  range  is  about  the  same 
as  in  deep  well  water,  but  the  average  is  somewhat  lower. 

It  sometimes  happens  that,  when  the  supply  of  atmospheric  oxygen  is 
deficient,  the  organic  matter  in  water  is  oxi(Uzed  at  the  expense  of  the 
nitrates  present ;  and  occasionally,  if  the  quantities  happen  to  be  suitably 
proportioned,  they  are  mutually  destroyed,  leaving  no  evidence  of  pollution. 
This  reduction  of  nitrates  often  occurs  in  deep  well  water,  as  for  example, 
in  that  from  wells  in  the  Chalk  beneath  London  Clay,  where  the  nifoates  are 
often  totally  destroyed.  In  sewages,  putrefaction  speedily  sets  in,  and 
during  this  condition  the  nitrates  are  rapidly  destroyed,  and  so  completely 
and  uniformly  that  it  is  probably  needless  to  attempt  their  estimation, 
except  in  sewages  which  are  very  weak,  or  for  otner  special  reasons 
abnormal.  Out  of  a  large  number  of  samples,  only  a  very  few  have  been 
found  which  contained  any  nitrates,  and  those  only  very  small  quantities. 

Nitrites  occurring  in  deep  spring  or  wells  no  doubt  arise  from  the 
deoxidation  of  nitrates  by  ferrous  oxide,  or  certain  forms  of  organic  matter 
of  a  harmless  nature ;  but  whenever  they  occur  in  shallow  wells  or  river 
water,  they  may  be  of  much  greater  significance.  Their  presence  in  such 
cases  is  most  probably  due  to  recent  sewage  contamination,  and  such  waters 
must  be  looked  upon  with  great  suspicion. 

Total  Inorfiranic  Kitrogen. 

When  organic  matter  is  oxidized  it  is  ultimately  resolved  into  inorganic 
substances.  Its  carbon  appears  as  carbonic  acid,  its  hydrogen  as  water,  and 
its  nitrogen  as  ammonia,  nitrous  acid,  or  nitric  acid ;  the  last  two  combining 
with  the  bases  always  present  in  water  to  form  nitrites  and  nitrates.  The 
carbon  and  hydrogen  are  thus  clearly  beyond  the  reach  of  the  analyst ;  but 
the  nitrogen  compounds,  as  has  been  shown,  can  be  accurately  determined, 
and  furnish  us  with  a  means  of  estimating  the  amount  of  oi^ganic  matter 
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which  was  formerly  present  in  the  water,  hut  which  has  already  undergone 
decomposition. 

The  sum  of  the  amounts  of  nitrogen  found  in  these  three  forms  con- 
stitutes then  a  distinct  and  valuahle  term  in  the  analysis,  the  organic 
nitrogen  relating  to  the  present,  and  the  total  inorganic  nitrogen  to  the 
paet  condition  of  the  water.  Since  ammonia,  nitrites,  and  nitrates  are  quite 
innocuous,  the  total  inorganic  nitrogen  does  not  indicate  actual  evil  like 
the  organic  nitrogen,  but  potential  evil,  as  it  is  evident  that  the  innocuous 
character  of  a  water  which  contains  much  nitrogen  in  these  forms  depends 
wholly  on  the  permanence  of  the  conditions  of  temperature,  aeration, 
filtration  through  soil,  etc.,  which  have  broken  up  the  original  organic 
matter;  if  these  should  at  any  time  fail,  the  past  contamination  would 
become  present,  the  nitrogen  appearing  in  the  organic  form,  the  water  being 
loModed  in  all  likelihood  with  putrescent  and  contagious  matter. 

In  upland  surface  waters  which  have  not  been  contaminated  to  any 
extent  by  animal  pollution  the  total  inorganic  nitrogen  rarely  exceeds  0*08 
part.  In  water  from  cultivated  districts  the  amount  is  greater,  ranging  as 
high  as  1  part,  the  average  of  a  large  number  of  samples  being  about  0'22  part. 
It  is  useless  to  attempt  an^  generalization  for  shallow  weUs,  as  the  pro- 
portion depends  upon  local  circumstances.  The  amount  is  usually  large  and 
may  reach,  as  seen  in  Example  XIII.,  the  enormous  quantity  of  twenty-five 
parts  per  IOO,OCX).  Waters  containing  from  one  to  five  parts  are  very  commonly 
met  with.  In  water  from  deep  welb  and  springs,  quantities  ranging  up  to 
3*5  parts  have  been  observed,  the  average  on  a  large  series  of  analyses  being 
0*5  part  for  deep  wells  and  about  0*4  part  for  springs.  It  must  be  re- 
membered that  the  conditions  attending  deep  wells  and  springs  are 
renuurkably  permanent,  and  the  amount  of  filtration  which  the  water  under- 

Ses  before  reaching  the  well  itself,  or  issuing  from  the  spring  is  enormous, 
eteorolo^cal  changes  here  have  either  no  effect,  or  one  so  small  and  slow 
as  not  to  interfere  with  any  purifying  actions  which  may  be  taking  place. 
All  other  sources  of  water,  and  especially  shallow  wells,  are  on  the  other 
hand  subject  to  considerable  changes.  A  sudden  storm  after  drought  will 
wash  large  quantities  of  polluting  matter  into  the  water-course ;  or  dissolve 
the  filth  which  has  been  concentrating  in  the  pores  of  the  soil  during  the 
drv  season,  and  carry  it  into  the  well.  Small  indications  therefore  of  a 
polluted  origin  are  very  serious  in  surface  waters  and  shallow  well  waters, 
but  are  of  less  moment  in  water  from  deep  wells  and  springs ;  the  present 
character  of  these  being  of  chief  importance,  since  whatever  degree  of 
purification  may  be  observed,  may  usually  be  trusted  as  permanent.  The 
term  "total  inorganic  nitrogen"  has  b^n  chosen,  chiefly  because  it  is 
based  on  actual  resulte  of  analysis  without  the  introduction  of  any  theory 
whatever.  It  will  be  seen  that  it  corresponds  very  nearly  with  the  term 
"  previous  sewage  or  animal  contamination,"  which  was  introduced  by  Dr. 
Frankland,  and  which  was  employed  in  the  second  edition  of  this  work. 
Perhaps  few  terms  have  been  more  wonderfully  misunderstood  and  mis- 
represented thui  that  phrase,  and  it  is  hoped  that  the  new  term  will  be  less 
liable  to  misconception.  It  will  be  remembered  that  the  "  previous  sewage 
contamination  "  of  a  water  was  calculated  by  multiplying  the  sum  of  the 
quantities  of  nitrogen  present  as  ammonia,  nitrates,  and  nitrites,  by  10,000,  and 
deducting  320  from  the  product,  the  number  thus  obtained  representing  the 
previous  animal  contamination  of  the  water  in  terms  of  average  filtered 
London  sewage.  It  was  purely  conventional,  for  the  proportion  of  organic 
nitrogen  present  in  such  sewage  was  assumed  to  be  10  parts  per  100,000, 
whereas  in  the  year  1857  it  was  actually  8*4  parts,  and  in  1869  only  7  parts. 
The  deduction  of  320  was  made  to  correct  for  the  average  amount  of 
inorganic  nitrogen  in  rain  water,  and  this  is  omitted  in  calculating  "  total 
inorganic  nitrogen "  for  the  following  reasons : — ^The  quantity  is  small, 
and  the  variations  in  composition  of  rain  water  at  different  times  and  under 
different  circumstences  very  considerable,  and  it  appears  to  obscure  the 
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significance  of  the  results  of  analysis  of  very  pure  waters  to  deduct  from 
all  the  same  fixed  amount.  As,  too,  the  average  amount  of  total  inorganic 
nitrogen  in  unpolluted  surface  waters  is  only  0*011  port  (XXVUI.),  it 
cannot  be  desirable  to  apply  a  correction  amounting  to  nearly  three  times 
that  average,  and  so  place  a  water  which  contains  0*082  part  of  total 
inorganic  nitrogen  on  the  same  lev^  as  one  which  contains  no  trace  of  any 
previous  pollution. 

Chlorine. 

This  is  usually  present  as  sodic  chloride,  but  occasionally,  as  has  been 
mentioned  before,  it  is  most  likely  as  a  calcic  salt  It  is  derived,  in  some 
cases,  from  the  soil,  but  more  usually  from  animal  excreta  (human  urine 
contains  about  600  parts  per  100,000),  and  is  therefore  of  considerable 
importance  in  forming  a  judgment  as  to  the  character  of  a  water.  Un- 
polluted river  and  spring  waters  usually  contain  less  than  one  part ;  average 
town  sewage  about  eleven  parts.  Shallow  well  water  may  contain  any 
quantity  from  a  mere  trace  up  to  fifty  parts  or  even  more.  Its  amount  is 
scarcely  affected  by  any  degree  of  filtration  throuf^h  soil ;  thus,  the  effluent 
water  from  land  irrigated  with  sewage  contains  the  same  proportion  of 
chlorine  as  the  sewage,  unless  it  has  heen  diluted  by  subsoil  water  or  con- 
centrated by  evaporation.  Of  course,  attention  should  be  given  to  the 
geological  nature  of  the  district  from  which  the  water  comes,  the  distance 
from  the  sea  or  other  source  of  chlorine,  etc.,  in  order  to  decide  on  the 
origin  of  the  chlorine.  Under  ordinary  circumstances,  a  water  containing 
more  than  three  or  four  parts  of  chlorine  should  be  regarded  with  suspicion. 

Hafdness. 

This  is  chiefly  of  importance  as  regards  the  use  of  the  water  for  cleansing 
and  manufacturing  purposes,  and  for  steam  boilers.  It  is  still  a  moot  point 
as  to  whether  hard  or  soft  water  is  better  as  an  article  of  food.  The 
.temporary  hardness  is  often  said  to  be  that  due  to  carbonates  held  in  solution 
by  carbonic  acid,  but  this  is  not  quite  correct;  for  even  after  prolonged 
boiling,  water  will  still  retain  about  three  parts  of  carbonate  in  solution, 
and  therefore  when  the  total  hardness  exceeds  three  parts,  that  amount 
should  be  deducted  from  the  permanent  hardness  and  added  to  the  temporary, 
in  order  to  get  the  quantity  of  carbonate  in  solution.  But  the  term 
"temporary"  hardness  properly  applies  to  the  amount  of  hardness  which 
may  be  removed  by  boiling,  and  hence,  if  the  total  hardness  be  less  than 
three  parts,  there  is  usually  no  temporary.  As  the  hardness  depends 
chiefly  on  the  nature  of  the  soil  through  and  over  which  the  water  passes, 
the  variations  in  it  are  very  great;  that  from  igneous  strata  has  least 
hardness,  followed  in  approximate  order  by  that  from  Metamorphic, 
Cambrian,  Silurian  and  Devonian  rocks.  Millstone  Grit,  London  Clay, 
Bagshot  Beds,  New  Bed  Sandstone,  Coal  Measures,  Mountain  Limestone, 
Oolite,  Chalk,  Lias,  and  Dolomite,  the  average  in  the  case  of  the  first 
being  2*4  parts,  and  of  the  last  41  parts.  As  animal  excreta  contain  a 
considerable  quantity  of  lime,  highly  polluted  waters  are  usually  extremely 
hard.  Water  from  shallow  wells  contains  varying  proportions  up  to  nearly 
200  parts  of  total  hardness  (XII L).  No  generalization  can  be  made  as  to 
the  proportion  of  permanent  to  temporary  hardness. 

Suspended  Katter. 

This  is  of  a  less  degree  of  importance  than  the  matters  hitherto  considered. 
From  a  sanitary  point  of  view  it  is  of  minor  interest,  because  it  may  be  in 
most  cases  readily  and  completely  removed  by  filtration.  Mineral  suspended 
matter  is,  however,  of  considerable  mechanical  importance  as  regards  the 
formation  of  impediments  in  the  river  bed  by  its  gradual  deposition,  and 
as  regards  the  choking  of  the  sand  filters  in  water-works:  and  organic 
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suspended  matter  is  at  times  positiYely  injurious,  and  always  favours  the 
growth  of  minute  orgamsms. 

From  the  determinations  which  have  been  described,  it  is  believed  that 
a  sound  judgment  as  to  the  character  of  a  watw  may  be  made,  and  the 
analyst  should  hardly  be  content  with  a  less  complete  examination.  If, 
however,  from  lack  of  time  or  other  cause,  so  much  cannot  be  done, 
a  tolerably  safe  opinion  may  be  formed,  omitting  the  determination  of  total 
solid  matter,  and  organic  carbon  and  nitrogen.  But  it  must  not  be  forgotten 
that  by  so  doing  the  inquiry  is  limited  as  regards  organic  impurity,  to  the 
determination  of  that  which  was  formerly  present,  but  has  ahready  been 
converted  into  inorganic  substances.  If  still  less  must  suffice,  the  estimation 
of  nitrogen  as  nilarates  and  nitrites  may  be  omitted,  its  place  being  to 
a  certain  extent  supplied  by  that  of  chlorine,  but  especial  care  must  then  be 
taken  to  ascertain  the  source  of  the  latter  bjr  examination  of  the  district. 
If  it  be  in  any  degree  of  mineral  origin,  no  opinion  can  be  formed  from  it 
as  to  the  likeUhood  of  organic  pollution.  At  best,  so  slight  an  examination 
must  be  of  but  little  value,  and  considering  the  rapidity  with  which  the 
nitrogen  as  nitrates  can  be  determined  by  the  indigo  process,  the  saving  of 
time  would  be  very  small. 

General  Considerations. 

In  judging  of  the  character  of  a  sample  of  water,  duo  attention  must  of 
course  be  paid  to  the  purpose  for  which  it  is  proposed  to  be  used.  The 
analyst  frequently  has  only  to  decide  broadly  whether  the  water  is  good  or 
bad ;  as,  for  example,  in  cases  of  the  domestic  supply  to  isolated  houses  or  of 
existing  town  supplies.  Water  which  would  be  fairly  well  suited  for  the 
former  might  be  very  objectionable  for  the  latter,  where  it  would  be 
required  to  a  certain  extent  for  manufacturing  purposes.  Water  which 
would  be  dangerous  for  drinking  or  cooking  may  be  used  for  certain  kinds 
of  cleansing  operations ;  but  it  must  not  be  forgotten,  that  unless  great  care 
and  watchfulness  are  exercised  there  is  considerable  dtvnger  of  this  restriction 
being  neglected,  and  especially  if  the  objectionable  water  is  nearer  at  hand 
than  the  purer  supply.  There  would  for  this  reason,  probably,  be  some 
danger  attending  a  double  supply  on  a  large  scale  in  a  town,  even  if  the 
cost  of  a  double  service  of  mains,  etc.,  were  not  prohibitive. 

It  is  often  required  to  decide  between  several  proposed  sources  of  supply, 
and  here  great  care  is  necessaiy,  especially  if  the  differences  between  the 
samples  are  not  great.  If  possible,  samples  should  be  examined  at  various 
seasons  of  the  year;  and  care  should  be  taken  that  the  samples  of  the  several 
waters  are  collected  as  nearly  as  possible  simultaneously  and  in  a  normal 
condition.  The  general  character  of  a  water  is  most  satisfactorily  shown  by 
the  average  of  a  systematic  series  of  analyses;  and  for  this  reason  the  average 
analysis  of  the  water  supplies  of  London,  taken  from  the  Be^orts  of  Dr. 
Prankland  to  the  Registrar  Greneral,  of  Glasgow  by  Dr.  Mills,  and  of 
Birmingham  by  Dr.  Hill,  are  included  in  the  l^ble.  River  waters  should, 
as  a  rule,  not  be  examined  immediately  after  a  heavy  rain  when  they  are  in 
flood.  A  sudden  rainfall  after  a  dry  season  will  often  foul  a  river  more 
than  a  much  heavier  and  more  prolonged  downfall  after  average  weather. 
Similarly  the  sewage  discharged  from  a  town  at  the  beginning  of  a  heavy 
rainstorm  is  usually  extremely  foul,  the  solid  matter  which  has  been 
accumulating  on  the  sides  of  the  sewers,  and  in  comers  and  recesses,  being 
rapidly  washed  out  by  the  increased  stream. 

The  possibility  of  improvement  in  quality  must  also  be  considered.  A 
turbid  water  may  generally  be  rendered  clear  by  filtration,  and  this  will 
often  also  effect  some  slight  reduction  in  the  quantity  of  organic  matter ; 
but  wMle  somewhat  rapid  filtration  through  sand  or  similar  material  will 
usually  remove  all  solid  suspended  matter,  it  is  generally  necessary  to  pass 
the  water  very  slowly  through  a  more  efficient  material  to  destroy  any  large 
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proportion  of  the  organic  matter  in  solution.  Very  fine  sand,  animal 
charcoal,  and  spongy  iron  are  all  in  use  for  this  purpose.  The  quantity  of 
available  oxygen  must  not  be  neglected  in  considering  the  question  of 
filtration.  If  the  water  contains  only  a  small  quantity  of  organic  matter 
and  is  well  aerated,  the  quantity  of  oxygen  in  solution  may  be  sufficient, 
and  the  filtration  may  tlien  be  continuous;  but  in  many  instances  this 
is  not  the  case,  and  it  is  then  necessary  that  the  filtration  should  be 
intermittent,  the  water  being  allowed  at  intervals  to  drain  off  from  the 
filtering  material  in  order  that  the  latter  may  be  well  aSrated,  after  which  it 
is  again  fit  for  work. 

Softening  water  by  Clark's  process  generally  removes  a  large  quantity 
of  organic  matter  (see  Table  8,  XVI.)  from  solution,  it  being  carried  down 
with  the  calcic  carbonate  precipitate. 

It  is  evident  that  no  very  definite  distinction  can  be  drawn  between  deep 
and  shallow  wells.  In  the  foregoing  pages,  deep  wells  generally  mean  such 
as  are  more  than  100  feet  deep,  but  there  are  many  considerations  which 
qualify  this  definition.  A  deep  well  may  be  considered  essentially  as  one 
the  water  in  which  has  filtered  through  a  considerable  thickness  of  porous 
material,  and  whether  the  shaft  of  such  a  well  is  deep  or  shallow  will  depend, 
on  circumstances.  If  the  shaft  passes  through  a  bed  of  clay  or  other 
impervious  stratum,  and  the  surface  water  above  that  is  rigidly  excluded,  the 
well  should  be  classed  as  "deep,"  even  if  the  shaft  is  only  a  very  few  feet  in 
depth,  because  the  water  in  it  must  have  passed  for  a  considerable  distance 
below  the  clay.  On  the  other  hand,  however  deep  the  shaft  of  a  well,  it 
must  be  considered  as  "shallow"  if  water  can  enter  the  shaft  near  the 
^urface,  or  if  large  cracks  or  fissures  give  free  passage  for  surface  water 
tllCp^igli  the  rock  in  which  the  well  is  sunk.  With  these  princinles  in  view, 
the  T^tei*  from  wells  may  often  be  improved.  Every  care  should  be  taken 
to  exct^®  surface  water  from  deep  wells;  that  is  to  say,  all  water  from 
strata  wit^^ii^  about  100  feet  from  the  surface  or  above  the  first  impervious 
bed.  In  veI7  ^^V  ^^^^  which  pass  through  several  such  beds,  it  is  aesirable 
to  examine  HA  ^f^ter  from  each  group  of  pervious  strata,  as  this  often  varies 
in  quality,  and  if  the  supply  is  sufficient,  exclude  all  but  the  best. 

In  shaUow  wells  much  may  occasionally  be  accomplished  in  a  similar 
manner  by  making  ^^^  upper  part  of  the  shaft  water-tight.  It  is  also 
desirable  that  the  suT^^®  for  some  distance  round  the  well  should  be  puddled 
with  clay,  concreted,  or  otherwise  rendered  impervious,  so  as  to  increase  the 
thickness'of  the  soil' TKrougTr  which  &e  water  has  to  pass.  Drains  passing 
near  the  well  should  be,  if  possible,  diverted ;  and  of  course  cesspools  should 
be  either  abolished,  or,  if  that  is  imprafttiiicable,  removed  to  as  great 
a  distance  from  the  well  as  is  possible,  and  i;i  addition  made  perfectly 
water-tight.  Changes  such  as  these  tend  to  diminhh  the  uncertainty  of  the 
conditions  attending  a  shallow  well,  but  in  most  cases  such  a  source  of 
supply  should,  if  possible,  be  abandoned  as  dangerous  at  best. 

Clark's  Process  for  Softening  Hard  ^ater. 

The  patent  right  of  this  process  having  expired,  the  public  are  free  to  use  it. 

This  method  of  softening  consists  in  adding  lime  to  the  h»d  water.  It  is 
only  applicable  to  water  which  owes  its  hardness  entirely,  or  tJhiefly,  to  the 
calcic  and  magnesic  carbonates  held  in  solution  by  carbonic  acii  (temporary 
hardneu).  Water  which  owes  its  hardness  to  calcic  or  magnet  sulphate 
{permanent  hardneed)  cannot  be  thus  softened ;  but  any  water  whi^  softens 
on  boiling  for  half  an  hour  will  be  softened  to  an  equal  extent  by  Clark's 
process.  The  hard  water  derived  from  chalk,  limestone,  or  oolite  distri^&i.is 
generally  well  adapted  for  this  operation. 

To  soften  700  gallons  of  water,  about  one  ounce  of  quicklime  is  required 
for  each  part  of  temporary  hardness  in  100,000  parts  of  water.  The  quantity 
of  quicklime  required  is  thoroughly  slaked  in  a  pailful  of  water.    Stir  up 


Digitized  by  VjOOQIC 


i 


§   90.  NATURAL  WATERS  AND   SEWAGE.  429 

the  milk  of  lime  thus  obtained,  and  pour  it  immediately  into  the  cistern 
containing  at  least  50  gallons  of  the  water  to  be  softened,  taking  care  to 
leave  in  the  pail  any  heavy  sediment  that  may  have  settled  to  the  bottom  in 
the  few  seconds  that  intervened  between  the  stirring  and  pouring.  Fill  the 
pail  again  with  water,  and  stir  and  pour  as  before.  The  remainder  of  the 
700  gallons  of  water  must  then  be  added,  or  allowed  to  run  into  the  cistern 
firom  the  supply  pipe.  If  the  rush  of  the  water  does  not  thoroughly  mix 
the  contents  of  the  cistern,  this  must  be  accomplished  by  stirring  with 
a  suitable  wooden  paddle.  The  water  will  now  appear  very  milky,  owing  to 
the  precipitation  of  the  chalk  which  it  previously  contained  in  solution 
together  with  an  equal  quantity  of  chalk  which  is  formed  from  the  quick- 
lime added. 

After  standing  for  three  hours  the, water  iitill  be  sufficiently  clear  to  use 
for  washing;  but  to  render  it  clear  enough  for  drinking,  at  least  twelve 
hours'  settlement  is  required.  This  process  not  only  softens  water,  but  it 
removes  to  a  great  extent  objectionable  organic  matter  present. 

The  proportion  of  lime  to  water  may  be  more  accurately  adjusted  during 
the  running  in  of  the  hard  water,  by  taking  a  little  ^'ater  from  the  cistern 
at  intervals  in  a  small  white  cup,  and  adding  to  it  a  drop  or  two  of  solution 
of  nitrate  of  silver,  which  will  produce  a  yellow  or  brownish  colouration  as 
long  as  there  is  lime  present  in  excess.  As  soon  as  this  becomes  very  faint, 
and  just  about  to  disappear,  the  flow  of  water  must  be  stopped.  The 
carbonate  may  be  removed  by  filtration  in  a  very  short  time  after  the  addition 
of  lime,  and  on  the  large  scale  this  may  be  done  with  great  rapidity  by 
means  of  a  filter  press,  as  in  Porter's  process.  This  hitter  method  of 
rapidly  softening  and  purifying  water  is  the  invention  of  J.  Henderson 
Porter,  C.E.,  Queen  Victoria  Street,  London,  whose  apparatus  is  largely 
in  use  for  public  water  supplies,  and  for  softening  waters  used  in 
manufacturing  processes,  and  the  prevention  of  boiler  incrustations,  etc. 
The  chief  objections  to  the  original  Clark  process  are,  the  large  space  required 
for  mixing  and  settling  taijiks,  and  the  time  required  for  subsidence  of  the 
precipitate.  On  the  contrary,  in  Porter's  process,  the  space  occupied  is 
small,  and  the  clarification  immediate.  The  results  are  acUnirable,  and  are 
achieved  at  a  very  moderate  cost. 

Another  apparatus  devised  by  M.M.  Gaillet  and  Huet,  of  Lille,  consists 
of  a  lofty  tank  containing  a  series  of  sloping  troughs.  The  water  after 
mixing  with  the  due  proportion  of  lime  water  passes  slowly  down?rards 
through  the  tank  and  deposits  all  the  carbonate  precipitate  in  the  troughs, 
from  which  it  can  be  run  ofiF  as  mud.  The  process  is  thus  continuous  and 
very  convenient  in  dealing  with  large  volumes  of  water. 


METHODS  OF  ESTIMATING  THE  OBGANIC  IMPTTBITIES  IN 
WATEB  WITHOUT   GAS  APPARATUS. 

§  90.  The  foregoing  methods  of  estimating  the  organic 
impurities  in  potable  waters,  though  very  comprehensive  and 
trustworthy,  yet  possess  the  disadvantage  of  occupying  a  good  deal 
of  time,  and  necessitate  the  use  of  a  complicated  and  expensive  set 
of  apparatus,  which  may  not  always  be  within  the  reach  of  the 
operator. 

No  information  of  a  strictly  reliable  character  as  to  the  nature  of  the 
organic  matter  or  its  quantity  can  be  gained  from  the  use  of  standard 
permanganate  solution  as  originally  devised  by  Forsc hammer, 
and  the  same  remark  applies  to  the  loss  on  ignition  of  the  residue, 
both  of  which  have  been  in  past  time  largely  used. 
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The  Forschamnier  or  oxygen  process,  however,  as  improved  by 
Letheby,  and  further  elaborated  by  Tidy,  may  be  considered  as 
worthy  of  considerable  confidence  in  detennining  the  amount  of 
organic  substances  contained  in  a  water. 


The  Ozyffen  FrooeMu 

This  process  depends  upon  the  estimation  of  the  amount  of 
oxygen  required  to  oxidize  the  organic  and  other  oxidizable  matters 
in  a  known  volume  of  water,  slightly  acidified  with  pure  sulphuric 
acid.  For  this  purpose,  a  standard  solution  of  potassic  permanganate 
is  employed  in  excess.  The  amount  of  unchanged  permanganate, 
after  a  given  time,  is  ascertained  by  means  of  a  solution  of  sodic 
hyposulphite,  by  the  help  of  the  iodine  and  starch  reaction. 

Tidy  and  Frankland  in  all  cases  make  a  blank  experiment 
with  pure  distilled  water,  side  by  side  with  tlie  sample. 

As  regards  the  time  during  which  the  sample  of  water  should  be 
exposed  to  the  action  of  the  permanganate,  authorities  somewhat 
differ.  It  is  manifest  that,  if  the  water  contains  certain  reducing 
agents  such  as  nitrites,  ferrous  salts,  or  sulphuretted  hydrogen,  an 
immediate  reduction  of  the  reagent  will  occur,  and  Tidy  is 
disposed  to  register  the  reduction  which  occurs  in  three  minutes,  in 
the  known  absence  of  iron  and  sulphuretted  hydrogen,  as  due  to 
nitrites.  The  same  authority  adopts  the  plan  of  making  two 
observations,  one  at  the  end  of  one  hour  and  another  at  the  end  of 
three  hours,  at  the  ordinary  temperature  of  the  laboratory  (say  60* 
Fahr.  or  16'  C). 

Frankland  admits  this  process  to  be  the  best  volmnetric  method 
in  existence  for  the  estimation  of  organic  matters,  but  is  content  with 
one  experiment  lasting  three  hours  (also  at  ordinary  temperature). 

The  "Water  Committee  of  the  Society  of  Public  Analysts  of 
Great  Britain  and  Ireland  have  adopted  the  periods  of  fifteen 
minutes  and  four  hours  for  the  duration  of  the  experiment,  at  the 
fixed  temperature  of  80'  Falir.  or  2V  C* 

*Dnpr^  in  farther  comment  on  the  temperature  at  which  it  is  adrisable  tocsny 
out  this  method  (itnalytt,  z.  118),  and  also  as  to  the  reactions  inyolved,  points  out  one 
feature  which  has  in  all  probability  impressed  itself  upon  other  operators,  that  is  to 
saj,  the  elfect  of  chlorides  when  present  in  any  quantity.  It  is  evident  that  if  in  this 
case  the  permanganate  is  used  at  a  high  temperature  and  in  open  vessels,  chlorine  will 
be  liberated ;  part  escaping  into  the  air,  ana  the  rest  nullifying  the  reducing  eifeet  of 
any  organic  matter  present  on  the  permanganate.  If,  however,  the  experiment  be 
conducted  at  hiffh  temperature  in  a  closed  vessel,  the  probable  error  is  eliminated, 
because  the  chlorine  is  retained,  and  subsequently,  when  cool  and  the  potassic  iodide 
added,  the  free  CI  liberates  exactly  the  same  amount  of  iodine  as  would  have  been  set 
free  by  the  permanganate  from  which  it  was  produced.  It  thus  becomes  possible  to 
estimate  the  amount  of  oxidizable  organic  matter,  even  in  sea  water.  In  order,  how. 
ever,  to  reduce  the  probable  error  from  the  presence  of  chlorides,  Dujpr^  prefers  to 
carry  on  the  experiment  at  a  veiy  low  temperature,  in  fact,  as  near  (PC.  or  32^  F.  as 
possible,  and  uses  phosphoric  acid  in  place  of  sulphuric  (250  gm.  glacial  acid  to  the 
liter ;  10  c.c.  of  which  is  used  for  each  quarter  or  half  liter  of  water!  The  sample  is 
cooled,  the  reagent  added  in  a  stoppered  bottle,  and  kept  in  an  ordmary  refrigemtor 
for  twenty.fonr  hours.  The  same  operator  very  righUv  condemns  the  practice  adopted 
by  some  chemists,  especially  those  of  Germany,  of  boiling  a  water  witK  permanganate 
and  sulphuric  acid.  The  presence  of  chlorides  in  varying  proportions  must  in  such 
case  totaUy  vitiate  the  results. 
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Duprd  has  carried  out  experiments  {Analyst,  vii.  1),  the 
results  of  which  are  in  favour  of  the  modifications  adopted  by  the 
Committee.     The  chief  conclusions  arrived  at  are — 

(1)  That,  practically,  no  decomposition  of  permanganate  takes 
place  during  four  hours  when  digested  in  a  closed  vessel  at  80" 
with  perfectly  pure  water  and  the  usual  proportion  of  pure 
sulphuric  acid. 

By  adopting  the  closed  vessel,  all  dust  or  reducing  atmospheric 
influence  is  avoided. 

(2)  The  standardizing  of  the  hyposulphite  and  permanganate, 
originally  and  from  time  to  time,  must  be  made  in  a  closed  vessel 
in  the  same  manner  as  tlie  analysis  of  a  water,  since  it  has  been 
foimd  that  when  the  titration  is  made  slowly  in  an  open  beaker 
less  hyposulphite  is  required  than  in  a  stoppered  bottle.  This  is 
probably  due  to  a  trifling  loss  of  iodine  by  evaporation. 

(3)  That  with  very  pure  waters  no  practical  difference  is 
produced  by  a  rise  or  fall  of  temperature,  the  same  results  being 
obtained  at  32"  F.  as  at  80"  F.  On  the  other  hand,  with  polluted 
waters,  the  greater  the  organic  pollution,  the  greater  the  difference 
in  the  amount  of  oxygen  absorbed  according  to  temperature. 

(4)  As  to  time,  it  appears  that  very  little  difference  occurs  in 
good  waters  between  three  and  four  hours'  digestion  ;  but  with  bad 
waters  there  is  often  a  very  considerable  increase  in  the  extra  hour ; 
and  thus  Dupre  doubts  whether  even  four  hours'  digestion  suffices 
for  very  impure  waters. 

The  necessary  standard  solutions  for  working  the  process  will  be 
described  further  on. 

Oomparison  of  the  Besults  of  this  Process  with  the  CombustioiL 
Method. — I  cannot  do  better  than  quote  Dr.  Frankland's  remarks 
on  this  subject,  as  contained  in  his  treatise  on  Water  Analysis : — 

'*  The  objections  to  the  oxygen  process  are,  first,  that  its  indications  ore 
only  comparative,  and  not  absolute ;  and,  second,  that  its  comparisons  are 
only  true  when  the  organic  matter  compared  is  substantially  identical  in 
composition. 

"  For  many  years,  indeed,  after  this  process  was  first  introduced,  the  action 
of  the  permanganate  of  potash  was  tacitly  assumed  to  extend  to  the  complete 
oxidation  of  the  organic  matter  in  the  water,  and,  therefore,  the  result  of  the 
experiment  was  generally  stated  as  'the  amount  of  oxyfi^en  required  to 
oxidize  the  organic  matter ; '  whilst  some  chemists  even  employed  the  number 
so  obtained  to  calculate  the  actual  weight  of  organic  matter  in  the  water  on 
the  assumption  that  equal  weights  of  all  kinds  of  organic  matter  required 
the  same  weight  of  oxygen  for  their  complete  oxidation. 

"Both  these  assumptions  have  been  conclusively  proved  to  be  entirely 
fallacious,  for  it  has  been  experimentally  demonstrated  by  operating  upon 
known  quantites  of  organic  substances  dissolved  in  water,  that  there  is  no 
relation  either  between  the  absolute  or  relative  weight  of  different  organic 
matters  and  the  oxygen  which  such  matters  abstract  from  permanganate  of 
potash. 
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^'Nevertheless,  in  the  periodical  examination  of  waters  from  the  same 
source,  I  have  noticed  a  remarkable  parallelism  between  the  proportions  of 
organic  carbon  and  of  oxygen  abstracted  from  permanganate  of  potash. 
Thus,  for  many  years  past,  I  have  seen  in  the  monthly  examination  of  the 
waters  of  the  Thames  and  Lea  supplied  to  London  such  a  parallelism  between 
the  numbers  given  by  Dr.  Tidy,  expressing*  oxygen  consumed,'  and  thoeo 
obtained  by  myself  in  the  determination  of  '  organic  carbon.' 

"  This  remarkable  agreement  of  the  two  processes,  extending  as  it  did  to 
1,418  out  of  1,686  samples,  encouraged  me  to  hope  that  a  constant  multiplier 
might  be  found,  by  which  the  'oxygen  consumed'  of  the  Porschammer 
process  could  be  translated  into  the  'organic  carbon'  of  the  combustion 
method  of  analysis.  To  test  the  possibility  of  such  a  conversion,  my  pupil, 
Mr.  Woodland  Toms  made,  at  my  suggestion,  the  comparative  experi- 
ments recorded  in  the  following  tables : — 

1.— Bivep  Water. 


SoTiroe  of  Sample. 

Oxygen  x     S      = 
consumed.          0 

OrgBnio 

carbon  by 

combustion. 

Chelsea  Company's  supply 

0098   X   2-6     = 

0-256 

West  Middlesex  Co.*s  „        

0116    X    2-5     = 

0-291 

Lambeth  Co.'s             „        

0119   X   2-43  = 

0-282 

South wark  Co.'s          „        

0121    X   2-22  = 

0-269 

New  River  Co.'s          „        

0076   X   2-4    = 

0-183 

Chelsea  Co.'s  second  sample 

0070   X   2-69  = 

0188 

Lambeth  Co.'s         „            

0119   X   1-99  = 

0-234 

New  Eiver  Co.'s      „            

0107   X   2-25  = 

0*221 

"  As  the  result  of  these  experiments,  the  average  multiplier  is  2*38,  and 
the  maximum  errors  incurred  by  its  use  would  be  —  0*021  part  of  organic 
carbon  in  the  case  of  the  second  sample  of  the  Chelsea  Company's  water, 
and  +0049  part  in  that  of  the  second  sample  of  the  I^mbeth  Company's 
water.  These  errors  would  practically  have  little  or  no  influence  upon  the 
analyst's  opinion  of  the  quality  of  the  water.  It  is  desirable  that  this 
comparison  should  be  extended  to  the  water  of  other  moderately  polluted 
rivers. 

II.— Deep  Well  Water. 


Source  of  Sample. 

Oxygen  x      S      = 

consumed.  ^      0 

Organic 

carbon  by 

combustion. 

Kent  Company's  supply       

Colne  Valley  Co.'s  „            

Hodgson's  13rewer>' well      

0-015     X    5-1  = 
00135   X   6-9  = 
003       X    5-3  = 

0077 
0-094 
0-158 

"  The  relation  between  *  oxygen  consumed '  and  *  organic  carbon '  in  the 
case  of  deep  well  waters  is  thus  very  different  from  that  which  obtains  in  the 
case  of  river  waters,  and  the  average  multiplier  deduced  from  the  foregoing 
examples  is  58,  with  maximum  errors  of +0*01  of  organic  carbon  in  the  case 
of  the  Kent  Company's  water,  and  —  0015  in  that  of  the  Colne  Valley 
water.    Such  slight  errors  are  quite  unimportant. 

"Similar  comparative  experiments  made  with  shallow  well  and  upland 
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surface  waters  showed  amongst  themselves  a  wider  divergence,  but  pointed 
to  an  average  multiplier  of  2*28  for  shallow  well  water,  approximately  the 
same  as  that  found  for  moderately  polluted  river  water,  and  1*8  for  upland 
surface  water. 

"  In  the  interpretation  of  the  results  obtained,  either  bytheForsohammer 
or  combustion  process,  the  adoption  of  a  scale  of  organic  purity  is  often  useful 
to  the  analyst,  although  a  classification  according  to  such  a  scale  may  require 
to  be  modified  by  considerations  derived  from  the  other  analytical  data.  It 
is  indeed  necessary  to  have  a  separate  and  more  liberal  scale  for  upland  surface 
water,  the  organic  matter  of  which  is  usually  of  a  very  innocent  nature,  and 
derived  from  sources  precluding  its  infection  by  zymotic  poisons. 

"  Subject  to  modification  by  the  other  analytical  data,  the  following  scale  of 
claasification  has  been  suggested  by  Dr.  Tidy  and  myself : — 

Section  I.-^tJpland  Surfleuse  Water. 

"  Olasa  I.  Water  of  great  organic  purity ,  absorbing  from  permanganate 
of  potash  not  more  than  0*1  part  of  oxygen  per  100,000  parts  of  water,  or  0*07 
grain  per  gallon. 

"  Cla88  II.  Water  of  medium  purity,  absorbing  from  O'l  to  0'3  part  of 
oxygen  per  100,000  parts  of  water,  or  007  to  0*21  grain  per  gallon. 

"  Class  III.  Water  of  doubtful  purity ,  absorbing  from  03  to  0*4  part  per 
100,000,  or  0*21  to  028  grain  per  gallon. 

**  Class  rv.  Impure  water,  absorbing  more  than  0'4  part  per  100,000,  or 
0*28  grain  per  gallon. 

Section  II.— Water  other  than  Upland  Surfkce. 

*'  Class  I.  Water  of  great  organic  purity,  absorbing  from  permanganate 
of  potash  not  more  than  0*05  part  of  oxygen  per  100,000  parte  of  water,  or 
0*085  grain  per  gallon. 

" Class  H.  Water  of  medium  purity,  absorbing  from  005  to  0*15  part 
of  oxygen  per  100,000,  or  0*035  to  0*1  grain  per  gallon. 

**  Class  III.  Water  of  doultful  purity,  absorbing  from  0*15  to  0*2  part 
of  oxygen  per  100,000,  or  01  to  0*15  grain  per  gallon, 

"  Class  rv.  Impure  water,  absorbing  more  than  0*2  part  of  oxygen 
per  100,000,  or  015  grain  per  gallon." 

The  Albuminoid  Ammonia  Process. 

IV'anklyn,  Chapman,  and  Smith  are  the  authora  of  this  well- 
known  method  of  estimating  the  quantity  of  nitrogenous  organic 
matter  in  water,  which  depends  upon  the  conversion  of  the  nitrogen 
in  such  organic  matter  into  ammonia,  when  distilled  with  an  alkaUne 
solution  of  potassic  pennanganate  (/.  G.  S,  1867,  591). 

The  authors  have  given  the  term  "Albuminoid  ammonia"  to 
the  NH^  produced  from  nitrogenous  matter  by  the  action  of  the 
permanganate,  doubtless  because  the  first  experiments  made  in  the 
process  were  made  with  albuminous  substances;  but  the  authors 
also  proved  that  ammonia  may  be  obtained  in  a  similar  way  from 
a  great  variety  of  nitrogenous  organic  substances,  such  as  bippuric 
acid,  narcotine,  strychnine,  morphine,  creatine,  gelatine,  casein,  etc. 
Unfortunately,  however,   although    the    proportion    of    nitrogen 
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yielded  by  any  one  substance  when  treated  with  boiling  alkaline 
permanganate  appears  to  be  definite,  yet  different  substances  give 
different  proportions  of  their  nitrogen.  Thus  hippuric  acid  and 
narcotine  yield  the  whole,  but  strychnine  and  morphine  only  one- 
half  of  their  known  proportion  of  nitrogen.  Hence  the  value  of  the 
numerical  results  thus  obtained  depends  entirely  on  the  assumption 
that  the  nitrogenous  organic  matter  in  water  is  uniform  in  its 
nature,  and  the  authors  say  that  in  a  river  polluted  mainly  by 
sewage  *Hhe  disintegrating  animal  refuse  would  be  pretty  fairly 
measured  by  ten  times  the  albuminoid  ammonia  which  it  yields." 

It  is  stated  by  the  authors  that  the  albuminoid  ammonia  from  a 
really  good  drinking  water  should  not  exceed  0*008  part  in  100,000. 
The  average  of  fifteen  samples  of  Thames  water  supplied  to  London 
by  the  various  Water  Companies  in  1867  was  0'()089,  and  in  five 
samples  supplied  by  the  Xew  River  Company  0*0068  part  per 
100,000. 

The  necessary  standard  solutions  and  directions  for  working  the 
process  will  be  described  further  on  (page  437). 

The  KJeld»hl  Kethod  for  OrgMiio  Nltroffon  in  Waters. 

This  method  has  been  used  by  Drown  and  Martin  (C7.  N,  lix. 
272)  with  apparent  success.  Tliese  operators  found  that  the 
presence  of  nitrates  and  nitrites,  as  occurring  in  ordinary  waters, 
did  not  interfere  with  the  accurate  estimation  of  the  organic 
nitrogen,  probably  owing  to  the  state  of  dilution  occurring  in 
waters.  The  accuracy  of  the  method  was  tested  by  known 
weights  of  ammonia,  urea,  uric  acid  and  napthylamine,  but  no 
comparison  of  the  results  with  waters  was  made  side  by  side  with 
the  combustion  method. 

The  Analysis :  600  c.c.  of  the  water  is  poured  into  a  round-bottom  flask 
of  about  900  c.c.  capacity,  and  boiled  until  200  c.c.  have  been  distilled  off. 
The  free  ammonia  which  is  thus  expelled  may,  if  desired,  be  determined  by 
connecting  the  flask  with  a  condenser.  To  the  remaining  water  in  the  flask 
is  added,  after  cooling,  10  c.c.  of  pure  concentrated  solphuric  acid.  After 
shaking,  the  flask  is  placed  in  an  inclined  position  on  wire  gamse,  on  a  ring- 
stand,  or  other  convenient  support,  and  boiled  cautiously,  in  a  good-drawing- 
hood,  until  all  the  water  is  dnven  off  and  the  concentrated  sulphuric  acid  is 
white  or  a  very  pale  yellow.  The  flask  is  then  removed  from  the  flame,  and 
a  very  little  powdered  permanganate  added  until,  on  shaking,  the  liquid 
acquires  a  green  colour,  showing  that  an  excess  of  the  permanganate  has  been 
added.  Should  the  colour  be  purple  instead  of  green,  it  shows  that  the  water 
has  not  all  been  driven  off.  After  cooling,  200  c.c.  of  water  free  from 
ammonia  are  added,  the  neck  of  the  flask  being  washed  free  from  acid,  and 
then  100  c.o.  of  sodio  hydrate  *  solution.  The  flask  is  immediately  connected 
with  the  condenser,  and  then  shaken  to  mix  the  oontonts. 

*  The  Mdic  hydrato  aolatlon  is  made  by  dlnolving  200  gm.  of  oommercdal  oaostie 
**'       of  distilled  water,  adding  3  gm,  ot      ' 


•oda  of  good  qualitr  in  1*25  liters  _     . 

mangaaate,  and  boilmg  down  to  somewhat  lees  than  a  liter.    When  oold,  the  soli 

ii  made  up  to  a  liter.    The  addition  of  the  permanganate  is  to  oxidize  any  oxsanie 

matter  which  may  be  pretent  in  the  caustic  aooa. 


Digitized  by  VjOOQIC 


§   91.  NATURAL  WATERS  A*ND  SEWAGE.  435 

The  distillatioii  at  the  start  is  oonduoted  lather  slowly,  and  the  first  50  c.c. 
are  condensed  in  Y^ry  dilute  hydrochloric  acid.  The  contents  of  the  flask 
may  then  he  hoiled  more  rapi^y  until  150  c.c.  to  175  c.c.  have  altogether 
been  collected.  The  total  distillate  is  made  up  to  250  c.c.  with  water  free 
from  ammonia,  well  mixed,  and  50  c.c.  taken  for  Nesslerixation.  No  serious 
difficulty  has  been  encountered  from  bumping  when  boiling  the  alkaline 
solution.  The  use  of  metallic  zinc  in  the  flask  to  facilitate  the  boiling  is,  of 
course,  inadmissible,  on  account  of  the  reduction  of  nitrates  and  nitrites, 
should  they  be  present,  to  ammonia. 

Before  beginning  a  determination  the  water  in  the  flask  is  boiled  until  the 
distillate  shows,  on  Nesslerisation,  that  the  apparatus  is  completely  free  from 
ammonia.  Into  the  flask  which  receives  the  distillate  there  is  put  1  c.c.  of 
the  dilute  hydrochloric  acid  and  50  c.c.  of  water.  The  delivery  tube  dips 
into  this  liquid  onlv  during  the  collection  of  the  first  50  c.c.  of  the  distillate. 
The  flask  is  then  lowered  so  that  the  tube  remains  above  the  liquid  for  the 
remaining  time  of  the  distillation.  ' 

In  carrying  out  the  operation,  the  most  scrupulous  care  must  be  observed 
in  preventing  access  of  ammonia  from  any  source.  The  acid  solutions  will 
absorb  ammonia  from  the  air  of  the  laboratory  or  from  the  dust  of  the  room 
if  they  are  allowed  to  remain  uncovered  for  any  length  of  time.  This  source 
of  error  has  been  found  at  times  to  be  very  large ;  ^uito  enough  to  render  a 
determination  valueless.  One  experiment  gave  a  gam  of  ammonia  in  twen^ 
hours,  by  leaving  the  flask  which  contained  the  concentrated  sulnhuric  acid 
uncovered,  equivalent  to  0'5  c.c.  of  the  standard  ammonio  chloride  solution, 
and  at  another  time  the  gain  was  8  c.c. 

The  operation  should  therefore  be  carried  out  without  interruption,  and  for 
every  determination,  or  set  of  determinations,  a  blank  analysis  with  ammonia- 
free  water  should  be  made  for  a  correction  for  the  ammonia  in  the  reagente 
and  that  accidentally  intiroduoed  in  the  process. 

Other  methods  of  estimating  the  organic  constituente  in  Drinking 
Waters  are  the  processes  of  Dittmar  and  Robinson,  and  of 
Dupr6  and  Hake ;  but  as  the  results  are  mainly  obtained  by  the 
balance,  and  not  by  volumetric  means,  the  reader  is  referred  to  the 
original  papers  contributed  to  the  JovmaH  of  tJie  CJiejnical  Society, 


PBBPASATION    07   THE   BEAGENTS   FOB   THE    SANITABT 
AKALTSIS    OF    WATEBS   WITHOUT    QAS    APPABATTJS. 

§  91.  The  Water  Committee  of  the  Society  of  Public  Analysts 
of  .Great  Britain  and  Ireland  have  drawn  up  some  very  concise 
directions  for  the  practice  of  water  analysis  for  sanitary  purposes, 
based  upon  well-known  processes,  the  essential  parte  of  which 
are  given  below.  There  are  some  slight  modifications,  such  as  the 
use  of  the  deccm  or  10-grain  measure  instead  of  the  grain,  etc. 
The  insertion  here  of  these  directions  in  full,  or  nearly  so,  necessarily 
repeate  some  processes  whicb  have  been  already  described  in  §§  87 
and  88,  but  it  avoids  cross-references  and  at  the  same  time  gives 
some  slight  practical  modifications  which,  to  some  operators, 
may  seem  desirable.  The  Committee  recommend  the  resulte  to  be 
xecoided  in  grains  per  imperial  gallon;  but  whatever  system  of 
weighte  and  measures  the  individual  analyst  may  use,  a  slight 
calculation  will  enable  him  to  state  the  results  in  any  required  way. 
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Xeavsnts  for  the  Betimatlon  of  Chloriiie. 

Staiulaid  Solution  of  Silver  nitrate. — ^Dissolve  4*7887  parts  of 
pure  recrystallized  silver  nitrate  in  distilled  water,  and  make  the 
solution  up  to  1000  parts.  The  solution  is  to  be  standaidizeil 
against  the  standard  solution  of  sodic  chloride,  and  adjusted  if 
necessar}'.  1  c.c.  =  0*001  gni.  of  cldorine,  or  1  dm.  =001  gm.  of 
chlorine. 

Standard  Solution  of  Sodic  chloride. — Dissolve  1*648  part  of 
pure  dry  sodic  chloride  in  distilled  water,  and  make  the  solution 
up  to  1000  iMirts.  1  cc.  contains  0*001  gm.  chlorine,  or  1  dm.  = 
0*01  gni.  of  chlorine. 

Potassic  monochromate. — 50  parts  of  potassic  monochromate 
are  dissolved  in  1000  parts  of  distilled  water.  A  solution  of 
silver  nitrate  is  added,  until  a  permanent  red  precipitate  is 
produced,  which  is  allowed  to  settle.  This  removes  any  accidental 
chlorine  in  the  salt. 


Xeavsnt  for  the  Estimation  of  Phosphoric  Acid. 

MolyWic  Solution. — One  part  pure  molybdic  acid  is  dissolved 
in  4  parts  of  ammonia,  sp.  gr.  0*960.  This  solution,  after  filtration, 
is  poured  with  constant  stirring  into  15  parts  of  nitric  acid  of  1-20 
sp.  gr.  It  should  Ije  ke{)t  in  the  dark,  and  carefully  decanted 
from  any  precipitate  which  may  form. 


Beaffents  for  the  Estimation  of  Nitrogen  in  Nitrates. 

Concentrated  Sulphuric  acid. — In  order  to  ensure  freedom  from 
oxides  of  nitrogen,  this  should  be  kept  in  a  bottle  containing 
mercury,  and  agitated  from  time  to  time,  which  will  ensure  their 
absence. 

Metallic  Aluminiimi. — As  tliin  foiL 

Solution  of  Sodic  hydrate. — Dissolve  100  parts  of  solid  sodic 
hydrate  in  1000  parts  of  distilled  water.  "When  cold,  introduce 
a  strip  of  about  100  scjuare  cm.,  say  fifteen  square  inches,  of 
aluminium  foil,  previously  heated  just  short  of  redness,  wrapped 
roimd  a  glass  rod.  "NVlien  the  aluminium  is  dissolved,  boil  the 
solution  briskly  in  a  porcelain  basin  imtil  about  one-third  of  its 
volume  has  Ijcen  evajwratcd,  allow  it  to  cool,  and  make  it  up  to  its 
original  volume  with  water  free  from  ammonia.  The  solution  must 
be  tested  by  a  blank  experiment  to  prove  the  absence  of  nitrates. 

Broken  Pumice. — Clean  pumice,  broken  into  pieces  of  the  size 
of  small  jKjiis,  sifted  free  from  dust,  heated  to  redness,  and  kept 
in  a  closely  stopj^ered  bottle. 
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Hydrochloric  acid  free  from  Ammonia. — If  the  ordinary  pure 
acid  is  not  free  from  ammonia,  it  should  be  distilled.  As  only  two 
or  tliree  drops  are  used  in  each  experiment,  it  will  be  sufficient 
if  that  quantity  does  not  contain  an  appreciable  proportion  of 
ammonia. 

Copper  sidphate  Solution. — ^Dissolve  30  parts  of  pure  copper 
sulphate  in  1000  parts  of  distilled  water. 

Metallic  Zinc. — As  thin  foil.  Tliis  should  be  kept  in  a  dry 
atmosphere,  so  as  to  be  preserved  as  far  as  jwssible  from  oxidation. 

Standard  Solution  of  Ammonic  chloride  (see  below). 

!N"cssler*s  Solution  (see  below). 


Beafirents  for  the  Estimation  of  Nitrofiren  as  Ammonia  and 
Albuminoid  Ammonia. 

Concentrated  Standard  Solution  of  Ammonic  chloride. — Dissolve 
3-15  parts  of  pure  ammonic  chloride  in  1000  parts  of  distilled  water 
free  from  ammonia. 

Standard  Solution  of  Ammonic  chloride. — Dilute  the  above 
with  pure  distilled  water  to  100  times  its  bulk.  This  solution  is 
u.sed  for  comparison  in  Nesslerizing,  and  contains  one  part  of 
ammonia  (XH^)  in  100,000,  or  y^  m.gm.  in  each  c.c. 

Xessler  Solution. — ^Dissolve  35  parts  of  potassic  iotlide  in 
100  parts  of  water.  Dissolve  17  parts  of  mercuric  chloride  in 
300  parts  of  water.  The  liquids  may  be  heated  to  aid  solution, 
but  if  so  must  be  cooled.  Add  the  latter  solution  to  the  fonner 
until  a  permanent  precipitate  is  produced.  Then  dilute  with 
a  20  per  cent,  solution  of  sodic  or  potassic  hydrate  to  1000  parts ; 
add  mercuric  chloride  solution  until  a  permanent  precipitate  again 
forms ',  allow  to  stand  till  settled,  and  decant  off  the  clear  solution. 
The  bulk  should  be  kept  in  an  accurately  stoppered  bottle,  and 
a  quantity  transferred  from  time  to  time  to  a  small  bottle  for  use. 
The  solution  improves  by  keeping.  It  will  be  noticed  that  this 
solution  is  only  about  half  the  strength  of  the  one  given  on  page 
374 ;  of  course  a  larger  volume  has  to  be  used  in  testing. 

Sodic  carbonate. — A  20  per  cent,  solution  of  recently  ignited 
pure  sodic  carbonate. 

Alkaline  Pennanganate  Solution. — Dissolve  200  parts  of  jwtassic 
hydrate  and  eight  parts  of  pure  potassic  permanganate  in  1100  parts 
of  distilled  water,  and  boil  the  solution  rapidly  till  concentrated  to 
1000  parts. 

Distilled  Water  free. from  Ammonia  (see  page  375). 
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Baaffonts  for  the  SstiniAtion  of  Ozysen  absorbed. 

Standard  Solution  of  Potassic  permanganate. — ^Dissolve  0*395 
])art  of  jmre  potassic  permanganate  in  1000  of  water.  Each  c.c 
contains  0*0001  gm.  of  available  oxygen,  and  each  dm.  contains 
0-001  gm. 

Potassic  iodide  Solution. — One  part  of  the  pure  salt  recrystallizeil 
from  alcohol,  dissolved  in  ten  parts  of  distilled  water. 

Dilute  Sulphuric  acid, — One  part  by  volume  of  pure  sulphuric 
acid  is  mixed  with  three  parts  by  volume  of  distilled  water,  and 
solution  of  potassic  jiermanganate  dropped  in  until  the  whole 
retains  a  venj  faint  pink  tint,  after  warming  to  80*  F.  for  four 
hours. 

Sodic  thiosulpliate. — One  part  of  the  pure  cr^'stallized  salt 
<lissolved  in  1000  parts  of  water. 

Starch  Indicator. — The  best  form  in  which  to  use  this  is  the 
alkaline  solution,  page  116. 


Beacents  for  the  SfltiniAtion  of  Hardneas. 

Concentrated  Standard  Solution  of  Calcic  chloride. — Dissolve 
1'144  gm.  of  pure  crystallized  calc-spar  in  dilute  hydrochloric  acid 
(with  the  precautions  given  on  page  380),  then  dissolve  in  water, 
and  make  up  to  a  liter.  On  the  grain  system,  a  solution  of  the  same 
strength  is  made  by  dissohing  11*44  gm.  of  calc-spar  in  1000  dm. 

Standard  AVater  of  8°  Hanlness. — ^This  is  made  by  diluting  the 
foregoing  concentrated  solution  to  ten  times  its  volume  with 
freshly  boiled  and  cooled  distilled  water. 

Standard  Soap  Solution  (is  made  precisely  as  directed  on  page 
380). — ^It  should  be  of  such  strength  as  just  to  form  a  permanent 
lather,  when  18  c.c.  or  dm.  measures  are  shaken  with  100  c.c  or 
<lm.  of  ^^-ater  of  8**  hardness.  The  following  table  will  then  give 
the  degrees  of  hardness  corresponding  to  the  number  of  c.c.  or  dm. 
measures  employed. 


ccordm. 

ccordm. 

HanlBea. 

IfMrarei. 

TKrdntmi, 

MeHoraa. 

0° 

0-9 

5" 

120 

r 

2-9 

6° 

14-0 

2° 

5-4 

7- 

16-0 

3' 

7-7 

8» 

18-0 

4° 

9-9 

After  which  one  degree  =  2  c.c.  or  dm.  measures.     This  is  the 
last  solution   recommended  by  Dr.  Clark,  and   differs  slightly 
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from  the  scale  given  on  page  414 ;  the  variation,  however,  is  very 
insignificant,  except  in  the  first  two  stages  of  the  tabic. 


The  Analytical  ProeaMas. 
OoUaotlon  of  Samplea. — Tho  same  as  directed  on  page  381. 

Appaaranoa  in  Two-foot  Tube. — The  colour  or  tint  of  the  water  must 
1)6  ascertained,  by  examination,  in  a  tube  two  feet  long  and  two  inches  in 
diameter.  This  tube  should  be  made  of  glass  as  nearly  colourless  as  may  be, 
and  should  be  covered  at  each  end  with  a  disc  of  perfectly  colourless  glass, 
cemented  on,  an  opening  being  left  for  filling  and  emptying  the  tube.  This 
opening  may  be  made,  either  by  cutting  a  half-segment  off  the  glass  disc  at 
one  end,  or  by  cutting  a  small  segmental  section  out  of  the  tube  itself,  before 
the  disc  is  cemented  on.  These  tubes  are  most  conveniently  kept  on  hooks 
in  a  horizontal  position  to  prevent  the  entrance  of  dust. 

The  tube  must  be  about  half-filled  with  the  water  to  be  examined,  brought 
into  a  horizontal  position  level  with  the  eye,  and  directed  towards  a  well- 
illuminated  white  surface.  The  comparison  of  tint  has  to  be  made  between 
the  lower  half  of  the  tube  containing  the  water  under  examination,  and  the 
upper  half  containing  atmospheric  air  only. 

Smell. — Put  not  less  than  three  or  four  ounces  of  the  water  into  a  clean 
eight-ounce  wide-mouthed  stoppered  glass  bottle,  which  has  been  preriously 
rinsed  with  the  same  water.  Insert  the  stopper,  and  warm  the  water  in  a 
water  bath  to  100**  P.  (88°  C).  Bemove  the  bottle  from  the  water  bath,  rinse 
it  outside  with  good  water  perfectly  free  from  odour,  and  shake  it  rapidly 
for  a  few  seconds ;  remove  the  stopper,  and  immediateljjr  observe  if  the  water 
has  any  smell.    Insert  the  stopper  again,  and  repeat  this  test. 

When  the  water  has  a  distinct  odour  of  any  known  or  recognised  polluting 
matter,  such  as  peat  or  sewage,  it  should  be  so  described ;  when  this  is  not 
the  case,  the  smell  must  be  reported  simply  as  none,  very  slight,  slight,  or 
marked,  as  the  case  may  be. 

Olilorine. — Titrate  at  least  100  c.c.  or  dm.  of  the  water  with  the  standard 
rilver  nitrate  solution,  either  in  a  white  porcelain  basin  or  in  a  glass  vessel 
standing  on  a  porcelain  slab,  using jpotassic  chromate  as  an  indicator.  The 
titration  is  conducted  as  follows : — Tne  sample  of  water  is  measured  into  the 
basin  or  beaker,  and  1  c.c.  or  1  dm.  of  potassic  chromate  solution  added. 
The  standard  silver  nitrate  solution  is  then  run  in  cautiously  from  a  burette, 
until  the  red  colour  of  the  precipitated  silver  chromate,  which  is  always 
observed  at  the  ^int  where  the  silver  solution  drops  in,  is  no  longer  entirely 
discharged  on  stirrins^.  The  burette  is  then  read  ofF.  It  is  best  to  repeat 
the  experiment,  as  follows  :~Add  a  few  drops  of  dilute  sodic  chloride  solution 
to  the  water  last  titrated,  which  will  discharge  the  red  colour.  Measure  out 
a  fresh  portion  of  the  water  to  be  titrated  into  another  basin,  and  repeat  the 
titration,  keeping  the  first  sample,  the  colour  of  which  has  been  discharged, 
side  by  side  with  the  second,  so  as  to  observe  the  first  permanent  indication 
of  difference  of  colour.  If  the  quantity  of  chlorine  be  so  small  that  still 
greater  accuracy  is  necessary,  the  titration  may  be  conducted  in  the  same  way 
as  last  described,  but  instead  of  the  operator  looking  directly  at  the  water 
containing  the  chromate  solution,  he  may  place  between  the  basin  containing 
the  water  and  his  eye,  a  fiat  glass  cell  containing  some  water  tinted  with  the 
chromate  solution  to  the  same  tint  as  the  water  which  is  being  tested,  or  may 
190k  through  a  glass  coated  with  a  gelatine  film  coloured  with  the  same  salt 
(see  §  41).  Care  must  always  be  taken  that  the  water  is  as  nearly  neutral 
as  possible  before  titration.    If  originally  acid,  it  should  be  neutralized  with 


Digitized  by  VjOOQIC 


440  VOLUMETKIC  ANALYSIS.  §   91. 

precipitated  carbonate  of  lime.  If  the  proportion  of  chlorine  be  less  than 
0*5  grain  per  gallon,  it  is  desirable  to  take  a  larger  quantity  of  the  water,  saj 
250  c.c.  or  850  dm.,  for  the  estimation,  and  to  concentrate  this  quantity  on 
the  water  bath  before  titrating  it,  so  as  to  bring  it  to  about  100  c.c.  or 
150  dm.    This  titration  may  be  performed  by  gas-light. 

Phosphorio  Aoid. — The  ignited  total  residue,  obtained  as  hereafter 
directed,  is  to  be  treated  with  a  few  drops  of  niMc  acid,  and  the  silica 
rendered  insoluble  by  evaporation  to  dryness.  The  residue  is  then  taken 
up  with  a  few  drops  of  dilute  nitric  acid,  some  water  is  added,  and  the 
solution  is  filtered  through  a  filter  previously  washed  with  dilute  nitric 
acid.  The  filtrate,  which  should  measure  3  c.c.  (or  5  dm.),  is  mixed  with 
3  c.c.  of  molybdic  solution,  gently  warmed,  and  set  aside  for  fifteen  minutes, 
at  a  temperature  of  80'  F.  The  result  is  reported  as  "traces,"  "heavy 
traces,"  or  "very  heavy  traces,"  when  a  colour,  turbidity,  or  definite 
precipitate,  are  respectively  produced,  after  standing  for  fifteen  minutes. 
Anol&er  method  is  given  on  page  416. 

KitroffexL  in  Nitrates. — This  may  be  determined  by  one  of  the  following 
processes :  viz.,  Crum,  Copper-zinc,  Alumiinum,  or  Indigo,  Analysts  should 
report  which  process  is  employed. 

Crum  Process. — This  is  described  on  page  406,  or  it  may  be  carried  out  in 
a  Lunge's  nitrometer  as  follows:— 250  c.c.  or  dm.  of  the  water  must  be 
concentrated  in  a  basin  to  2  c.c.  or  8  dm.  measure.  A  Lunge's  nitrometer 
is  charged  with  mercury,  and  the  three-way  stop-cock  closed,  both  to  measuring 
tube  and  waste  pipe.  The  concentrated  filtrate  is  poured  into  the  cup  at  the 
top  of  the  measuring  tube,  and  the  vessel  which  contained  it  rinsed  with  1  c.c. 
of  water,  and  the  contents  added.  The  stop-cock  is  opened  to  the  measuring 
tube,  and,  by  lowering  the  pressure  tube,  the  liquid  is  drawn  out  of  the  cup 
into  the  tube.  The  basin  is  again  rinsed  with  6  c.c.  of  pure  strong  sulphuric 
acid,  and  this  is  also  transferred  to  the  cup  and  drawn  into  the  measuring 
tube.  The  stup-cock  is  once  more  closed,  and  12  c.c.  more  sulphuric  acid  put 
into  the  cup,  and  the  stop-cock  opened  to  the  measuring  tube  until  10  c.c.  of 
acid  have  passed  in.  The  excess  of  acid  \s  discharged,  and  the  cup  and  wiwte 
pipe  rinsed  with  water.  Any  gas  which  has  collected  in  the  measuring  tube 
IS  expelled  by  opening  the  stop-cock  and  raising  the  pressure  tube,  taking 
care  no  liquid  escapes.  The  stop-cock  is  closed,  the  measuring  tube  taken 
from  its  clamp  and  shaken  by  bringing  it  slowly  to  a  nearly  horizontal 
position,  and  then  suddenly  raising  it  to  a  vertical  one.  This  shaking  is 
continued  until  no  more  gas  is  given  off,  the  operation  being,  as  a  rale, 
complete  in  fifteen  minutes.  Now  prepare  a  mixture  of  one  part  of  water 
with  five  parts  of  sulphuric  acid,  and  let  it  stand  to  cool.  4^ter  an  hour, 
pour  enough  of  this  mixture  into  the  pressure  tube  to  equal  the  length 
of  the  column  of  acidulated  water  in  the  working  tube,  bring  the  two  tubes 
side  b^  side,  raise  or  lower  the  pressure  tube  until  the  mercury  is  of  the  same 
level  m  both  tubes,  and  read  off  the  volume  of  nitric  oxide  (for  calculation 
of  nitrogen  see  page  400).  This  volume,  expressed  in  c.c.'s  and  corrected  to 
normal  temperature  and  pressure,  gives,  when  multiplied  by  0*175,  the 
nitrogen  in  nitrates,  in  grains  per  gallon,  if  250  c.c.  of  the  water  have 
been  used. 

Copper-zinc  Process  (already  described  on  page  408). 

Aluminium  Process. — ^This  is  carried  out  as  follows : — 50  c.c.  or  100  dm. 
of  the  water  are  introduced  into  a  retort,  and  50  c.c.  or  100  dm.  of  a  10  per 
cent,  solution  of  caustic  soda,  free  from  nitrates,  added.  If  necessary,  the 
contents  of  the  retort  should  be  distilled  until  the  sample  is  free  from 
ammonia.  The  retort  is  then  cooled,  and  a  piece  of  aluminium  foil 
introduced  into  it.    The  neck  of  the  retort  is  inclined  upwards,  and  its 
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mouth  closed  with  a  perforated  cork,  through  which  passes  the  narrow  end 
of  a  small  chloride  of  calcium  tuhe  filled  with  powdered  pumice  or  glass 
heads  wetted  with  very  dilute  hydrochloric  acid  free  from  ammonia.  This 
tube  is  connected  with  a  second  tuhe  containing  pumice  stone  moistened 
with  strong  sulphuric  acid,  which  serves  to  prevent  any  ammonia  from  the 
air  entering  the  apparatus,  which  is  allowed  to  stand  in  this  way  for  a  few 
hours  or  overnight.  The  contents  of  the  first  absorption  tube—that  next 
the  retort— are  washed  into  the  retort  with  a  little  distilled  water  free  from 
ammonia,  and  the  retort  adapted  to  a  condenser.  The  contents  of  the  retort 
are  distilled  to  about  half  their  original  volume.  The  distillate  is  collected, 
and  an  aliquot  part  Nesslerized ;  and,  if  necessary,  the  rest  of  the  distillate 
is  diluted,  and  an  aliquot  part  again  Nesslerized  as  hereafter  directed. 

Indxgo  Procet9  (already  described  on  page  239). 

Ammonia,  Free  and  Saline. — The  estimation  of  ammonia  present  in 
the  water  in  a  free  or  saline  form,  and  of  that  yielded  by  the  nitrogenous 
matter  present  in  the  water  (commonly  called  albuminoid  ammonia),  is  to  be 
made  on  the  same  portion  of  the  sample  to  be  analyzed. 

Take  not  less  than  500  c.c.  or  700  dm.  (one  deci-gallon)  of  the  water  for 
these  determinations,  and  distil  in  a  40-oz.  stoppered  retort,  which  is  large 
enough  to  prevent  the  probability  of  portions  of  the  water  being  spirted 
over  into  the  condenser.  The  neck  of  the  retort  should  be  small  enough  to 
pass  three  or  four  inches  into  the  internal  glass  tube  of  a  Liebi  g*s  condenser. 
If  the  fit  between  the  retort  and  the  inside  tube  of  the  condenser  is  good,  the 
joint  may  be  made  by  wrapping  a  small  piece  of  washed  tinfoil  round  the 
retort  tube  so  as  to  pass  just  inside  the  mouth  of  the  condenser  tube.  Many 
analysts  prefer,  however,  to  work  with  a  retort  fitting  loosely  into  the 
condenser ;  and,  in  such  cases,  the  joint  between  the  two  may  be  made  in  one 
of  the  two  following  ways : — (I)  Either  by  an  ordinary  india-rubber  ring — 
such  as  those  used  for  the  top  of  umbrellas —which  has  been  previously  soiled 
in  a  dilute  solution  of  soda  or  potash — being  stretched  over  the  retort  tube 
in  such  a  position,  that  when  the  retort  tube  is  inserted  in  the  condenser  it 
shall  fit  fairly  tightly  within  the  mouth  of  the  tube,  about  half-an-inch  from 
the  end :  (2)  Preferably,  when  the  shape  of  the  large  end  of  the  condenser 
admits  of  it,  by  a  short  length,  say  not  more  than  two  inches,  of  large  size 
india-rubber  tubing,  which  has  been  previously  soaked  in  a  dilute  solution  of 
soda  or  potash,  being  stretched  outside  both  retort  tube  and  condenser  tube, 
so  as  to  couple  them  together,  so  that  the  tube  of  the  retort  still  projects 
some  inches  into  that  of  the  condenser.  It  is  very  desirable  to  have  a 
oonstant  stream  of  water  round  the  condenser,  whenever  it  can  be  obtained. 
Before  distillation,  a  portion  of  the  water  must  be  tested  with  cochineal,  in 
order  to  ascertain  if  it  shows  an  alkaline  reaction.  The  portion  so  tested 
must,  of  course,  be  rejected,  and  not  put  into  the  retort.  If  the  water  does 
not  show  an  alkaline  reaction,  a  sufficient  quantity  of  ignited  sodic  carbonate, 
to  render  the  water  distinctly  alkaline,  must  be  added.  The  distillation 
should  then  be  commenced,  and  not  less  than  100  c.c.  or  150  dm.  distilled 
over.  The  receiver  should  fit  closely,  but  not  air-tight,  on  the  condenser. 
The  distillation  should  be  conducted  as  rapidly  as  is  compatible  with  a 
certainty  that  no  spirting  takes  place.  After  100  c.c.  or  150  dm.  have  been 
distilled  over,  the  receiver  should  be  changed,  that  containing  the  distillate 
being  stoppered  to  preserve  it  from  access  of  ammoniacal  fumes.  100  c.c. 
measuring  flasks  make  convenient  receivers.  The  distillation  must  be  con- 
tinued until  50  c.c,  or,  say  76  dm.  more,  are  distilled  over ;  and  this  second 
portion  of  the  distillate  must  be  tested  with  Nessler's  reagent,  to 
ascertain  if  it  contains  any  ammonia.  If  it  does  not,  the  distillation  for 
free  or  saline  ammonia  may  be  discontinued,  and  this  last  distillate  rejected ; 
bat  if  it  does  contain  any,  the  distillation  must  be  continued  still  longer,  until 
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a  portion  of  50  c.c,  or  76  dm.,  when  collected,  shows  no  colouration  with  the 
N  e  s  8 1  e  r  test.  The  whole  of  the  distillates  must  he  Nesslerized  as  follows : — 
The  standard  solution  of  ammonia  for  comparison  is  that  given  on  page  437. 
The  distillate  is  transferred  to  a  clean  Nessler  glass,  and  one-twentieth 
of  its  volume  of  Nessler  solution  added.  No  turbidity  must  ensue  on 
the  addition  of  the  N  essler  solution  to  the  water,  as  such  turbidity  would 
be  a  proof  that  the  distillate  was  contaminated  by  reason  of  spirting,  and 
must,  therefore,  be  rejected,  and  the  determination  repeated. 

After  thoroughly  mixing  the  water  and  Nessler  solution  in  the  glass,  an 
approximate  estimate  can  be  formed  of  the  amount  of  ammonia  present,  by 
the  amount  of  colouration  produced  in  the  solution.  It  will  now  be  necessary 
to  mix  one  or  more  standard  solutions  with  which  to  compare  the  tint  thus 
obtained.  These  solutions  must  be  made  by  mixing  the  standard  solution  of 
ammonic  chloride  with  distilled  water  absolutely  free  from  ammonia,  and 
subsequently  adding  some  of  the  same  Nessler  solution  as  was  previously 
added  to  the  distillate.  This  precaution  is  essential,  because  the  tint  given 
by  different  samples  of  Nessler  solution  varies.  The  colorimeter  may  bo 
used,  if  preferred,  instead  of  Nessler  glasses. 

Albtuninold  Ammonia. — As  soon  as  the  distillation  of  the  free  ammonia 
has  been  started,  the  alkaline  solution  of  permanganate  should  be  measured 
out  into  a  flask,  ready  for  addition  to  the  water  under  examination,  for  the 
distillation  of  the  albuminoid  ammonia.  The  volume  of  the  alkaline 
permanganate  solution  to  be  taken  must  be  at  least  one-tenth  of  that  of  the 
water  which  is  being  distilled ;  and  should  not  exceed  that  proportion  unless 
the  water  is  of  very  bad  quality,  and  the  solution  must  be  made  in  accordance 
with  the  directions  contained  in  these  instructions.  This  solution  must  be 
diluted  with  four  times  its  own  volume  of  water,  and  must  be  placed  in 
a  flask  and  boiled  during  the  whole  time  that  the  distillation  of  the  sample 
for  free  ammonia  is  being  carried  on,  care  being  taJ^en  that  the  concentration 
does  not  proceed  to  too  great  an  extent.  There  must  be  enough  of  this 
boiled  and  diluted  alkaline  permanganate  solution  to  make  up  the  residue  in 
the  retort  to  about  500  c.c.  or  700  dm.  When  the  distillation  of  the  sample 
of  water  for  free  and  saline  ammonia  is  completed,  the  alkaline  permanganate 
solution,  which  has  been  thus  diluted  and  boiled,  will  be  ready  for  use, 
and  the  distillation  for  albuminoid  ammonia  may  be  preceded  with,  as 
follows : — 

To  the  residue  left  in  the  retort  from  which  the  free  ammonia  has 
been  distilled,  add  the  alkaline  permanganate  solution  to  make  it  up  again 
to  a  volume  of  at  least  600  c.c,  or  say  700  dm.,  and  the  lamp  being  replaced, 
the  distillation  must  be  continued,  and  successive  portions  of  the  distillate 
again  collected  in  precisely  the  same  way  as  during  the  process  of  distillation 
for  free  ammonia. 

After  200  c.c.  or  800  dm.,  say  two-flfths  of  the  volume  contained  in  the 
retort,  have  been  distilled  over,  the  receiver  should  bo  changed  and  further 
X>ortions  of  60  c.c.  or  75  dm.  collected  separately,  until  the  distillate  is 
practically  free  from  ammonia.  The  distillate  must  then  be  mixed,  and 
Nesslerized  in  the  same  way  as  previously  directed  for  free  ammonia.  The 
result  so  obtained  must  be  calculated  to  ammonia  in  grams  per  liter  or  grains 
per  gallon,  and  returned  as  albuminoid  ammonia. 

Special  care  must  be  taken  that  the  atmosphere  of  the  room  in  which  theae 
distillations  are  performed  is  kept  free  from  ammoniacal  vapours,  and  that 
the  receivers  fit  close,  but  not  air-tight,  to  the  end  of  the  Liebig's 
condenser.  It  is  also  specially  necessary  to  observe  that  the  colour  of  the 
distillate  deepens  gradually  after  the  addition  of  the  Nessler  reagent,  and 
that  it  is  not  possible  to  read  off  the  amount  of  colour  correctly  until  the 
Nesslerized  liquor  has  stood  for  at  least  three  minutes,  and  been  intimately 
mixed  with  the  Nessler  solution  (see  also  note  page  884). 
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Special  cure  must  be  taken  that  the  retort,  condensers,  receivers,  funnels, 
Nessler  glasses,  etc.,  used  are  all  rendered  perfectly  free  from  ammonia 
before  use.  Where  the  water  in  use  in  the  laboratory  is  good,  this  may  be 
used  to  thoroughly  rinse  the  apparatus  two  or  three  times,  draining  out  the 
adhering  water;  otherwise  pure  distilled  water  must  be  used.  These 
ammonia  and  albuminoid  ammonia  determinations  should  be  made  as  soon  as 
possible  after  the  water  has  been  received  for  analysis. 

Ozyfiren  Absorbed. — Two  separate  determinations  have  to  be  made,  viz., 
the  amount  of  oxygen  absorbed  during  fifteen  minutes,  and  that  absorbed 
during  four  hours.  Both  are  to  be  made  at  a  temperature  of  80*"  F.  (27^  C). 
It  is  most  convenient  to  make  these  determinations  in  12-oz.  stoppered  flasks, 
which  have  been  rinsed  with  sulphuric  acid  and  then  with  water.  Put 
250  c.c.  or  dm.  into  each  flask,  which  must  be  stoppered  and  immersed  in 
a  water  bath  or  suitable  air  bath  until  the  temperature  rises  to  80°  F.  Now 
add  to  each  flask  10  c.c.  or  10  dm.  of  the  dilute  sulphuric  acid,  and  then 
10  CO.  or  10  dm.  of  the  standard  permanganate  solution.  Fifteen  minutes 
after  the  addition  of  the  })eniianganate,  one  of  the  flasks  must  be  removed 
from  the  bath  and  two  or  three  drops  of  the  solution  of  potassic  iodide  added 
to  remove  the  pink  colour.  After  thorough  admixture,  run  from  a  burette 
the  standard  solution  of  thiosulphate,  until  the  yellow  colour  is  nearly 
destroyed,  then  add  a  few  drops  of  sta^h  water,  and  continue  the  addition 
of  the  thiosulphate  until  the  blue  colour  is  just  discharged.  If  the  titration 
has  been  properly  conducted,  the  addition  of  one  drop  of  permanganate  will 
restore  the  blue  colour.  At  the  end  of  four  hours  remove  the  other  flask, 
add  potassic  iodide,  and  titrate  with  thiosulphate,  as  just  described.  Should 
the  pink  colour  of  the  water  in  the  flask  cUminish  rapidly  during  the  four 
hours,  further  measured  quantities  of  the  standard  solution  of  permanganate 
must  be  added  from  time  to  time  so  as  to  keep  it  markedly  pink. 

The  thiosulphate  solution  must  be  standardized,  not  only  at  first,  but 
(since  it  is  liable  to  change)  from  time  to  time  in  the  following  way  : — To 
250  c.c.  or  dm.  of  pure  redistilled  water  add  two  or  three  drops  of  the  solution 
of  potassic  iodide,  and  then  10  c.c.  or  dm.  of  the  standardized  solution  of 
permanganate.  Titrate  with  the  thiosulphate  solution  as  above  described. 
The  quantity  used  will  be  the  amount  of  thiosulphate  solution  corresponding 
to  10  c.c.  or  10  dm.,  as  may  be,  of  the  standardized  pennanganate,  and  the 
factor  so  found  must  be  used  in  calculating  the  results  of  the  thiosulphate 
titrations  to  show  the  amount  of  the  standard  permanganate  solution  used, 
and  thence  the  amount  of  oxygen  absorbed. 

Great  care  should  be  taken  that  absolutely  pure  and  fresh  distilled  water 
is  used  in  standardizing  the  solution,  which  should  also  be  kept  in  the  dark 
and  cool.  It  suffices  to  compare  the  solution,  if  kept  in  this  way,  once  in 
three  or  four  days. 

The  amount  of  thiosulphate  solution  thus  found  to  be  required  to  combine 
with  the  iodine  liberated  by  the  pennanganate  left  imdecomposed  in  the 
water  is  noted  down,  and  the  calculation  made  as  follows : — Let  A = amount 
of  thiosulphate  used  in  distilled  water,  and  B=that  used  for  water  under 
examination.  Then  A  expresses  the  amount  of  pennanganate  added  to  the  water 
under  examination,  and  B  the  amount  of  permanganate  in  excess  of  that  which 
the  organic  matter  in  the  water  has  destroyed.  Therefore  A — B  is  the  amount 
actually  consumed.  If  the  amount  of  available  oxygen  in  the  quantity  of 
permanganate  originally  added  be  a,  the  oxygen  required  to  oxidize  the 

organic  matter  in  the  water  operated  on  would  be'^   ~7      .    But  a  (available 

oxygen  in  the  10  e.c.  of  standard  pennanganate  used) » 0*001  gm.   Therefore 

A— BxOOOl  ,       «-^  A— BxO-4        ^       . 

Y = oxygen    for   260    c.c;    or,   -^ =  parts   of    oxygen 

required  for  100,000  parts  of  water.    Or,  in  other  words,  the  difference 
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between  the  quantity  of  thiosulphate  used  in  the  blank  experiment  and 
that  used  in  the  titration  of  the  samples  of  water  multiplied  by  the  amount 
of  available  oxygen  contained  in  the  permanganate  added,  and  the  product 
divided  by  the  volume  of  thiosulphate  corresponding  to  the  latter,  is  equal  to 
the  amount  of  oxygen  absorbed  by  the  water. 

Hajrdness  before  and  after  Boiling. — Place  100  c.c.  or  100  dm.  of  the 
water  in  an  accurately  stoppered  8-oz.  flask.  Bun  in  the  soap  solution  from 
a  burette  in  small  quantities  at  a  time.  If  the  water  be  soft,  not  more  than 
i  c.c.  or  dm.  at  a  time ;  if  hard,  in  quantities  of  1  c.c.  at  first.  After  each 
addition,  shake  the  flask  vigorously  for  about  a  quarter  of  a  minute.  As 
soon  as  a  lather  is  produced,  lay  the  flask  on  its  side  after  each  addition,  and 
observe  if  the  lather  remains  permanent  for  five  minutes.  To  ascertain  this, 
at  the  end  of  five  minutes  roll  the  flask  half-way  round ;  if  the  latter  breaks 
instead  of  covering  the  whole  surface  of  the  water,  it  is  not  permanent ;  if  it 
still  covers  the  whole  surface  it  is  permanent ;  now  read  the  burette. 

Sepeat  the  experiment,  adding  gradually  the  quantity  of  soap  solution 
employed  in  the  first  experiment,  less  about  2  c.c.  or  2  dm. ;  shake  as  before, 
add  soap  solution  very  gradually  till  the  permanent  lather  is  formed :  read 
the  burette,  and  take  out  the  correspondmg  hardness  from  the  table.  If 
magnesian  salts  are  present  in  the  water  the  character  of  the  lather  will  be 
very  much  modified,  and  a  kind  of  scum  (simulating  a  lather)  will  be  seen 
in  the  water  before  -the  reaction  is  completed.  The  character  of  this  scum 
must  be  carefully  watched,  and  the  soap  test  added  more  carefully,  with  an 
increased  amoimt  of  shaking  between  each  addition.  With  this  precaution 
it  will  be  comparatively  easy  to  distinguish  the  point  when  the  false  lather 
due  to  the  magnesian  salts  ceases,  and  the  true  persistent  lather  is  produced. 

If  the  water  is  of  more  than  16°  of  hardness,  mix  50  c.c.  or  dm.  of  the 
sample  with  an  equal  volume  of  recently  boiled  distilled  water  which  has 
been  cooled  in  a  closed  vessel,  and  make  the  determination  on  this  mixture 
of  the  sample  and  distilled  water.  In  this  case  it  will,  of  course,  be 
necessary  to  multiply  the  figures  obtained  from  the  table  by  2. 

To  determine  the  hardness  after  boiling,  boil  a  measured  quantity  of  tiie 
water  in  a  flask  briskly  for  half  an  hour,  adding  distilled  water  from  time  to 
time  to  make  up  for  loss  by  evaporation.  It  is  not  desirable  to  boil  the  water 
under  a  vertical  condenser,  as  the  dissolved  carbonic  acid  is  not  so  freely 
liberated.  At  the  end  of  half  an  hour,  allow  the  water  to  cool,  the  mouth, 
of  the  flask  being  closed ;  make  the  water  up  to  its  original  volume  with 
recently  boiled  distilled  water,  and,  if  possible,  decant  the  quantity  necessary 
for  testing.  If  this  cannot  be  done  quite  clear,  it  must  be  filtered.  Conduct 
the  test  in  the  same  manner  as  described  above. 

The  hardness  is  to  be  returned  in  each  case  to  the  nearest  half-degree. 

Total  Solid  Matters. — Evaporate  250  c.c.  or  ^(^th  of  a  gallon,  in  a 
weighed  platinum  dish  on  a  water  bath ;  dry  the  residue  at  220*"  F. 
(104°  C),  and  cool  under  a  desiccator.  Weigh  the  dish  containing  the 
residue  accurately,  and  note  its  colour  and  appearance,  and  especially 
whether  it  rapidly  increases  in  weight.  Betum  to  the  water  bath  for 
half  an  hour  and  re-weigh  until  it  ceases  to  lose  weight,  then  gradually 
heat  it  to  redness,  and  note  the  changes  which  take  place  during  this 
ignition.  Especially  amon^  these  changes  should  be  observed  the  smell, 
scintillation,  change  of  colour,  separation  of  more  or  less  carbon,  and  partial 
fusion,  if  any.  The  ignited  residue  is  to  be  used  for  the  estimation  of 
phosphoric  acid,  as  before  directed. 

Kicroscopioal  Examination  of  Deposit. — The  most  convenient  plan 
of  collecting  the  deposit  is  to  place  a  circular  microscopical  covering  glass  at 
the  bottom  of  a  large  conies^  glass  holding  about  20  oz.    The  glass  should 
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have  no  spout,  and  should  he  ground  smooth  on  the  top.  After  shaking  up 
the  sample^  this  vessel  is  filled  with  the  water,  covered  with  a  plate  of  ground 
glass,  and  set  aside  to  settle.  After  settling,  the  supernatant  water  is  drawn 
off  by  a  fine  syphon,  and  the  glass  hearing  the  deposit  lifted  out,  either  hy 
means  of  a  platinum  wire  (which  should  have  heen  previously  passed  imder 
it),  or  in  some  other  convenient  way,  and  inverted  on  to  an  ordinary 
microscopical  slide  for  examination.  It  is  desirable  to  examine  the  deposit 
first  by  a  ^th  and  then  by  a  ^th  objective.  The  examination  should  be  made 
as  soon  as  the  water  has  stood  overnight.  If  the  water  be  allowed  to  stand 
longer,  organisms  peculiar  to  stagnant  water  may  be  developed  and  mislead 
the  observer.  Particular  notice  should  be  taken  of  bacteria,  infusoria,  ciliata 
or  flagellata,  disintegrated  fibres  of  cotton,  or  linen,  or  epithelial  dSbria, 

It  is  particularly  desirable  to  report  clearly .  on  this  microscopical 
examination;  not  merely  giving  the  general  fact  that  organisms  were 
present,  but  stating  as  specifically  as  possible  the  names  or  classes  of  the 
organisms,  so  that  more  data  may  be  obtained  for  the  application  of  the 
examination  of  this  deposit  to  the  characters  of  potable  waters. 

It  is  also  desirable  to  examine  the  residue  left  on  a  glass  slide  by  the 
evaporation  of  a  single  drop  of  the  water.  This  residue  is  generally  most 
conveniently  examinS  without  a  covering  glass.  The  special  appearances  to 
be  noticed  are  the  presence  or  absence  of  particles  of  organic  matter,  or 
organized  structure,  contained  in  the  ciystallized  forms  which  may  be  seen ; 
and  also  whether  any  part  of  the  residue  left,  especially  at  the  edges,  is 
tinted  more  or  less  with  green,  brown,  or  yellow. 

In  connection  with  the*microscopical  examination  it  may  be  desirable  to 
adopt  Heisch's  sugar  process  as  follows : — 

Suffar  Test.— The  name  of  this  process  relates  simply  to  the  reagent 
which  is  used ;  namely,  pure  crystallized  sugar.  It  is  believed  to  be  a  test 
for  the  presence  of  the  germs  or  spores  of  the  sewage  fungus.  This  special 
form  of  fungus  grows  very  rapidly  in  water  containing  even  a  small  admixture 
of  sewage  water,  especially  if  sugar  be  present.  It  grows  as  well  in  a  closed 
bottle  of  the  liquid  being  tested,  as  in  water  exposed  to  the  air,  and  even 
better  in  an  atmosphere  of  carbonic  acid. 

To  apply  the  test: — Take  a  5-oz.  stoppered  flask  which  has  been  thoroughly 
cleaned  and  rinsed  with  the  water  to  be  tested.  Fill  with  the  water  to  be 
examined,  add  about  10  grn.,  or  say,  0*5  gm.  of  crystals  of  pure  sugar,  insert 
the  stopper,  and  put  the  flask  in  a  good  light;  keep  it  at  a  temperature 
of  as  nearly  as  possible  of  80°  F.  (2T*  C).  The  water  should  be  free  from 
suspended  matters  before  the  experiment  is  made. 

The  flask  must  be  carefully  examined  after  two  or  three  hours,  and  again 
if  necessary  at  intervals.  The  fungus  appears  first  in  the  form  of  minute 
floating  white  specks,  which  are  generally  easily  visible  to  the  naked  eye  in  a 
good  side-light  when  the  flask  is  looked  at  against  a  black  background.  A 
pocket  lens  may  sometimes  be  used  with  advantage. 

If  any  suspected  speck  is  seen  it  must  be  caught  by  a  flne  pipette  and 
transferred  to  a  glass  slide,  covered,  and  examined  with  a  ^th  objective. 

When  first  seen,  these  specks  are  found  to  consist  of  small  isolated  cells 
with  a  bright  nucleus.  In  the  second  stage  the  form  resembles  a  bunch  of 
grapes.  The  bright  nucleus  is  still  seen.  This  second  stage  generally 
takes  net  more  tluin  four  to  six  hours  for  full  development.  A  few  hours 
after  the  second  stage  has  become  clear,  the  cells  assume  the  form  of 
moniliform  threads.  After  this  they  assume  the  form  of  ordinary  mycelium, 
with  sparsely  diffused  cells.  Finally  the  cells  disappear  and  leave  only 
ordinary  mycelium. 

When  the  proportion  of  sewage  is  large,  it  is  often  accompanied  by  a 
distinct  smell  of  butyric  acid. 

A  few  experiments  on  mixtures  of  small  proportions  of  sewage  matter 
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with  water  will  give  sufficient  data  to  enable  thu  peculiar  fungus  to  be 
readily  recognised. 

Baportiiiff  the  Bendta  of  Water  Analyaia.— The  Report  of  the 
Committee  appointed  by  the  Britiflh  Aasociation  to  confo:  with  the  Committee 
of  the  American  Aflsociation  with  a  view  of  forming  a  uniform  system  of 
recording  results  of  Water  AnaJvsifl^  B.  A.  Meeting,  1889  (Ckem.  Newt^ 
60,  203—204)  is  as  follows:— The  committee  recommend  a  system,  of 
statement  for  a  complete  analysis  of  which  the  following  is  an  epitome. 
Kesnlts  to  be  expressed  in  parts  per  100,000.  In  a  potable  water,  the  numbers 
to  be  given  in  the  following  order:  Total  solid  matters  {a)  in  suspensioii, 
(6)  in  solution;  organic  carbon;  organic  nitrogen;  oxygen  consumed,  as 
indicated  by  decoloration  of  permanganate;  ammonia  expdled  on  boiUng^ 
with  sodic  carbonate;  ammonia  expeUed  on  boiling  with  alkaline  pennan- 
ganate;  nitrogen  as  nitrates  and  nitrites;  chlorine;  hardness— temporary, 
permanent,  total.  In  a  mineral  water — carbonate  of  lime;  carbonate  of 
magnesia;  carbonate  of  soda  (calculated  from  residual  allalinitj  after 
boiling  and  filtering  oif  precipitated  CaCC  and  MgCO") ;  total  of  each 
of  the  following  elements— calcium,  magnesium,  potassium,  sodium,  iron 
(ferrous),  iron  (ferric),  and  each  of  the  following  radicles— sulphuric  (SO*),, 
nitric  (NC),  nitrous  (NO*),  phosphoric  (PO*),  silicic  (SiO*) ;  then  each  of 
the  elements— chlorine,  bromine,  and  iodine,  and  of  sulphur  as  sulphide. 
Dwolved  ga999:  c.o.  at  0*"  C.  and  700  m.m.  in  1  liter  of  water.  Garbonie 
anhydride  (CO*)  ;  oxygen ;  nitrogen ;  sulphuretted  hydrogen. 

They  consider  that  this  uniform  method  should  be  adopted  in  all  cases 
where  communications  come  before  learned  bodies  and  whenever  possible  in 
professional  practice ;  that  the  decimal  numerical  notation  is  to  be  preferred ; 
that  the  different  sodles  for  potable  and  mineral  waters  suggested  by  the 
American  Committee  are  undesirable ;  that  all  results  obtained  by  calculation 
should  be  sharply  distinjpiished  from  those  obtuned  by  direct  determination; 
that  a  statement  of  mineral  constituents  combined  as  talU  is  not  to  be 
approved  of  unless  the  analytical  data  upon  which  it  is  based  are  clearly 
stated ;  that  the  American  Committee's  suggestion  of  recording  the  proportion 
of  each  element  of  binary  compounds,  and  recording  all  the  oxygjen  in 
oxy-componnds  in  combination  with  the  negative  element,  as  indicated 
above,  is  the  most  convenient  for  all  purposes  of  calculation,  although  the 
want  of  a  name  for  these  negative  groups  and  the  custom  of  quoting 
metallic  elements  as  bases  are  objections  to  tnis  system;  finally,  that  volumes 
of  dissolved  gases  may  be  given  as  above,  or  in  volumes  of  gas  per  100 
volumes  of  water. 


OZTGEN    DISSOLVED    IN    WATEBa 

§  92.  Thb  necessary  apparatus  and  standard  solutions  for 
carrying  out  this  estimation  are  described  in  §  68  (i^age  254), 
together  with  the  methods  of  manipulation. 

The  interpretation  of  the  results  as  regards  polluted  waters,  as 
given  by  Dupre,  may  be  summarized  as  follows : — 

The  method  depends  on  the  fact  that,  if  a  perfectly  pure  water  is 
once  fully  aerated,  and  then  kept  in  a  bottle  so  that  it  could  neither 
lose  nor  gain  oxygen,  it  would  remain  fully  aerated  for  any  length 
of  time;  but,  on  the  other  hand,  if  the  water  contained  living 
organic  matters  capable  of  absorbing  oxygen,  such  water  would  after 
a  period  of  time  contain  less  oxygen,  the  loss  so  found  being  takoi 
as  the  measure  of  impurity.     The  method  is  really  another  form  of 
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ascertaining  tlie  presence  of  gemis  and  their  amount  in  contrast  to 
the  method  of  cultivation  by  gelatine  and  microscopic  analysis. 

The  practical  results  from  various  experiments  made  by  DuprcJ, 
and  reported  by  him  to  the  Medical  Department  of  the  Local 
Government  Board,  1884,  are  as  follows : — 

(1)  A  water  which  does  not  diminish  in  its  degree  of  aeration  during 
a  given  period  of  time,  may  or  may  not  contain  organic  matter,  but 
presumably  does  not  contain  growing  organisms.  Such  organic  matter 
therefore  as  it  may  be  found  to  contain  by  chemical  analysis  (permanganate 
or  otherwise)  need  not  be  considered  as  dangerous  impurity. 

(2)  A  water  which  by  itself,  or  after  the  addition  of  gelatine  or  other 
appropriate  cultivating  matter,  consumes  oxygen  from  the  dissolved  air  at 
lower  temperatures,  but  does  not  consume  any  after  heating  for  say  three 
hours  at  60°  C,  may  be  regarded  as  having  contained  living  organisms,  but 
none  of  a  kind  able  to  survive  exposure  to  that  temperature. 

(3)  A  water  which  by  itself,  or  after  addition  of  gebitine  or  the  like, 
continues  to  absorb  oxygen  from  its  contained  air  after  heating  to  60**  C,  may 
be  taken  as  containing  spores  or  germs  able  to  survive  that  temperature. 

The  exact  nature  of  organisms  differing  in  this  way  is  of  course 
not  revealed  by  the  method.  Dupre's  conclusion  is,  that  in  the 
vast  mjgority  of  cases  the  consumption  of  oxygen  from  the  dissolved 
air  of  a  natural  water  is  due  to  gro^ving  organisms,  and  that  in  the 
complete  absence  of  such  organisms  Ettle  or  no  oxygen  would  be 
then  consumed. 

The  paper  is  accompanied  by  tables  of  results  of  analysis  by  this 
and  other  methods,  which  are  too  voluminous  to  insert  here. 

Principle  of  the  method, — ^Dupr6  states  that  a  water,  fully  aerated, 
contains  at  20**  C.  and  760  m.m.  pressure  0594  grain  of  oxygen  per  gallon, 
or  0*04158  }?m.  per  Uter*  The  proportion  varies  with  the  temperature  and 
pressure.    The  formula  given  by  Bunsen  is  adopted  in  this  method— 

a=r2'0225  /3;  and  /3«0'020346- 000052887^+0*000011156^; 
where  a  is  the  co-eJQ&cient  of  absorption  of  oxygen  in  cubic  oentimeters, 
0  the  coefficient  for  absorption  of  nitrogen,  and  t  the  temperature. 

The  variation  due  to  atmospheric  pressure  is  so  slight  that  it 
may  practically  be  disregarded.  The  composition  of  air  is  taken  as 
21  volumes  oxygen  and  79  nitrogen.  Duprd  adopts  the  temperature 
of  20"  C.  for  all  waters  under  experiment;  and  as  a  rule  the 
samples  were  all  placed  in  an  appropriate  bottle,  and  kept  at 
a  constant  temperature  of  20**  C.  for  ten  days  previous  to  the 
estimation  of  the  oxygen. 

The  maximum  degree  of  oxygen  which  a  pure  water  should 
contain  at  this  temperature  is  called  100,  and  any  less  degree  found 
on  analysis  is  recorded  as  a  percentage  of  this  maximum. 

The  Analusie :  The  sample  of  water  is  placed  in  an  ordinary  bottle,  and 
vigorously  shaken  to  ensure  full  aeration ;  after  standing  the  requisite  time* 
it  is  poured  into  the  experimental  bottle,  and  the  estimation  of  oxygen 
carried  out  as  described  in  §  68. 

*  Roicoe  and  Lunt,  and  also  Dittmar,  iliow  by  their  ezperiments  that  these 
figorea  are  too  low. 
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Oalculation  of  the  Besults  of  Water  AnalsnUs. 

MeMore  of  water 
taken. 

Yolame  or  weight 
obtained  or  nsed. 

Factor  for  grains  per 
gallon. 

a       .      .      . 

100  c.c.  or  dm. . 

(  c.c.  or  dm.  stan-  > 
'(  dard  AgNO*       ) 

X         0-7       =C1 

»       ... 

140dm.(^gal.) 

dm.    „      „      „ 

X         0-5       =  CI 

N  lu  HNO»         ( 
(Crum)           ^ 

260  c.c.     . 
250  dm.    . 

c.c.  of  NO 

X         0175  =N 
X        0-27     ==N 

350dm.(A-gal.) 

»               9* 

X        0193  =N 

r 

100  c.c.     . 

grams  of  NH' 

X     676-46     =N 

NH' copper-zinc  \ 
or  aluminium  1 

60  C.C.     . 

))        >f 

X  1162-9       -:N 

160  dm.    . 

grains  of  NH' 

X       38-43     =N 

(. 

100  dm.    . 

»        >» 

X       57-64     =N 

Free  or  Alb.  NH^ 

500  C.C.     . 

C  c.c.  standard        ") 
i     NH^Cl             ) 
dm-    »      »      99 

X        00014=NH3 

a               9t               99 

700  dm.    . 

X         001     =NH' 

0  absorbed    . 

260  c.c.     . 

(  10, 15,  or  20  c.c.  "J 
it.     permanganate } 

r  X  0-28 (lor  1-5 or 

3t               »               » 

360  dm.    . 

<  10, 15,  or  20  dm.  ] 
^     permanganate  j 

r  X  002 (lor  13 or 

Total  solids   . 

260  c.c.     . 

grams 

X     280-0 

99               99 

350  dm.    . 

grains 

X       20-0 

CoeAcie&te  and  Lofirarithms  for  Volumetric  Analirsis. 

Logarithxna. 
2-6901961 
2-6812412 
2-602060O 
2-5622929 
2-5502284 
2*7998406 
2-7923917 
2-7323938 
2-7993405 
2-6532125 
2-2304489 
2-5440680 
1-2810334 
2-5682017 
2-4471580 
2-6989700 
2-9319661 
1-1972806 
2*9934362 
2-3010300 
2-6232493 
2-7481880 
2-8388491 
1-2741678 

*  A=c.c.  or  dm.  of  thiosnlpbate  Bolntion  oorreeponding  to  10  c.o.  or  dm.  of  perman- 
ganate. B=c.c.  or  dm.  of  tnioBnlphate  solution  used  after  the  time  of  reaction  is 
complete. 


Coefficients. 

Normal  H'SO* 

lc.c.=0-049        gm.  H«SO* 

w 

=0048 

,   80< 

» 

=0-040 

,   803 

Normal  HOI 

lc.c.=^-0865 

,   HCl 

ft 

=00355 

,   CI     

Normal  HNO' 

1  c.c.=0-063 

,   HNO» 

»} 

=0-062 

,  N0» 

ft 

=0054 

,  N»0» 

Normal  WC'O* 

1  c.c.=0-063 

,   H«CJ»0^20IP 

}) 

=0045 

,   HKT'O^       ... 

Normal  Acid 

1  c.c.=ooi7      ; 

,  NH» 

9f 

=0-035 

,   NH*HO      ... 

=0-191 

,  Na^B'CyiOH'O      . 

n 

=0-037 

,   Ca2H0 

J7 

=0028 

,   CaO 

It 

=005 

,   CaCC 

=0-0855 

,   BaEPC       ... 

)i 

=0-1575 

,   BaHW8H20 

9i 

=00985 

,    BaCO» 

» 

=002 

.   MgO           ...        . 

ti 

=0-042 

,   MgCO»        ...        . 
,   KHO 

99 

=0056 

>) 

=0069 

.   K»CO» 

» 

=0-188 

,   KHC*H*06... 
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Normal  Acid 


Normal  NaHO 
Normal  KHO 
Normal  Na«CO' 


Normal  Alkali 


gm. 


Silver 


Coefficients. 
1  c.c.=0-102 

„    =0-098 

„    =0-141 

„    =004 

„    =0-053 

„    =0143 

„    =0-084 
1  c.c.=0040 

„    ==0081 
1  c.c.=0056 

„    =0047 
1  c.o.=0-063 

„     =0-080 

„    =0022 
1  c.c.=0-06 

„     =007 

„     =00365 

„     =00808 

„    =00128 

„     =0063 

„     =0049 

„    =0075 
1  c.c.=00108 

„    =0017 

„    =000355 

„    =0-00535 

„    =0-00746 

„    =00119 

„     =00103 

„    =00064 
1  c.c.=00032 

„     =00041 

„     =000495 

„     =00248 

„     =00126 

„    =00097 
lc.c.=00456 

„     =0051 

„    =00849 

„    =00848 

„     =00696 

„     =00216 
1  c.c.=00248 

„     =00127 

„     =000355 

„     =00080 
Calcium  (Ca=40) 

1  0.0.  XT  permaiigaiiate=0*0028  gm. 

=00050  gm. 

=00086  gm. 

„         normal  oxalic  acid=0-0280 

Cryet.  oxalic  acid  x  0*444    =CaO 

Double  iron  salt  x  0'07143=CaO 

Chlorine  (C1=35-37) 

1  c.c.  A  silver  8olution=0'003537  gm.  CI         

=0-005837  gm.  NaCl 

„        arsenious  or  thiosulphate  solution=0'003537  gm.  CI . 


Iodine 


Bichromate 


;  Thiosulphate 


K»O»H«07    . 

KCHW     . 

KNaC*H*0« 

NaHO 

Na«C03 

Na»CO»10H20 

NaHCC 

NaHO 

Na»0 

KHO 

KK)... 

Na'CO^ 

C0»  ... 

C0«  ... 

H8C«HWH20 

HCl... 

HB*... 

HI   ... 

HNO» 

H«SO* 

H»C^H*0« 

Ag    ... 

AgNO» 

a    ... 

NH*C1 

KCl ... 

KBr... 

NaBr 

Na«HAsO^ 

SO*  ... 

H'SO* 

Aa»08 

Na«S2O»5H«0 

Na«80»7HSO 

K^SO^H^O 

Peso* 

Pe^SO^H^O ... 

PeSOnH«0 ... 

FeCO« 

Fe^O* 

FeO 

Sodic  thiosulphate 

a     .'.'.*        '.'.'. 
Br     


CaO 

CaCO»   ... 
CaSO^  20H2 
gm.  CaO  ... 


LoggrithmB. 

.  1-0086002 

.  2-9912261 

.  11492191 

.  2-6020600 

.  2*7242759 

.  1-1653660 

.  2*9242793 

.  2*6020600 

.  2*4913617 

.  2*7481880 

.  2*6720979 

.  2*7242769 

.  2*4771213 

.  2*3424227 

.  2*7781613 

.  2*8450980 

.  2*5622929 

.  2*9074114 

.  1*1072100 

.  2*7993405 

.  2*6901961 

.  2-8750613 

.  2*0334238 

.  2*2304489 

.  3*5602284 

.  3*7283538 

.  3*8721563 

.  2*0756470 

.  2*0128372 

.  3*8061800 

.  3*6061600 

.  3*6127839 

.  3*6946052 

,.  2*3944517 

.  2*1003705 

.  3*9867717 

.  2*6589648 

.  2*7075702 

.  2*9289077 

.  2*5415792 

.  2*8426092 

.  2-3344638 

.  2-3944517 

.  2-1038037 

.  3*6602284 

.  3*9030900 

.  3*4471580 

.  3*6989700 

.  3*9344985 

.  2*4471580 

.  1*6473830 

.  2-8538807 

.  3*5486351 

.  3*7661897 

.  3*6486351 

G  G 
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Cheomium  (Cr=52-4) 
Metallic  iron  x  0'S123=Cr 

xO-6981=CrO» 
xO-8784=KH)r«07. 
X 1-926  =PbCrO* 
Doable  iron  saltx  0*0446=Cr 

x00854=CrO« 
x01266=:K»Cr«O7 
X  0-276  =PbCrO^ 
1  C.C.  tV  «>lution=0003349  gm.  CrO*   .. 
„       =000492  gm.  K«Cr»0' 

COPPXB  (Cu=68) 
1  CO.  A  8olution=00068  gm.  Cu 

Iron  X  1*1 25=copper        

Double  iron  salt  x  O'1607=oopper 

Cyakooen  (CN=26) 
1  CO.  ^  Sliver  8olution=0'0062 
=0-0064 


=0-0064 


gm.  CN 
gm.HCN 


^iodine 


=001302    gm.  KCN 
=0003256  gm.  KCN 


Logiriffams. 
1-4946720 
I-77677S8 
1-9436923 
0-2846563 
2-6493849 
29314579 
1-0986437 
14398827 
3-6249151 
3*6919651 


3-7993405 
0-0511525 
1-2060159 


3-7160033 


PoTABSic  Pebbocyanide  (K*PeCy«,  30H*=422) 

Metallic  iron      x  7"541=cry8t.  potaasic  ferrocyanide 

Double  iron  salt  X 1-077=    „  „  ,,  

PoTASBic  PsBRiCTANiDE  (K«Fe'Cy"=668) 

Metallic  iron      x5-88    =potas8ic  fefricyanide  

Double  iron  salt  X  1*68    =      „  „  

^  thiosulphate  xO'OS29=      „  „  

Gold  (Au=196-6) 
1  CO.  normal  oxalic  acid=0-0656  gm.  gold       

Iodine  (1=126*6) 
1  CO.  nr  t^^O8ulphat6=0-01265  gm.  iodine       

IfiOM  (Pe=66) 
1  CO.  ^  permanganate,  bichromate,  or  thiosulphate 

=00066  Fe 
„        =00072  PeO 
„        =^0-0080  Pe»0» 

Lead  (Pb=206-4) 

1  c.c.  A  permanganate  =0-01082  gm.  lead      

1  CO.  normal  oxalic  acid=0-1032  gm.  lead        

Metallic  iron       xr842=lead 

Double  iron  salt  X  0-263=lead 

Mahganbse  (Mn=65) 

MnO=7l.    MnO'=87. 

Metallic  iron  X  0-491    =Mn       

xO-e3893=MnO 

xO-7768  =MnO« 

Double  iron  salt  xO-0911=MnO 

„  xO-111  =MnO*  

Ciyst.  oxalic  acid  xO-6916=MnO'         

1  cc.  A  8olution=0-00356  gm.  MnO     

„   =000436  gm.  Mn02 


2*1146110 
3-5125610 


0-8774289 
00322157 


0*7698778 
0*2258093 
2*6171969 

2*8162413 

2*1020906 


3-7481880 
3*8673825 
3-9030900 


2-0186797 
1-0136797 
0*2652896 
1*4199557 


1*6910815 
1-8020418 
1-8908092 
2-9695184 
1*0468230 
1-8896650 
3*5502284 
3*6384888 


Digitized  by  VjOOQIC 


§  92. 


COEFFICIENTS  AND  LOGARITHMS. 


451 


MeBCUBY  (Hg=200)  Logarithmi. 

Double  iron  salt  xO-5l04=Hg 1*7079107 

xO-69I4=HgC12           1-8397294 

1  C.C.  ^  8olution=00200  gm.  Hg          2-8O1O30O 

=00208  gm.  Hg«0      2-3180633 

=0-0271  gm.  Hga^     2-4329693 

Nitrogen  as  Nitrites  and  Nitbitss  (N2O*=108.    NK)3=76) 

Nonnal  acid  x  0-0540=N*O»      27323988 

x0-1011=KNO» 10047512 

MetellioironxO-37BO=HNO» 1-5740313 

xO-6018=KN08 1-7794522 

x0-3214=N*O*      1-6070459 

Silver  (Ag=107-66) 

1  0.0.  A  NaCl=0010766  gm.  Ag          20820544 

„       =0016966  gm.  AgNO» 22295795 

Sulphuretted  HTDRoasN  (H*S=34) 

1  0.0.  ^  arsenious  8olutioD=0-00255  gm.  H'^S 34065402 

Tin  (8n=118) 

MetaUioiionxro536==tin          0*0226758 

Double  iron  salt  xO'1506=tin     11775366 

Eactor  for  ^^  iodine  or  permanganate  solution  0-0059 3-7708520 

Zinc  (Zn=66) 

MetaUioironxO-5809=Zn          1-7641014 

xO-724  =ZnO        1-8597386 

Double  iron  8altxO-08298=Zn 29189734 

„             X  01034  =ZnO...                    10145205 

1  CO.  A  8olution=0-00825  gm.  Zn        3-5118834 


G  O  2 
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PART  YIL 
VOLUMETRIC  ANALYSIS  OF  GASES. 

Description  of  the  necessary  Apparatus,  with  Instructions  for 
Preparing,  Etching,   Ghraduatinff,  etc. 

§  93.  This  branch  of  chemical  analysis,  on  account  of  its 
extreme  accuracy,  and  in  consequence  of  the  possibility  of  its 
application  to  the  analysis  of  carbonates,  and  of  many  other  bodies 
from  which  gases  may  be  obtained,  deserves  more  attention  than 
it  has  generally  received,  in  this  country  at  least.  It  will  therefore 
be  advisable  to  devote  some  considerable  space  to  the  consideration 
of  the  subject. 

For  an  historical  sketcli  of  the  progress  of  gas  analysis,  the 
reader  is  referred  to  Dr.  Frankland's  article  in  the 
Handirw'terlmch  der  CJiemie,  and  more  complete  details 
of  the  process  than  it  will  be  necessary  to  give  here  will 
be  found  in  that  article;  also  in  Bunsen's  Gasmnetryy 
and  in  Dr.  Russell's  contributions  to  Watt's  CliemiccJ 
Dictionary. 

The  apparatus  employed  by  Bunsen,  who  was  tlie  first 
successfully  to  work  out  the  processes  of  gas  analysis,  is 
very  simple.  Two  tubes,  the  absorption  tube  and  the 
eudiometer,  are  used,  in  which  the  measurement  and 
analysis  of  the  gases  are  perfonned.  Tlie  first  of  these 
tubes  is  about  250  m.m.  long  and  20  m.m.  in  diameter, 
closed  at  one  end,  and  with  a  lip  at  one  side  of  the  open 
extremity,  to  facilitate  the  transference  of  the  gas  from  the 
absorption  tube  (fig.  55)  to  the  eudiometer  (fig.  56).  The 
eudiometer  has  a  length  of  from  500  to  800  m.m.,  and 
a  diameter  of  20  m.m.  Into  the  closed  end  two  platinum 
wires  are  sealed,  so  as  to  enable  the  oi)erator  to  pass  an 
electric  spark  through  any  gas  which  the  tube  may  contain. 
The  mode  of  sealing  in  the  platinum  wires  is  as  follows: — 
Wlien  the  end  of  the  tube  is  closed,  and  while  still  hot. 
Fig.  55.  a  finely  pointed  blowpipe  flame  is  directed  against  the 
side  of  the  tube  at  the  base  of  the  hemispherical  end. 
When  the  glass  is  soft,  a  piece  of  white-hot  platinum  win*  is 
pressed  against  it  and  rapidly  drawn  away.  By  tliis  means  a 
small  conical  tube  is  produced.  This  operation  is  then  repeated 
on  the  opposite  side  (fig.  57).  One  of  the  conical  tubes  is  next 
cut  off  near  to  the  eudiometer,  so  as  to  leave  a  small  prifice  (fig.  58), 
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through  which  a  piece  of  the  moderately  thin  platinum  wire,  reaching 
about  two-thirds  across  the  tube,  is  passed.  The  fine  blow-pipe 
liame  is  now  brought  to  play  on  the  wire  at  the  point  where  it  enters 
the  tube;  the  glass  rapidly  fuses  round  the  wire,  making  a  perfectly 
gas-tight  joint.  If  it  should  be  observed  that  the  tube 
has  any  tendency  to  collapse  during  the  heating,  it  will 
be  necessary  to  blow  gently  into  the  open  end  of  the  tube. 
This  may  be  conveniently  done  by  means  of  a  long  piece 
of  caoutchouc  connector,  attached  to  the  eudiometer, 
which  enables  the  operator  to  watch  the  effect  of  the 
blowing  more  easily  than  if  the  mouth  were  applied 
directly  to  the  tube.  When  a  perfect  fusion  of  the  glass 
round  the  wire  has  been  effected,  the  point  on  the  opposite 
side  is  cut  off,  and  a  second  wire  sealed  in  in  the  same 
manner  (fig.  59).  The  end  of  the  tube  must  be  allowed 
to  cool  very  slowly;  if  proper  attention  is  not  paid  to 
this,  fracture  is  very  liable  to  ensue.  When  perfectly 
cold,  a  piece  of  wood  with  a  rounded  end  is  passed 
up  the  eudiometer,  and  the  two  Avires  carefully  pressed 
against  the  end  of  the  tube,  so  as  to  lie  in  contact  with 
the  glass,  with  a  space  of  1  or  2  m.nL  between  their 
points  (fig.  60).  It  is  for  this  purpose  that  the  wires, 
when  sealed  in,  are  made  to  reach  so  far  across  the  tube. 
The  ends  of  the  wires  projecting  outside  the  tube  are 
then  bent  into  loops.  These  loops  must  be  carefully 
treated,  for  if  frequently  bent  they  are  very  apt  to  break 
off  close  to  the  glass;  besides  tliis,  the  bending  of  the 
wire  sometimes  causes  a  minute  crack  in  the  glass,  which 
may  spread  and  endanger  the  safety  of  the  tube.  These 
difficulties  may  be  overcome  by  .cutting  off  the  wire  close 
to  the  glass,  and  carefully  smootliing  ttie  ends  by  rubbing 
them  with  a  piece  of  ground  glass  until  they  are  level 
with  the  surface  of  the  tube  (fig.  61).  In  order  to  make 
contact  with  the  induction  coil,  a  wooden  American  paper- 
clip, lined  with  platinum  foil,  is  made  to  grasp  the  tube ; 
the  foil  is  connected  with  two  strong  loops  of  platinum 
wire,  and  to  these  the  wires  from  the  coil  are  attached 
{&g.  62).  In  this  way  no  strain  is  put  on  the  eudiometer 
^vires  by  the  weight  of  the  wires  from  the  coil,  and 
]>erfect  contact  is  ensured  between  the  foil  and  platinum 
%vires.  It  is  also  easy  to  clean  the  outside  of  the 
eudiometer  without  fear  of  injuring  the  instrument 

It  will  now  be  necessary  to  examine  if  the  glass  is  perfectly 
fused  to  the  wires.     For  this  purpose  the  eudiometer  is     Fig.  56. 
filled  with  mercury,  and  inverted  in  the  trough.     If  the 
tube  has  800  m-m.  divisions,  a  vacuous  space  will  be  formed  in  the 
upper  end.     Note  the  height  of  the  mercury,  and  if  this  remains 
constant  for  a  while  the  wires  are  properly  sealed.     Should  the 
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eudiometer  be  short,  hold  it  in  tlie  hands,  and  bring  it  down  -ivith 
a  quick  movement  upon  the  edge  of  the  indiarrubber  cushion  at 
the  bottom  of  the  trough,  taking  care  that  the  force  of  impact  is 
slight,  else  the  mercury  may  fracture  the  sealed  end  of  the  tube. 
By  jerking  the  eudiometer  thus,  a  momentary  vacuum  is  formed, 
and  if  there  is  any  leakage,  small  bubbles  of  air  will  arise  from  the 
junction  of  the  wires  with  the  glass.. 


Fig.  57. 


Fig.  58. 


Fig.  59. 


Fig.  60. 


Fig.  Gl. 


Fig.  62. 


■".  The  tubes  are  graduated  by  the  following  processes : — ^A  cork 
is  fitted  into  the  end  of  the  tube,  and  a  piece  of  stick,  a  file,  or 
anything  that  will  make  a  convenient  handle,  is  thrust  into  the 
cork.  The  tube  is  heated  over  a  charcoal  fire  or  combustion  furnace, 
and  coated  with  melted  wax  by  means  of  a  camelVhair  brush. 
Sometimes  a  few  drops  of  turpentine  are  mixed  with  the  wax  to 
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render  it  less  brittle,  but  this  is  not  always  necessary.      If, 

cooling  it  should  be  found  that 

the  layer  of  wax  is  not  uniform, 

the  tube  may  be  placed  in  a 

perpendicular  position  before  a 

fire  and  slowly  rotated  so  as  to 

heat  it  evenly.     The  wax  will 

then  be  evenly  distributed  on 

the  surface  of    the  glass,  the 

excess  flowing  off.     The  tube 

must  not  be  raised  to  too  high 

a  temperature,  or  the  wax  may 

become  too  thin ;  but  aU  thick 

masses  should  be  avoided,  as 

they  may  prove  troublesome  in 

the  subsequent  operation. 

The  best  and  most  accurate  J  '  ^^^ 

mode  of  marking  the  millimeter 
divisions  on  the  wax  is  by  a 
graduating  machine ;  but  the 
more  usual  process  is  to  copy 
the  graduations  from  another 
tube  in  the  following  manner. 
A  hard  glass  tube,  on  which  c 
millimeter  divisions  liave  al-  ^ 
ready  been  deeply  etched,  is  ^ 
fixed  in  a  groove  in  the  gra- 
duating table,  a  straight-edge 
of  brass  being  screwed  down 
on  the  tube  and  covering  the 
ends  of  the  lines.  The  standard 
tube  is  shown  in  the  figure  at 
the  right-hand  end  of  tlie 
apparatus  (fig.  63).  The 
waxed  tube  is  secured  at  the 
other  end  of  the  same  groove, 
and  above  it  are  fixed  two 
brass  plates,  one  with  a  straight- 
edge, and  the  other  with 
notches  at  intervals  of  5  m.m., 
the  alternate  notches  being 
longer  than  the  intermediate 
ones  (fig.  64).  A  stout  rod  of 
wood  provided  with   a  sharp 

steel  point  near  one  end,  and  a  ^|  H^^H— J  (•K- 

penknife  blade  at  the  other 
(fig.  65),  is  held  so  that  the 
steel  point  rests  in  one  of  the 


bo 
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divisions  of  the  graduated  tube,  being  gently  pressed  at  the  same 
time  against  the  edge  of  the  brass  plate ;  the  point  of  the  knife- 
blade  is  then  moved  by  the  operator's  right  hand  across  the  portion 
of  the  waxed  tube  which  lies  exposed  between  the  two  brass  plates. 
When  the  line  has  been  scratched  on  the  wax,  the  point  is  moved 
along  the  tube  imtil  it  falls  into  the  next  division ;  another  line  is 
now  scratched  on  the  wax,  and  so  on.  At  every  fifth  division  the 
knife-blade  will  enter  the  notches  in  the  brass  plate,  making  a 
longer  line  on  the  tube.  After  a  little  practice  it  will  be  found 
easy  to  do  fifty  or  sixty  divisions  in  a  minute,  and  with  perfect 
regularity.  Before  the  tube  is  removed  from  the  apparatus,  it  must 
be  carefully  examined  to  see  if  any  mistake  has  been  made.  It 
may  have  happened  that  during  the  graduation  the  steel  point 
slipped  out  of  one  of  the  divisions  in  the  standard  tube;  if 
this  has  taken  place,  it  will  be  foimd  that  the  distance  between 
the  line  made  at  that  time  and  those  on  each  side  of  it  will 
not  be  equal,  or  a  crooked  or  double  line  may  have  been  produced. 
This  is  easily  obliterated  by  touching  the  wax  with  a  piece  of  heated 
platinum  wire,  after  which  another  line  is  marked.  The  tube  is 
now  taken  out  of  the  table,  and  once  more  examined.  If  any 
portions  of  wax  have  been  scraped  off  by  the  edges  of  the  apparatus, 


Pig.  66. 

or  by  the  screws,  the  coiiting  must  be  repaired  with  the  hot 
platinum  wire.  Numbers  have  next  to  be  marked  opposite  eacli 
tenth  division,  beginning  from  the  closed  end  of  the  tube,  the 
first  division,  which  should  be  about  10  m.m.  from  the  end,  being 
marked  10  (see  fig.  60).  The  figures  may  be  well  made  with  a 
steel  pen.  This  has  the  advantage  of  producing  a  double  line 
when  the  nib  is  pressed  against  the  tube  in  making  a  down-stroke. 
The  date,  the  name  of  the  maker  of  the  tube,  or  its  number, 
may  now  be  written  on  the  tube. 

The  etching  by  gaseous  hydrofluoric  acid  is  performed  by 
supporting  the  tube  by  two  pieces  of  wire  over  a  long  narrow 
leaden  trough  containing  sulphuric  acid  and  powdered  fluor-spar 
(fig.  66),  and  the  whole  covered  with  a  cloth  or  sheet  of  paper. 
Of  course  it  is  necessary  to  leave  the  cork  in  the  end  of  the  tube 
to  prevent  the  access  of  hydrofluoric  acid  to  the  interior,  which 
might  cause  the  tube  to  lose  its  transparency  to  a  considerable 
extent.  The  time  required  for  the  action  of  the  gas  varies  with 
the  kind  of  glass  employed-  With  ordinary  flint  glass  from  ten 
minutes  to  half  an  hour  is  quite  sufficient ;  if  the  leaden  trough  is 
heated,  the  action  may  take  place  even  still  more  rapidly.     Tlie 
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tube  is  removed  from  time  to  time,  and  a  small  portion  of  the 
wax  scraped  off  from  a  part  of  one  of  the  lines ;  and  if  the  division 
can  be  felt  with  the  finger-nail  or  the  point  of  a  knife,  the 
operation  is  finished ;  if  not,  the  wax  must  be  replaced,  and  the 
tube  restored  to  the  trough.  When  sufficiently  etched,  the  tube 
is  washed  with  water,  heated  before  a  fire,  and  the  wax  wiped 
off  with  a  wann  cloth. 

The  etching  may  also  be  effected  with  liquid  hydrofluoric  acid, 
by  applying  it  to  the  divisions  on  the  waxed  tube  with  a  brush, 
or  by  placing  the  eudiometer  in  a  gutta-percha  tube  closed  at  one 
end,  and  containing  some  of  the  liquid. 


Fig.  67. 


Fig.  68. 


As  all  glass  tubes  are  liable  to  certain  irregularities  of  diameter, 
it  follows  that  equal  lengths  of  a  graduated  glass  tube  will  not 
contain  exactly  equal  volumes ;  hence  it  is,  of  course,  impossible  to 
obtain  by  measurement  of  length  the  capacity  of  the  closed  end  of 
the  tube. 

In  order  to  provide  for  this,  the  tube  must  be  carefully  calibrated. 
For  thia  purpose  it  is  supported  vertically  (fig.  67),  and  successive 
quantities  of  mercury  poured  in  from  a  measure.  This  measure 
should  contain  about  as  much  mercury  as  ten  or  twenty  divisions 
of  the  eudiometer,  and  is  made  of  a  piece  of  thick  glass  tube, 
closed  at  one  end,  and  with  the  edges  of  the  open  end  ground 
perfectly  flat     The  tube  is  fixed  into  a  piece  of  wood  in  order  to 
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avoid  heating  its  contents  during  the  manipulation.  Tlie  measure 
may  be  filled  with  mercury  from  a  vessel  closed  with  a  stop-cock 
terminating  in  a  narrow  vertical  tube,  which  is  passed  to  the  bjottom 
of  the  measure  (fig.  68).  On  carefully  opening  the  stop-cock  the 
mercury  flows  into  the  measure  without  leaving  any  air-bubbles 
adhering  to  the  sides.  A  glass  plate  is  now  pressed  on  the  ground 
edges  of  the  tube,  which  expels  the  excess  of  mercury  and  leaves 
the  measure  entirely  filled.  The  mercury  may  be  introduced  into 
the  measure  in  a  manner  which  is  simpler  and  as  effectual,  though 
perhaps  not  quite  so  convenient,  by  first  closing  it  with  a  glass 
plate,  and  depressing  it  in  the  mercurial  trough,  removing  the  plat<^ 
from  the  tube,  and  again  replacing  it  before  raising  the  measure 
above  the  surface  of  the  mercury.  After  pouring  each  measured 
quantity  of  mercury  into  the  eudiometer,  the  air-bubbler  are 
carefully  detached  from  the  sides  by  means  of  a  thin  wooden  rod 
or  piece  of  whalebone,  and  the  level  of  the  mercury  at  the  highest 
part  of  the  curved  surface  carefully  observed. 

In  all  measurements 
in  gas  analysis  it  is,  of 
course,  essential  that  the 
eye  should  be  exactly  on 
a  level  with  the  surface 
of  the  mercury,  for  the 
parallax  ensuing  if  this 
were  not  the  case  would 
produce  grave  errors 
in  the  readings.  The 
placing  of  the  eye  in  the 
proper  position  may  be 
ensured  in  two  ways.  A 
small  piece  of  looking- 
glass  (the  back  of  which 
is  painted,  or  covered 
with  paper  to  prevent  the 
accidental  soiling  of  the 
mercury  in  the  trough)  is 
placed  behind,  and  in  contact  with  the  eudiometer.  The  head  is 
now  placed  in  such  a  position  that  the  reflection  of  the  pupil  of 
the  eye  is  precisely  on  a  level  with  the  surface  of  the  mercury  in 
the  tube,  and  the  measurement  made.  As  this  process  necessitates 
the  hand  of  the  operator  being  placed  near  the  eudiometer,  which 
might  cause  the  warming  of  the  tube,  it  is  preferable  to  read  off 
with  a  telescope  placed  at  a  distance  of  from  two  to  six  feet  from 
the  eudiometer.  The  telescope  is  fixed  on  a  stand  in  a  horizontal 
position,  and  the  siq^port  is  made  to  slide  on  a  vertical  rod.  The 
image  of  the  surface  of  the  mercury  is  brought  to  the  centre  of 
the  field  of  the  telescope,  indicated  by  the  cross  wires  in  the  eye- 
piece, and  the  reading  taken.     The  telescope  has  the  advantage  of 
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magnifying  the  graduations,  and  thus  facilitating  the  estimation 
by  the  eye  of  tenths  of  the  divisions.  Fig.  69  represents  the 
appearance  of  the  tube  and  mercury  as  seen  by  an  inverting 
telescope. 

By  this  method  the  capacity  of  the  tube  at  dififerent  parts  of  its 
length  is  determined.  If  the  tube  were  of  imiform  bore,  each 
measure  of  mercury  would  occupy  the  same  length  in  the  tube ; 
but  as  this  is  never  the  case,  the  value  of  the  divisions  at  all  parts 
of  the  tube  will  not  be  found  to  be  the  same. 

From  the  data  obtained  by  measuring  the  space  in  the  tube 
which  IB  occupied  by  equal  volumes  of  mercury,  a  table  is  con- 
structed by  which  the  comparative  values  of  each  millimeter  of  the 
tube  can  be  found.  The  following  results  were  obtained  in  the 
calibration  of  a  short  absorption  eudiometer : — 

On  the  introduction  of  the  Srd  volume  of  meroury,  the  readinff  wm  12'8  m  m. 
,.      5th  „  „  240 

»     eth  „  „  295 

„      7th  „  „  S6-2 

„      8th  „  „  410 

Thus,  the  standard  volumes  occupied  5*6  m.m.,  between  12*8  and  18*4 

„        5-6  „        18*4    „   34-0 

„        6-8  „        24-0    „   29-8 

5*4  „        29-8    „   35-2 

5-8  „        35-2    „   410 

If  we  assiunc  the  measure  of  mercury  to  contain  5*8  volumes 
(the  greatest  difference  between  two  consecutive  readings  on  the 
tube),  the  volume  at  the  six  points  above  given  will  be  as  follows : — 


At  12-8  it  wiU  bo  17-4  or  5-8  x  3 

18-4 

23-2  „  5-8  X  4 

240 

29-0  „  5-8  X  5 

29-8 

34-8  „  5-8  X  6 

35-2 

40-6  „  5-8x7 

41-0 

46-4  „  5-8  X  8 

Between  the  first  and  second  readings  these  5*8  volumes  are  con- 
tained in  5 '6  divisions,  consequently  each  millimeter  corresponds  to 

e-5  =  1  '0357  vol.     This  is  also  the  value  of  the  divisions  between  the 

O'D 

second  and  third  readings.     Between  the  third  and  fourth  1  m.m. 
contains  1  vol, ;  between  the  fourth  and   fifth,  1  m.m.  contains 

FT  =  1*0741  voL  :  and  between  the  fifth  and  sixth  ni.m.  =  1  vol. 

From  these  data  the  value  of  each  millimeter  on  the  tube  can 
readily  be  calculated.  Thus  13  will  contain  the  value  of  12*8  + 
the  value  of  0*2  of  a  division  at  this  part  of  the  tube,  or  17*4  + 
(1-0357  X  0-2)=  17-60714.  There  is,  however,  no  need  to  go 
beyond  the  second  place  of  decimals,  and,  for  all  practical  purposes, 
the  first  place  is  sufficient  Thus,  by  adding  or  subtracting  the 
necessary  volumes   from  the  experimental  numbers,  we   find  the 
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values  of   the  divisions  nearest  to  the  six  ^xDiuts   at  which  th& 
readings  were  taken  to  be — 

13  =  17-61  or  17-6 


18  =  22-79 
24  =  29-00 
30  =  3500 
35  =  40-38 
41  =  46-40 


22-8 
29-0 
350 
40-4 
46-4 


In  a  precisely  similar  manner  the  values  of  the  intermediate 
divisions  are  calculated,  and  we  thus  obtain  the  following  table  :^- 


10 
11 
12 
13 
14 
15 
16 
17 
18 
19 
20 


YolueB. 


14-50 
15-54 
16-57 
17-61 
18-65 
19-68 
20-71 
21-75 
22-79 
23-82 
24-86 


14-5 
15-5 
16-6 
17-6 
18-6 
19-7 
20-7 
21-8 
22-8 
23-8 
24-9 


21 
22 
23 
24 
25 
26 
27 
28 
29 
30 
31 


Vttlnea. 


25-89 
26-93 
27-96 
29-00 
30-00 
31-00 
3200 
33-00 
34-00 
35-00 
3607 


25-9 
26-9 
28-0 
29-0 
30-0 
31-0 
32-0 
33-0 
34-0 
350 
361 


Yttloes. 


32 

3715 

33 

38-22 

34 

39-30 

35 

40-38 

36 

41-40 

37 

42-40 

38 

43-40 

39 

44-40 

40 

45-40 

41 

46-40 

&c. 

&c. 

371 
38-2 
39-3 
40-4 
41-4 
42-4 
43-4 
44-4 
45-4 
46-4 
&c. 


If  it  be  desired  to  obtain  the  cajmcity  of  the  tube  in  cubic 
centimeters,  it  is  only  necessary  to  determine  the  weight  of  the 
quantity  of  mercury  the  measure  delivers,  and  the  temperature  at 
which  the  calibration  was  made,  and  to  calculate  the  contents  by 
the  following  formula : — 


C  = 


,7  X  (1+0-00018150 
13-596V 


in  which  g  represents  the  weight  of  the  mercury  contained  in  the 
measure,  t  the  temperature  at  which  the  calibration  is  made, 
0*0001815  being  the  coefficient  of  expansion  of  mercury  for  each 
degree  centigrade,  V  the  volimie  read  off  in  the  eudiometer,  and  C 
the  nimiber  of  cubic  centimeters  required. 

A  correction  has  to  be  made  to  every  number  in  the  table  on 
account  of  the  surface  of  the  mercury  assuming  a  convex  form  in 
the  tube.  During  the  calibration,  the  convexity  of  the  mercury  is 
turned  towards  the  open  end  of  the  tube  (fig.  70),  whilst  in  the 
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measurement  of  a  gas  the  convexity  will  be  in  the  opposite  direction 
(fig.  71).  It  is  obvious  that  the  quantity  of  mercury  measured 
during  the  calibration,  while  the  eudiometer  is  inverted,  wi\l  be 
less  than  a  volume  of  gas  contained  in  the  tube  when  the  mercury 
stands  at  the  same  division,  while  the  eudiometer  is  erect.  The 
necessary  amount  of  correction  is  determined  by  observing  the 
position  of  the  top  of  the  meniscus,  and  then  introducing  a  few 
drops  of  a  solution  of  corrosive  sublimate,  which  will  immediately 
cause  the  surface  of  the  mercury  to  become  horizontal  (fig.  72),  and 
again  measuring. 

It  will  be  observed  that  in  fig.  71  the  top  of  the  meniscus  was 
at  the  division  39,  whereas  in  fig.  72,  after  the  addition  of  corrosive 
sublimate,  the  horizontal  surface  of  the  mercury  stands  at  38 '7, 
giving  a  depression  of  0*3  m.m.  If  the  tube  were  now  placed 
erect,  and  gas  introduced  so  that  the  top  of  the  meniscus  was  at  39, 


•Fig.  70. 


►Fig.  71. 


Fig.  72. 


and  if  it  were  now  possible  to  overcome  the  capillarity,  the  horizontal 
surface  would  stand  at  39*3.  The  small  cylinder  of  gas  between 
38*7  and  39*3,  or  0*6  division,  would  thus  escape  measurement. 
This  number  0*6  is  therefore  called  the  error  of  menisciLs^  and  must 
be  added  to  all  readings  of  gas  in  the  eudiometer.  The  difierence, 
therefore,  between  the  two  readings  is  multiplied  by  two,  and  the 
volume  represented  by  the  product  obtained — the  eiTor  of  meniscus 
— is  added  to  the  measurements  before  finding  the  corresponding 
capacities  by  the  table.  In  the  case  of  the  tube,  of  which  the 
calibration  is  given  above,  the  difference  between  the  two  readings 
was  0*4  m.m.,  making  the  error  of  meniscus  0*8. 

All  experiments  on  gas  analysis,  with  the  apparatus  described, 

*  In  these  the  merciiry  should  jast  touch  39. 
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should  be  conducted  in  a  room  set  apart  for  the  purpose,  with  the 
window  facing  the  north,  so  that  the  sun's  rays  cannot  penetrate 
into  it,  and  carefully  protected  from  flues  or  any  source  of  heat 
which  might  cause  a  change  of  temperature  of  the  atmosphere. 
The  mercury  employed  should  be  punfled,  as  far  as  possible,  from 
lead  and  tin,  whicli  may  be  done 
by  leaving  it  in  contact  with  dilute 
nitric  acid  in  a  shallow  vessel  for 
some  time,  or  by  keeping  it  when 
out  of  use  under  concentrated 
sulphuric  acid,  to  which  some  mer- 
curous  sulphate  has  been  added. 
This  mercury  reservoir  may  con- 
veniently be  made  of  a  glass  globe 
with  a  neck  at  the  top  and  a 
stop-cock  at  the  bottom  (fig.  73), 
and  which  is  not  filled  more  than 
one-half,  so  as  to  maintain  as  large 
a  surface  as  possible  in  contact 
with  the  sulphuric  acid.  Any 
foreign  metals  (with  the  exception 
of  silver,  gold,  and  platinum) 
which  may  be  present  are  removed 
by  the  mercurous  sulphate,  an 
equivalent  quantity  of  mercury 
being  precipitated.  This  process, 
which  was  originated  by  M. 
Deville,  has  been  in  use  for 
many  years  with  very  satisfactory 
results,  the  mercury  being  always 
clean  and  dry  when  drawn  from 
the  stop-cock  at  the  bottom  of  the 
globe.  The  mouth  of  the  globe 
should  be  kept  close  to  prevent 
the  absorption  of  water  by  the 
sulphuric  acid. 

In  all  cases,  where  practicable, 
gases  should  be  measured  when 
completely  saturated  with  aqueous 
vapour:  to  ensure  this,  the  top 
of  the  eudiometer  and  absorption 
tubes  should  be  moistened  before 
the  introduction  of  the  mercury'. 
This  may  be  done  by  dipping  the  end  of  a  piece  of  iron  wire 
into  water,  and  touching  the  interior  of  the  closed  extremity  of 
the  tube  with  the  iKtint  of  the  wire. 

In  filling  the  eudiometer,  the  greatest  care  must  of  course  be 
taken  to  exclude  all  air-bubbles  from  the  tubes.      This  may  be 


Fig.  78. 
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effected  in  several  ways:  the  eudiometer  may  be  held  in  an  inverted 
or  inclined  position,  and  the  mercury  introduced  through  a  narrow 
glass  tube  which  passes  to  the  end  of  the  eudiometer  and  com- 
municates, with  the  intervention  of  a  stop-cock,  with  a  reservoir 
of  mercury  (fig.  74).  On  carefully  opening  the  stop-cock,  the 
mercury  slowly  flows  into  the  eudiometer,  entirely  displacing  the  air. 
The  same  result  may  be  obtained  by  placing  tlio  eudiometer  nearly 
in  a  horizontal  position,  and  carefidly  introducing  the  mercury 
from  a  test-tube  without  a  rim  (fig.  75).  Any  minute  bubbles 
adhering  to  the  side  may  generally  be  removed  by  closing  the 
mouth  of  the  tube  with  the  thumb,  and  allowing  a  small  air-bubble 
to  rise  in  the  tube,  and  thus  to  wash  it  out  After  filling  the 
eudiometer  entirely  with  mercury,  and  inverting  it  over  the  trough, 
it  will  generally  be  found  that  the  air-bubbles  have  been  removed. 

For  the  introduction  of  the  gases^  the  eudiometer  should  be 
placed  in  a  slightly  inclined  position,  being  held  by  a  support 
attached  to  the  mercurial  trough  (fig.  76),  and  the  gas  transferred 


Fig.  74. 

from  the  tube  in  which  it  has  been  collected.  The  eudiometer  is 
now  put  in  an  absolutely  vertical  position,  determined  by  a 
plumb-line  placed  near  it,  and  a  thermometer  suspended  in  dose 
proximity.  It  must  then  be  left  for  at  least  half  an  hour,  no  one 
being  allowed  to  enter  the  room  in  tlie  meantime.  After  the 
expiration  of  this  period,  the  operator  enters  the  room,  and,  by 
means  of  the  telescope  placed  several  feet  from  the  mercury  table, 
carefully  observes  the  height  of  the  mercury  in  the  tube,  estimating 
the  tenths  of  a  division  with  the  eye,  which  can  readily  be  done 
after  a  little  practice.  He  next  reads  the  thermometer  with  the 
telescope,  and  finally  the  height  of  the  mercury  in  the  trough  is  read 
o£f  on  the  tube,  for  which  purpose  the  trough  must  have  glass  sides. 
The  difference  between  these  two  numbers  is  the  length  of  the 
column  of  mercury  in  the  eudiometer,  and  has  to  be  subtracted 
from  the  reading  of  the  barometer.  It  only  remains  to  take  the 
height  of  the  barometer.  The  most  convenient  form  of  instrument 
for  gas  analysis  is  the  syphon  barometer,  with  the  divisions  etched 
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on  the  tube.  This  is  placed  on  the  mercury  table,  so  that  it  may 
be  read  by  the  telescope  immediately  after  the  measurements 
in  the  eudiometer.  There  are  two  methods  of  numbering  the 
divisions  on  the  barometer:  in  one  the  zero  point  is  at  or 
near  the  bend  of  the  tube,  in  which  case  the  height  of  the 
lower  column  must  be  subtracted 
from  that  of  the  higher;  in  the  other 
the  zero  is  placed  near  the  middle  of 
the  tube,  so  that  the  numbers  have  to 
be  added  to  obtain  the  actual  height. 
In  cases  of  extreme  accuracy,  a  correction 
must  be  made  for  the  temperature  of  the 
barometer,  which  is  determined  by  a  ther- 
mometer suspended  in  the  open  limb  of  the 
instrument,  and  passing  through  a  plug  of 
cotton  wool.  Just  before  observing  the 
height  of  the  barometer,  the  bulb  of  the 
thermometer  is  depressed  for  a  moment 
into  the  mercury  in  the  open  limb,  thus 
causing  a  movement  of  the  mercurial 
column,  which  overcomes  any  tendency 
that  it  may  have  to  adhere  to  the  glass. 

In  every  case  the  volume  observed  must 
be  reduced  to  the  normal  temperature  and 
pressure,  in  order  to  render  tlie  results 
comparable.  If  the  absolute  volume  is 
required,  the  normal  pressure  of  760  m.m. 
must  be  employed :  but  when  comparative 
volumes  only  are  desired,  the  pressure  of 
1000  m.m.  is  generally  adopted,  as  it 
somewhat  simplifies  the  calculation.  In 
the  following  formula  for  correction  of  the 
volume  of  gases — 

V^  =  the  correct  volume. 

V  =  the  volume  found  in  the  table,  and 
corresponding  to  the  observed  height  of 
the  mercury  in  the  eudiometer,  the  error 
of  meniscus  being,  of  course,  included. 

B  =  the  height  of  the  barometer  (cor- 
rected for  temperature,  if  necessary)  at 
the  time  of  measurement. 

b  =  the  difference  between  the  height  of  the  mercury  in  the 
trough  and  in  the  eudiometer. 

t  =  the  temperature  in  centigrade  degrees. 

T  =  the  tension  of  aqueous  vapour  in  millimeters  of  mercury 
at  f.  This  number  is,  of  course,  only  employed  when  the  gas  is 
saturated  with  moisture  at  the  time  of  measurement. 
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Then 


Yl  =  ; 


Y  X  (B-b-T) 


■  760  X  (1+0-0036650' 
when  the  pressure  of  760  m.m.  is  considered  the  nonnal  one ;  or, 


Vi  = 


y  X  (B-b-T) 
1000  X  (1  +  0-0036650' 


when  the  normal  pressure  of  1  meter  is  adopted. 
.  In  cases  where  the  temperature  at  measurement  is  below  0** 
(which  rarely  happens),  the  factor  1  -  0*003665^  must  be  used. 

Tables  have  been  constructed  containing  the  values  of  T;  of 
1000  X  (1  +  0-0036650,  and  of  760  x  (1  +  0-0036650,  which 
very  much  facilitate  the  numerous  calculations  required  in  this 
branch  of  analysis.*     These  will  be  found  at  the  end  of  the  book. 


Fig.  76. 

We  shall  now  be  in  a  position  to  examine  the  methods  employed 
in  gas  analysis.  Some  gases  may  be  estimated  directly ;  that  is, 
they  may  be  absorbed  by  certain  reagents,  the  diminution  of  the 
volume  indicating  the  quantity  of  the  gas  present.  Some  arc 
determined  indirectly ;  that  is,  by  exploding  them  with  other 
gases,  and  measuring  the  quantities  of  the  products.  Some  gases 
may  be  estimated  either  directly  or  indirectly,  according  to  the 
circumstances  under  which  they  are  found. 

*  Mr.  Sutton  will  forward  a  copy  of  these  Tables,  printed  seoarately  for  laboratory 
nae,  to  any  one  desiring  them,  on  receipt  of  the  necessary  address. 

II  n 
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1.    OASES    ESTIKATED    DISBCTI.T. 

A.  Oases  Absorbed  by  Crystallized  Sodio  Fhospliate  and  Potaasie 

Hydrate:— 

Hydrochloric  acid, 
Hydrobromic  acid, 
Hydriodic  acid. 

B.  Oases  Absorbed  by  Fotassio  Hydrate,  and  not  by  Crystalllaaa 

Sodio  Pbospliate :— 

Carbonic  anhydride, 
Sulphurous  anhydride, 
Hydrosulphuric  acid. 

C.  Oases  Absorbed  by  neither  Crystallised  Sodio  Fhospbate   zior 

Fotassio  Hydrate:— 

Oxygen, 
Nitric  oxide, 
Carbonic  oxide, 

Hydrocarbons  of  the  composition  Cn  H% 
Hydrocarbons  of  the  formula  (Cn  H^n  +  l)^, 
Hydrocarbons    of    the    formula    Cn   H%  +  2, 
except  Marsh  gas. 

2.    OASES   ESTIKATED   INDIBBCTI.T. 

Hydrogen, 
Carbonic  oxide, 
Marsh  gas, 
Methyl, 

Ethylic  hydride. 
Ethyl, 

Propylic  hydride, 
Butylic  hydride, 
Kitrogen. 

DIBECT    ESTIUATIOKS. 

Oroup  A,  containing  Hydroohlorio,  Hydrobromic,  and 
Hydriodic  Acids. 

§  95.  In  Buns  en's  method  *the  reagents  for  absorption  are 
generally  used  in  the  solid  form,  in  the  shape  of  bullets.  To  make 
the  bullets  of  sodic  phosphate,  the  end  of  a  piece  of  platinum  wire, 
of  about  one  foot  in  length,  is  coiled  up  and  j&xed  in  the  centre  of 
a  pistol-bullet  mould.     It  is  well  to  bend  the  handles  of  the  mould. 
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SO  that  when  it  is  closed  the  handles  are  in  contact,  and  may  be 
fastened  together  by  a  piece  of  copper  wire  (fig.  77).  The  usual 
practice  is  to  place  the  platinum  wire  in  the  hole  through  which  the 
mould  is  filled ;  but  it  is  more  convenient  to  file  a  small  notch  in 
one  of  the  faces  of  the  open  mould,  and  place  the  wire  in  the  notch 
before  the  mould  is  closed.  In  this  manner  the  wire  is  not  in  the 
way  during  the  casting,  and  it  is  subsequently  more  easy  to  trim 
the  bullet.  Some  ordmary  crystallized  sodic  phosphate  is  fused  in 
a  platinum  crucible  (or  better,  in  a  small  piece  of  wide  glass  tube, 
closed  at  one  end,  and  with  a  spout  at  the  other,  and  held  by  a 
copper-wire  handle),  and  poured  into  the  bullet  moidd  (fig.  78). 
When  quite  cold,  the  mould  is  first  gently  warmed  in  a  gas-flame, 
opened,  and  the  bullet  removed.  If  the  warming  of  the  mould  is 
omitted,  the  bullet  is  frequently  broken  in  consequence  of  its 
adhering  to  the  metal.  Some  chemists  recommend  the  use  of  sodic 
sulphate  instead  of  phosphate,  which  may  be  made  into  balls  by 
dipping  the  coiled  end  of  a  piece  of  platinum  wire  into  the  salt 


riff.  77.  Pig.  78. 

fused  in  its  water  of  crystallization.  On  removing  the  wire,  a 
small  quantity  of  the  salt  will  remain  attached  to  the  wire.  When 
this  has  solidified,  it  is  again  introduced  for  a  moment  and  a 
larger  quantity  will  collect ;  and  this  is  repeated  until  the  ball  is 
sufficiently  large.  The  balls  must  be  quite  smooth,  in  order  to 
prevent  the  introductipn  of  any  air  into  the  eudiometer.  When 
the  bullets  are  made  in  a  mould,  it  is  necessary  to  remove  the 
short  cylinder  which^  is  produced  by  the  orifice  through  which  the 
fused  salt  has  been  poured. 

In  the  estimation  of  these  gases,  it  is  necessary  that  they  should 
lie  perfectly  dry.  This  may  be  attained  by  introducing  a  bullet  of 
fused  calcic  chloride.  After  the  laj^e  of  about  an  hour,  tlie  bullet 
may  be  removed,  the  absorption  tube  placed  in  a  vertical  position, 
with  thermometer,  etc.,  arranged  for  the  reading,  and  left  for 
half  an  hour  to  assume  the  temperature  of  the  air.  When  the 
reading  has  been  taken,  one  of  the  bullets  of  sodic  phosphate  or 
sodic  sulphate  is  depressed  in  the  trough,  wiped  with  the  fingers 

H  H  2 
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while  under  the  mercury  in  order  to  remove  any  air  that  it  might 
have  carried  down  with  it,  and  introduced  into  the  absorption  tube, 
which  for  this  purpose  is  inclined  and  held  in  one  hand,  while 
the  bullet  is  passed  into  the  tube  with  the  other.  Care  must  be 
taken  that  the  whole  of  the  platinum  wire  is  covered  with  mercurj' 
while  the  bullet  remains  in  the  gas,  otherwise  there  is  a  risk  of 
air  entering  the  tube  between  the  mercury  and  the  wire  (fig.  79). 

After  standing  for  an  hour,  the  bullet  is  withdrawn  from  the 
absorption  tube.  This  must  be  done  with  some  precaution,  so  as 
to  prevent  any  gas  being  removed  from  the  tube.  It  is  best  done 
by  drawing  down  the  bullet  by  a  brisk  movement  of  the  wire,  the 
gas  being  detached  from  the  bullet  during  the  rapid  descent  of  the 
latter  into  the  mercury.  Tlie  bullet  may  then  be  more  slowly 
removed  from  the  tube.  As  sodic  phosphate  and  sodic  sulphate 
contain  water  of  crystallization,  and  a  corresponding  proportion 
of  this  is  liberated  for  every  equivalent  of  sodic  cldoride  formed, 
care  must  be  taken  that  the 
bullets  are  not  too  small,  else 
the  -water  set  free  will  soil  the 
sides  of  the  eudiometer,  especially  • 
if  there  is  a  large  volume  of  gas 
to  be  absorbed.  As  a  furtlier 
precaution,  drive  off  some  of  the 
water  of  crystallization  before 
casting  the  bullet.  When  the 
bullet  has  been  removed,  the  gas 
must  be  dried  as  before  with 
calcic  chloride  and  again  measured. 
K  two  or  more  of  the  gases  are 
present  in  the  mixture  to  be 
analyzed,  the  sodic  phosphate  ball 
must  be  dissolved  in  water,  and 
the  chlorine,  bromine,  and  iodine 
determined  by  the  ordinary  ana- 
lytical methods.  If  this  has  to  tc  '•q 
be  done,  care  must  be  taken  ^*  * 
that  the  sodic  phosphate  employed  is  free  from  chlorine. 


0roup  B.    G-ases  absorbed  by  Fotassic  Hydrate,  but  not  by 
Sodic  Phosphate. 

Carbonic    anhydride,    sulphuretted    hydrogen,    and 
sulphurous    anhydride. 

§  96.  If  tlie  gases  occur  singly,  they  are  determined  by  means^ 
of  a  bullet  of  caustic  potash  made  in  the  same  manner  as  the  soilic 
phosphate  baUs.  The  caustic  potash  employed  should  contain 
sufficient  water  to  render  the  bullets  so  soft  that  they  may  l)o 
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marked  with  the  nail  when  cold.  Before  use  the  balls  must  bo 
slightly  moistened  with  water ;  and  if  large  quantities  of  gas  have 
to  be  absorbed,  the  bullet  must  be  removed  after  some  hours, 
washed  w^ith  water,  and  returned  to  the  absorption  tube.  The 
absorption  may  extend  over  twelve  or  eighteen  hours.  In  order  to 
ascertain  if  it  is  completed,  the  potash  ball  is  removed,  washed, 
again  introduced,  and  allowed  to  remain  in  contact  with  the  gas 
for  about  an  hour.  K  no  duninution  of  voliune  is  observed  the 
operation  is  finished. 

The  following  analyses  of  a  mixture  of  air  and  carbonic  anliydride 
will  serve  to  show  the  mode  of  recording  the  observations  and  the 
metliods  of  calcidation  required. 


Analysis  of  a  Iffbttare  of  Air  and  Carbonic  Anhydride. 
1.     Gas  Saturated  with  Moisture. 

Height  of  mercury  in  trough   .              =  171*8  m.m. 

Height  of  mercury  in  absorption  eudio- 
meter          .             .             .              =  89*0  m.m. 

Column  of  mercury  in  tube,  to  be  sub-  

tracted  from  the  height  of  barometer  =  h  =  82*8  m.m. 

Height  of  mercury  in  eudiometer  =  89*0  m.m. 

Correction  for  error  of  meniscus  =  0*8  m.m. 


89-8  m.m. 


Volume  in  table  corresponding  to  89*8 

m.m.  .  .  .  =  V  =  96*4 

Temperature  at  which  the.  reading  was 

made  .  .  .  =   ^  =  12-2" 

Height  of  barometer  at  time  of  obser- 
vation .  .  .  =B  =  765-25  m.m. 

Tension  of  aqueous  vapour  at  12*2°       =T=     10*6  m.m. 

yx(B^&^T) 
^    ""  1000  X  (1+0-0036650"" 

96-4  X  (765-25 -82-8 -.10-6) 
1000  X  [1  -h  (0-003665  x  12-2)] " 

96-4x671-85 
1000x1044713"^^^^* 

log.    96-4   =1-98408 
log.  671-85  =  2-82727 

4-81135 
log.  (1000  X  1-044713)  =  3-01900 

1-79235  =  log.  61 -994  =  VI 
Corrected  volume  of  air  and  CO2  =  V^  =  61-994. 
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After  absorption  of  carbonic  anhydride  by  bullet  of 
potassic  hydrate. 

GasDr}\ 

Height  of  mercury  in  trough   .  =  172-0  m.ni. 

Height  of  mercury  in  absorption  eudio- 
meter .  .  .  =  62*5  m.m. 

Column  of  mercury  in  eudiometer        =  h  =  109 '5  m.m. 


Height  of  mercury  in  eudiometer  =  62*5  m.m. 

Correction  for  error  of  meniscus  =  0-8  m.m. 


63-3  m.ni. 


Volume  in  table  corresponding  to  63-3 

m.m.  .  .  .  =  V  =  69-35 

Temperature    .  .  .  =   f   =  lO-S"* 

Barometer        .  .  .  =  B  =  766*0  m.m. 


1000  X  (1+0-0036650" 

69-35  x,(766-0- 109-5) 
1000  X  [1  +  (0-003665  x  10-8)] "" 

69-35  X  656-5 
1000x1039582"^^*'^*^ 

log.    69-35=1-84105 
log.  656-5  =2-81723 

4-65828 
log.  (1000  X  1-039582)  =  3-01686 

1-64142^  log.  43-795  =Vi 

Corrected  volume  of  air  =  43*795 
Air  +  C02=61-994 
Air  =  43*795 

COg=  18-199 

61*994     :     18-199     :  :     100     :     d?  =  percentage  of  CO^ 

18*199x100     „^^^^ 
^=-6r995-  =  29-355 

Percentage  of  CO^  in  mixture  of  air  and  gas  =  29-355. 
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Gas  Moist. 

Height  of  mercury  in  trough  .  =  174*0  m.iii. 

Height  of  mercury  in  eudiometer  =  98*0  m.ni. 

Column  of  mercury  in  tube     .  =  h  =  76*0  m.m. 

Height  of  mercury  in  eudiometer  =  98*0  num. 

Correction  for  error  of  meniscus  =  0*8  m.m. 


98*8  m.m. 


Volume  in  table,  corresponding  to  98*8 

m.m.  .  .  .  =V=  105*6 

Temperature    .  .  .  =^=    12*5* 

Barometer        .  .  .  =B=  738*0  m.m. 

Tension  of  aqueous  vapour  at  12*5'*      =T=    10*8  m.m. 

Corrected  volume  of  air  and  carbonic 

anhydride    .  .  .  =  65*754 

After  absorption  of  CO^. 

Gas  Dry. 

Height  of  mercury  in  trough  .  =         173*0  m.m. 

Height  of  mercury  in  absorption  eudio- 
meter .  .  .  =  70*3  m.m. 

Column  of  mercury  in  tube     .  =  ^  =  102*7  m.m. 

Height  of  mercury  in  eudiometer         =  70*3  m.m. 

Correction  for  error  of  meniscus  =  0*8  m.m. 


71*1  m.m. 


Volume  in  table  corresponding  to  71*1 

m.m.  .  .  .  =V=   77*4 

Temperature    .  .  .  =  ^  =.   14-1'* 

Barometer        .  .  .  =B  =  733*5  m.m. 

Corrected  volume  of  air  =  46*425 

Air +  C02  =  65*754 

Air  =  46*425 

CQ^  =  19*329 

65*754  :  19*329  :  :  100  :  22*396. 

I.  II. 

Percentage  of  CO^  in  mixture  of  air  and  gas    29*355    29*396 

If  either  sulphurous  anhydride  or  sulphuretted  hydrogen  occurs 
together  with  carbonic  anhydride,  one  or  two  modes  of  operation 
may  be  followed.  Sulphuretted  hydrogen  and  sulphurous  aidiydride 
are  absorbed  by  manganic  peroxide  and  by  ferric  oxide,  which 
may  be  formed  into  bullets  in  the  following  manner.     The  oxides 
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are  made  into  a  paste  with  water,  and  introduced  into  a  bullet 
mould,  the  interior  of  which  has  been  oiled,  and  containing  the 
coiled  end  of  a  piece  of  platinum  wire ;  the  mould  is  then  placed 
on  a  sand  bath  till  the  ball  is  dry.  The  oxides  -will  now  be  left  in 
a  porous  condition,  which  would  be  inadmissible  for  the  purpose 
to  which  they  are  to  be  applied ;  the  balls  are  therefore  moistened 
several  times  with  a  sirupy  solution  of  phosphoric  acid,  care  being 
taken  that  they  do  not  become  too  soft,  so  as  to  render  it  difficult 
to  introduce  them  into  the  eudiometer.  After  the  sulphuretted 
hydrogen  or  sulphurous  anhydride  has  been  removed,  the  gas 
should  be  dried  by  means  of  calfeic  chloride.  The  carbonic 
anhydride  can  now  be  determined  by  means  of  the  bullet  of 
potassic  hydrate. 

The  second  method  is  to  absorb  the  two  gases  by  means  of 
a  ball  of  potassic  hydrate  containing  water,  but  not  moistened  on 
the  exterior,  then  to  dissolve  the  bullet  in  dilute  acetic  acid  which 
has  been  previously  boiled  and  allowed  to  cool  without  access  of 
air,  and  to  determine  the  amount  of  sulphuretted  hydrogen  or 
sulphurous  anhydride  by  means  of  a  standard  solution  of  iodine. 
This  process  is  especially  applicable  when  rather  small  quantities  of 
sulphuretted  hydrogen  have  to  be  estimated. 


Group  C.  This  eronp  oontains  the  sases  not  absorbed  by  Fbtaosic 
Hydrate  or  Sodic  Phosphate,  and  consists  of  Oxygen,  Kitzlo 
Oxide,  Carbonic  Oxide,  Hydrocarbons  of  the  formtil6»  CnH^ 
(Cn2H2n+l)2,  and  CnH^+^y  except  Uarsh  gas. 

Oxygen  was  formerly  determined  by  means  of  a  ball  of 
phosphorus,  but  it  is  difficult  subsequently  to  free  the  gas  from 
the  phosphorous  acid  produced,  and  which  exerts  some  tension,  and 
so  vitiates  the  results ;  besides  which,  the  presence  of  some  gase^ 
interferes  with  the  absorption  of  oxygen  by  phosphorus;  and  if 
any  potassic  hydrate  remains  on  the  side  of  the  tube,  from  the 
previous  absorption  of  carbonic  anhydride,  there  is  a  possibility  of 
the  formation  of  phosphoretted  hydrogen,  which  would,  of  course, 
vitiate  the  analysis.  A  more  convenient  reagent  is  a  freshly 
prepared  alkaline  solution  of  potassic  pyrogallate  introduced  into 
the  gas  in  a  bullet  of  papier-mach^.  The  balls  of  papier-mache 
are  made  by  macerating  filter-paper  in  water,  and  forcing  as  much 
of  it  as  possible  into  a  bullet  mould  into  which  the  end  of  a  piece 
of  platinum  wire  has  been  introduced.  In  order  to  keep  the  mould 
from  opening  while  it  is  being  filled,  it  is  well  to  tie  the  handles 
together  with  a  piece  of  string  or  wire,  and  when  charged  it  is 
placed  on  a  sand  bath.  After  the  mass  ia  dry  the  mould  may  be 
opened,  when  a  large  absorbent  bullet  ^vill  have  been  produced. 
The  absorption  of  oxygen  by  the  alkaline  pyrogallate  is  not  very 
rapid,  and  it  may  be  necessary  to  remove  the  ball  once  or  twice 
during  the  operation,  and  to  charge  it  freshly. 
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Nitric  oxide  cannot  be  readily  absorbed  in  an  ordinary 
absorption  tube;  it  may,  however,  be  converted  into  nitrous 
anhydride  and  nitric  peroxide  by  addition  of  excess  of  oxygen, 
absorbing  the  oxygen  compounds  with  potassic  hydrate,  and  the 
excess  of  oxygen  by  potassic  pyrogallate.  The  diminution  of  the 
volume  will  give  the  quantity  of  nitric  oxide.  This  process  is 
quite  successful  when  tlie  nitric  oxide  is  mixed  with  olefiant  gas 
and  ethylic  hydride,  but  it  is  possible  that  other  hydrocarbons 
might  be  acted  on  by  the  nitrous  compounds. 

Carbonic  oxide  may  be  absorbed  by  two  reagents.  If  carbonic 
anhydride  and  oxygen  be  present  they  must  be  absorbed  in  the 
usual  manner,  and  afterwards  a  papier-mache  ball  saturated  with 
a  concentrated  solution  of  cuprous  chloride  in  dilute  hydrochloric 
acid  introduced.  A  ball  of  caustic  potash  is  subsequently  employed 
to  remove  the  hydrochloric  acid  given  off  by  the  previous  reagent, 
and  to  dry  the  gas.  Carbonic  oxide  may  also  be  absorbed  by 
introducing  a  ball  of  potassic  hydrate,  placing  the  absorption  tube 
in  a  beaker  of  mercury,  and  heating  the  whole  in  a  water  bath  to 
100**  for  60  hours.  The  carbonic  oxide  is  thus  converted  into 
potassic  formate  and  entirely  absorbed. 

Olefiant  Gas  and  other  Hydrocarbons  of  the  formula 
CnH%  are  absorbed  byNordhausen  sulphuric  acid,  to  which  an 
additional  quantity  of  sulphuric  anhydride  has  been  added.  Such 
an  acid  may  be  obtained  by  heating  some  Nordhausen  acid  in 
a  retort  connected  with  a  receiver  containing  a  small  quantity  of 
the  same  acid.  This  liquid  is  introduced  into  the  gas  by  means  of 
a  dry  coke  bidlet.  These  bullets  are  made  by  filling  the  mould, 
into  which  the  usual  platinum  wire  has  been  placed,  with  a  mixture 
of  equal  weights  of  finely  powdered  coke  and  bituminous  coal. 
The  mould  is  then  heated  as  rapidly  as  possible  to  a  bright  red 
heat,  and  opened  after  cooling ;  a  hard  porous  ball  will  have  been 
produced,  which  may  be  employed  for  many  different  reagents. 
It  is  sometimes  difficult  to  obtain  the  proper  mixture  of  coal  and 
coke,  but  when  once  prepared,  the  bullets  may  be  made  with  the 
greatest  ease  and  rapidity.  The  olefiant  gas  will  be  absorbed  by  the 
sulphuric  acid  in  about  an  hour,  though  they  may  be  left  in  contact 
for  about  two  hours  with  advantage.  If,  on  removing  the  bullet, 
it  still  fumes  strongly  in  the  air,  it  may  be  assumed  that  the 
absorption  is  complete.  The  gas  now  contains  sulphurous,  sulphuric, 
and  perhaps  carbonic  anhydiides;  these  may  be  removed  by 
a  manganic  peroxide  ball,  followed  by  one  of  potassic  hydrate,  or 
the  former  may  be  omitted,  the  caustic  potash  alone  being  used. 
The  various  members  of  the  CnH^n  group  cannot  be  separated 
directly,  but  by  the  indirect  method  of  analysis  their  relative 
quantities  in  a  mixture  may  be  determined. 

The  hydrocarbons  (CnH2n  +  ^)2  and  CnH%  +  2  may  be  absorbed 
by  absolute  alcohol,  some  of  which  is  introduced  into  the 
absorption  tube,  and   agitated   for   a  short   time  with   the  gas. 
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Correction  has  then  to  be  made  for  the  weight  of  thd  column  of 
alcohol  on  the  surface  of  the  mercury,  and  for  the  tension  of  the 
alcohol  vapour.  This  method  only  gives  approximate  results,  and 
can  only  be  employed  in  the  presence  of  gases  very  slightly  soluble 
in  alcohol. 

The  time  required  in  the  different  processes  of  absorption  just 
described  is  considerable;  perhaps  it  might  be  shortened  by 
surrounding  the  absorption  eudiometer  with  a  wider  tube,  similar 
to  the  external  tube  of  a  Liebig's  condenser,  and  through  which 
a  current  of  water  is  maintained.  By  means  of  a  thermometer  in 
the  space  between  the  tubes  the  temperature  of  the  gas  would  be 
known,  and  the  readings  might  be  taken  two  or  three  minutes 
after  the  withdrawal  of  the  reagents.  Besides  this  advantage,  the 
great  precaution  necessary  for  maintaining  a  constant  temperature 
in  the  room  might  be  dispensed  with.  A  few  experiments  made 
some  years  ago  in  this  direction  gave  satisfactory  residts. 

INDIBBCT   DETEBUINATIONS. 

§  97.  Gases  which  are  not  absorbed  by  any  reagents  that  are 
applicable  in  eudiometers  over  mercury,  must  be  determined  in  an 
indirect  manner,  by  exploding  them  with  other  gases,  and  noting 
either  the  change  of  volume  or  the  quantity  of  their  products 
of  decomposition;  or  lastly,  as  is  most  frequently  the  case,  by 
a  combination  of  these  two  methods.  Thus,  for  example,  oxygen 
may  be  determined  by  exploding  with  excess  of  hy(bx)gen,  and 
observing  the  contraction ;  hydrogen  may  be  estimated  by  exploding 
with  excess  of  oxygen,  and  measuring  the  contraction ;  and  marsh 
gas  by  exploding  with  oxygen,  measuring  the  contraction,  and  also 
the  quantity  of  carbonic  anhydride  generated. 

The  operation  is  conducted  in  the  following  manner : — ^The  long 
eudiometer  furnished  with  explosive  wires  is  filled  with  mercury 
(after  a  drop  of  water  has  been  placed  at  the  top  of  the  tube  by 
means  of  an  iron  wire,  as  before  described),  and  some  of  the  gas  to 
be  analyzed  is  introduced  from  the  absorption  eudiometer.  This 
gas  is  then  measured  with  the  usual  precautions,  and  an  excess  of 
oxygen  or  hydrogen  (as  the  case  may  be)  introduced.  These  gases 
may  be  passed  into  the  eudiometer  directly  from  the  apparatus  in 
which  they  are  prepared ;  or  they  may  be  previously  collected  in 
lipped  tubes  of  the  form  of  absorption  tubes,  so  as  to  be  always 
ready  for  use. 

For  the  preparation  of  the  oxygen  a  bulb  is  used,  which  is  blown 
at  the  closed  end  of  a  piece  of  combustion  tube.  The  bulb  is  about 
half  filled  with  dry  powdered  potassic  chlorate,  the  neck  drawn  out, 
and  bent  to  form  a  delivery  tube.  The  chlorate  is  fused,  and  the 
gas  allowed  to  escape  for  some  time  to  ensure  the  expulsion  of  the 
atmospheric  air ;  the  end  of  the  delivery  tube  is  then  brought 
under  the  orifice  of  the  eudiometer,  and  the  necessary  quantity  of 
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gas  admitted.  When  it  is  desired  to  prepare  the  oxygen  beforehand, 
it  may  be  collected  directly  from  the  bidb ;  or,  another  method  to 
obtain  the  gas  free  from  air  may  be  adopted  by  those  who  are 
provided  with  the  necessary  appliances.  This  is,  to  connect  a  bulb 
containing  potassic  chlorate  with  aSprengel's  mercurial  air-pump, 
and,  after  heating  the  chlorate  to  fusion,  to  produce  a  vacuum  in 
the  apparatus.  The  chlorate  may  be  again  heated  until  oxygen 
begins  to  pass  through  the  mercury  at  the  end  of  the  Sprengel,  the 
heat  then  withdrawn,  and  a  vacuum  again  obtained.  The  chlorate 
is  once  more  heated,  and  the  oxygen  collected  at  the  bottom  of 
the  Sprengel.  Of  course  the  usual  precautions  for  obtaining  an 
air-tight  joint  between  the  bidb  and  the  Sprengel  must  be  taken, 
such  as  surrounding  the  caoutchouc  connector  vnth  a  tube  filled 
with  mercury. 

The  hydrogen  for  these 
experiments  must  be  pre- 
pared by  electrolysis,  since 
that  from  other  sources  is 
liable  to  contamination  with 
impurities  which  would 
\'itiate  the  analysis.  The 
apparatus  employed  by 
Eunsen  for  this  purpose 
(fig.  80)  consists  of  a  glass 
tube,  closed  at  the  lower 
end,  and  with  a  funnel  at 
the  other,  into  which  a  de- 
livery tube  is  ground,  the 
funnel  acting  as  a  water- 
joint  A  platinum  wire  is 
sealed  into  the  lower  part  of 
the  tube;  and  near  the 
upper  end  another  wire, 
with  a  platinum  plate  at- 
tached, is  fused  into  the 
glass.  Some  amalgam  of 
zinc  is  placed  into  the  tube 
so  as  to  cover  the  lower 
platinum  wire,  and  the  ap- 
paratus filled  nearly  to  the  neck  with  water,  acididated  with 
sulphuric  acid.  On  connecting  the  platinum  wires  with  a  battery 
of  two  or  three  cells,  the  upper  wire  being  made  the  negative 
electrode,  pure  hydrogen  is  evolved  from  the  platinum  plate,  and, 
after  the  expulsion  of  the  air,  may  be  at  once  passed  into  the 
eudiometer,  or,  if  preferred,  collected  in  tubes  for  future  use. 
Unfortunately,  in  this  form  of  apparatus,  the  zinc  amalgam  soon 
becomes  covered  with  a  saturated  solution  of  zinc  sidphate,  which 
puts  a  stop  to  the   electrolysis.     In  order   to  remove   this  layer, 
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Bun  sen  has  a  tube  fused  into  the  apparatus  at  the  surface  of  the 
amalgam;  tliis  is  bent  upwards  parallel  to  the  larger  tube,  and 
curved  downwards  just  below  the  level  of  the  funnel  The  end 
of  the  tube  is  closed  with  a  caoutchouc  stopper.  On  removing  the 
^topper,  and  i30uring  fresh  acid  into  the  funnel,  the  saturated  liquid 
is  expelled. 

Another  form  of  apparatus  for  preparing  electrolytic  hydrogen 
may  readily  be  constructed.  A  six-ounce  wide-mouth  bottle  is 
fitted  with  a  good  cork,  or  better,  with  a  caoutchouc  stopper.  In 
the  stopper  four  tubes  are  fitted  (fig.  81).  The  first  is  a  delivery 
tube,  provided  with  a  U-tube,  containing  broken  glass  and  sulphuric 
acid,  to  conduct  the  hydrogen  to  the  mercurial  trough.  The  second 
tube,  about  5  centimeters  long,  and  filled  with  mercury,  has  fused 
into  its  lower  end  a  piece  of  platinum  wire  carrying  a  strip  of 

foil,  or  the  wire  may  be 
simply  flattened.  The  third 
tube  passes  nearly  to  the 
bottom  of  the  bottle,  the 
portion  above  the  cork  is 
bent  twice  at  right  angles, 
and  cut  off,  so  that  the 
open  end  is  a  little  above 
the  level  of  the  shoulder 
of  the  bottle;  a  piece  of 
caoutchouc  tube,  closed  by 
a  compression  cock,  is  fitteil 
to  the  end  of  the  tube. 
The  fourth  tube  is  a  piece 
of  combustion  tube  about 
30  centimeters  in  lengtli, 
and  which  may  with  ad- 
vantage be  formed  into  a 
funnel  at  the  top.  This 
tube  reaches  about  one-third 
down  the  bottle,  and  inside 
it  is  placed  a  narrower  glass 
tube,  attached  at  its  lower 
end  by  a  piece  of  caoutchouc 
connector  to  a  rod  of  amalgamated  zinc.  Tie  tube  is  filled  with 
mercury  to  enable  the  operator  readily  to  connect  the  zinc  -with 
the  battery;  some  zinc  amalgam  is  placed  at  the  bottom  of  the 
bottle ;  and  dilute  sulphuric  acid  is  poured  in  through  the  wide 
tube  until  the  bottle  is  nearly  filled  with  liquid.  To  use  the 
apparatus,  the  delivery  tube  is  dipped  into  mercury,  the  "wire  from 
the  positive  pole  of  the  battery  placed  into  the  mercury  in  the 
tube  to  which  the  zinc  is  attached,  and  the  negative  pole  connected 
by  means  of  mercury  with  the  platinum  plate.  The  current, 
instead  of  passing  between  the  ajnalgam  at  the  bottom  of  the 
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vessel  and  the  platimmi  plate,  as  in  Bunsen's  apparatus,  travels 
from  the  rod  of  amalgamated  zinc  to  the  platinum,  consequently 
the  current  continues  to  pass  until  nearly  the  whole  of  the  liquid 
in  the  bottle  has  become  saturated  with  zinc  sulphate.  As  soon  as 
the  hydrogen  is  evolved,  of  course  a  column  of  acid  is  raised  in 
the  funnel  mitil  the  pressure  is  sufficient  to  force  the  gas  through 
the  mercury  in  whicli  the  delivery  tube  is  placed.  Care  must  be 
taken  that  the  quantity  of  acid  in  the  bottle  is  sufficient  to  prevent 
escape  of  gas  through  the  fimnel  tube,  and  also  that  the  delivery 
tube  does  not  pass  too  deeply  into  the  mercury  so  as  to  cause  the 
overflow  of  the  acid.  When  the  acid  is  exhausted,  the  compression 
cock  on  the  bent  tube  is  opened  and  fresh  acid  poured  into  the 
funnel;  the  dense  zinc  sulphate  solution  is  thus  replaced  by  the 
lighter  liquid,  and  the  apparatus  is  again  ready  for  use. 

A  very  convenient  apparatus  for  transferring  oxygen  and 
hydrogen  into  eudiometers  is  a  gas  pipette,  figured  and  described 
(tig.  53,  page  398). 

It  is  necessary  in  all  cases  to  add  an  excess  of  the  oxygen  or 
hydrogen  before  exploding,  and  it  is  well  to  be  able  to  measure 
approximately  the  amount  added  without  going  through  the  whole 
of  the  calculations.  This  may  be  conveniently  done  by  making  a 
rough  calibration  of  the  eudiometer  in  the  following  manner: — 
The  tube  is  filled  with  mercury,  a  volume  of  air  introduced  into 
it  from  a  small  tube,  and  the  amoimt  of  the  depression  of  the 
mercury  noted ;  a  second  volume  is  now  passed  up,  a  further 
depression  will  be  produced,  but  less  in  extent  than  the  previous 
one,  in  consequence  of  the  shorter  column  of  mercury  in  the  tube. 
This  is  repeated  until  the  eudiometer  is  filled,  and  by  means  of  a 
table  constructed  from  these  observations,  but  without  taking  any 
notice  of  the  variations  of  thermometer  or  barometer,  the  operator 
can  introduce  the  requisite  quantity  of  gas.  It  may  be  convenient 
to  make  this  calibration  when  the  eudiometer  is  inclined  in  the 
support,  and  also  when  placed  perpendicularly,  so  that  the  gas 
may  be  introduced  when  the  tube  is  in  either  position.  A  table 
like  the  following  is  thus  obtained  : — 


Divisions. 

Measures. 
1 

Tube 
Inclined. 

27 

Tube 
Perpendicular. 

45 

2 

45 

69 

3 

61 

87 

4 

75 

102 

5 

88 

116 

6 

100 

128 

7 

109 

138 

&c. 

&c. 

<!fcc. 

In  explosions  of  hydrocarbons  with  oxygen,  it  is  necessary  to 
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have  a  considerable  excess  of  the  latter  gas  in  order  to  moderate 
the  violence  of  the  explosion.  Tlie  same  object  may  be  attained 
by  diluting  the  gas  ^ith  atmospheric  air,  but  it  is  found  that 
sufficient  oxygen  serves  equally  welL  If  the  gas  contains  nitrogen, 
it  is  necessary  subsequently  to  explode  the  residual  gas  with 
hydrogen;  and  if  oxygen  only  has  been  used  for  diluting  the 
gas,  a  very  large  quantity  of  hydrogen  must  be  added,  which 
may  augment  the  volume  in  the  eudiometer  to  an  inconvenient 
extent  When  atmospheric  air  has  been  employed,  this  incon- 
venience is  avoided.  After  the  introduction  of  the  oxygen,  the 
eudiometer  is  restored  to  its  vertical  position,  allowed  to  stand 
for  an  hour,  and  the  volume  read  off. 

The  determination  of  the  quantity  of  oxygen  which  must  be 
added  to  combustible  gases  so  as  to  prevent  the  explosion  from  being 
too  violent^  and  at  the  same  time  to  ensure  complete  combustion, 
has  been  made  the  subject  of  ex|)eriment  When  the  gases 
before  explosion  are  under  a  pressure  equal  to  about  half  liiat 
of  the  atmosphere,  the  following  proportions  of  the  gases  must 
be  employed : — 

Yolnme  of         Volume  of 
Comlnutibla  Qtm,      Oxygen. 

Hydrogen      ....  1  1"5 

Carbonic  oxide       ...  1  1  '5 

Marsh  gas      ....  1  5 

Gases  containing  two  atoms  of 

carbon  in  the  molecule,  as 

Methyl,  C2H«     ...  1  10 

Gases  containing  three  atoms  of 

carbon  in  the  molecule,  as 

Propylic  hydride,  C^H^       .1  18 

Gases  containing  four  atoms  of 

carbon  in  the  molecule,  as 

Ethyl,  C*mo      ...  1  25 

In  cases  of  mixtures  of  two  or  more  combustible  gases, 
proportionate  quantities  of  oxygen  must  be  introduced. 

At  the  time  of  the  explosion,  it  is  necessary  that  the      

eudiometer  should  be  carefully  closed  to  prevent  the  loss  -pig. 
of  gas  by  the  sudden  expansion.  For  this  purpose  a 
thick  plate  of  caoutchouc,  three  or  four  centimeters  wide,  is 
cemented  on  a  piece  of  cork  by  means  of  marine  glue,  or  some 
similar  substance,  and  the  lower  surface  of  the  cork  cut  so  as  to  lie 
firmly  at  the  bottom  of  the  mercurial  trough  (fig.  82).  It  is,  how- 
ever, preferable  to  have  the  caoutchouc  firmly  fixed  in  the  trough. 
As  the  mercury  does  not  adhere  to  the  caoutchouc,  there  is 
some  risk  of  air  entering  the  eudiometer  after  the  explosion ; 
this  is  obviated  by  nibbing  the  plate  with  some  solution  of 
corrosive  sublimate  before  introducing  it  into  the  mercury,  which 
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causes  the  metal  to  wet  the  caoutchouc  and  removes  all  air  from 
its  surface.  When  the  caoutchouc  is  not  fixed  in  the  trough,  the 
treatment  with  the  corrosive  sublimate  has  to  be  repeated  before 
every  experiment^  and  this  soils  the  surface  of  the  mercury  to  an 
inconvenient  extent.  The  cushion  is  next  depressed  to  the  bottom 
of  the  trough,  and  the  eudiometer  placed  on  it  and  firmly  held 
down  (fig.  83).  If  this  is  done  with  the  hands,  the  tube  must 
be  held  by  that  portion  containing  the  mercury,  for  it  is  found 
tliat  when  eudiometers  burst  (which,  however,  only  happens  when 
some  precaution  has  been  neglected) 
they  invariably  give  way  just  at  the  ^  ^ 

level  of  the  mercury  within  ttie  tube, 
and  serious  accidents  might  occur  if 
the  hands  were  at  this  point.  The 
cause  of  the  fracture  at  this  point  is 
the  following: — Though  the  gas  is  at 
a  pressure  below  that  of  the  atmosphere 
before  the  explosion,  yet  at  the  instant 
of  the  ]>assage  of  the  spark,  the  ex- 
pansion of  the  gas  at  the  top  of  the 
tube  condenses  the  layer  just  below  it ; 
this  on  exploding  increases  the  density 
of  the  gas  further  down  the  tube,  and 
by  the  time  the  ignition  is  commimicated 
to  the  lowest  quantity  of  gas,  it  may 
be  at  a  pressure  far  above  that  of  the 
atmosphere.  It  may  be  thought  that 
the  explosion  is  so  instantaneous  that 
this  explanation  is  merely  theoretical; 
but  on  exploding  a  long  column  of  gas,  the 
time  required  for  the  complete  ignition 
is  quite  perceptible,  and  sometimes  the 
flash  may  be  observed  to  be  more 
brilliant  at  the  surface  of  the  mercury. 
Some  experimenters  piefer  to  fix  the 
eudiometer  by  meanK  of  an  arm  from 
a  vertical  stand,  the  arm  being  hollowed 
out  on  the  under  side,  and  the  cavity 
lined  with  cork. 

If  a  large  quantity  of  incombustible  pig.  33, 

gas  is   present,  the  inflammability  of 

the  mixture  joiay  be  so  much  reduced  that  either  the  explosion 
does  not  take  place  at  all,  or,  what  may  be  worse,  only  a  partial 
combustion  ensues.  To  ob\'iate  this,  some  explosive  mixture  of 
oxygen  and  hydrogen,  obtained  by  the  electrolysis  of  water, 
must  be  introduced.  The  apparatus  used  by  Buns  en  for  this 
purpose  is  shown  in  fig.  84.  The  tube  in  which  the  electrolysis 
takes  place  is  surrounded  by  a  cylinder  containing  alcohol,  in  order 
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to  prevent  the  heating  of  the  liquid.  A  convenient  apparatus 
for  the  preparation  of  this  gas  is  made  by  blowing  a  bulb  of 
about  four  centimeters  in  diameter  on  the  end  of  a  piece  of  narrow 
glass  tube,  sealing  two  pieces  of  flattened  platinum  wire  into 
opposite  sides  of  the  globe,  and  bending  the  tube  so  as  to  form 
a  delivery  tube.  Dilute  sulphuric  acid,  containing  about  one  volume 
of  acid  to  twenty  of  water,  is  introduced  into  the  globe,  either 
before  bending  the  tube,  by  means  of  a  funnel  with  a  fine  long 
stem,   or,   after    the    bending,   by  warming    the   apparatus,   and 

plimging  the  tube  into 
the  acid.  Care  must  be 
taken  that  the  acid  is 
dilute,  and  tliat  the 
battery  is  not  too  strong, 
in  order  to  avoid  the 
formation  of  ozone,  which 
would  attack  the  mer- 
cury, causing  the  sides 
of  the  eudiometer  to  be 
soiled,  at  the  same  time 
producing  a  gas  too  rich 
in  hydrogen. 

The  spark  necessary 
to  effect  the  explosion 
may  be  obtained  from 
several  sources.  An  ordi- 
nary electrical  machine 
or  electrophonis  may  be 
used,  but  these  are  liable 
to  get  out  of  order  by 
damp.  Bunsen  uses  a 
porcelain  tube,  wliich  is 
rubbed  with  a  silk  rub- 
ber, coated  T\ath  electrical 
amalgam ;  by  means  of 
this  a  small  Leyden  jar 
is  cliarged.  A  still  more 
convenient  apparatus  is  an  induction  coil  large  enough  to  produce 
a  spark  of  half  an  inch  in  length. 

After  the  explosion  the  eudiometer  is  slightly  raised  from  the 
caoutchouc  plate  to  allow  the  entrance  of  mercury.  "VVlien  no  more 
mercury  rushes  in,  the  tube  is  removed  from  the  caoutchouc  plate, 
placed  in  a  perpendicular  position,  and  allowed  to  remain  fot  at 
least  an  hour  before  reading.  After  measuring  the  contraction,  iit  is 
generally  necessary  to  absorb  the  carbonic  anhydride  formel^  by  Jthe 
combustion  by  means  of  a  pottish  ball,  in  the  way  prevSudsly 
described.  In  some  rare  instances  the  amount  of  water  produce^ 
in  the  explosion  ^vith  oxygen  must  be  measured.     If  this  has  to  be 


Fig.  84. 
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done,  the  eudiometer,  the  mercury,  the  original  gas,  and  the  oxygen 
must  all  be  carefully  dried.  After  the  explosion  the  eudiometer 
is  transferred  to  a  circular  glass  vessel  containing  mercury,  and 
attached  to  an  iron-wire  support,  by  which  the  entire  arrangement 
can  be  suspended  in  a  glass  tube  adapted  to  the  top  of  an  iron 
boiler,  from  which  a  rapid  current  of  steam  may  be  passed  through 
the  glass  tube,  so  as  to  heat  the  eudiometer  and  mercury  to  aii 
uniform  temperature  of  100**.  From  the  measurements  obtained  at 
this  temperature  the  amount  of  water  produced  may  be  calculated. 
If  three  combustible  gases  are  present,  the  only  data  required  for 
calculation  are,  the  original  volume  of  the  gas,  the  contraction  on 
explosion,  and  the  amount  of  carbonic  anhydride  generated.  When 
the  origiaal  gas  contains  nitrogen,  the  residue  after  explosion  with 
excess  of  oxygen  consists  of  a  mixture  of  oxygen  and  nitrogen.  To 
this  an  excess  of  hydrogen  is  added,  and  the  mixture  exploded;  the 
contraction  thus  produced  divided  by  3  gives  the  amount  of  oxygen 
in  the  residual  gas,  and  the  nitrogen  is  found  by  difference. 

It  is  obvious  that^  by  subtracting  the  quantity  of  residual  oxygen, 
thus  determined  by  explosion  -with  hydrogen,  from  the  amount 
added,  in  the  first  instance,  to  the  combustible  gas,  the  volume  of 
oxygen  consumed  in  the  explosion  may  be  obtained.  Some  chemists 
prefer  to  employ  this  number  instead  of  the  contraction  as  one  of 
the  data  for  the  calculation. 

We  must  now  glance  at  the  mode  of  calculation  to  be  employed 
for  obtaining  the  percentage  composition  of  a  gas  from  the  numbers 
arrived  at  by  the  experimental  observations. 

The  following  table  shows  the  relations  existing  between  the 
volume  of  the  more  important  combustible  gases  and  the  products 
of  the  explosion : — 


Name  of  Gac 


n 


•3  a 
>3 


^5S 


Hydrogen,  H 
Carbonic  Oxide,  CO 
MethyHc  Hydride,  CH^H 
Acetylene,  C^H^    . 
defiant  Gas,  C^H* 
Methyl,  CH3,  CH^ 
EthyHc  Hydride,  C^H^H 
Propvlene,  C^H®    . 
PropyUc  Hydride,  C^IFH 
Butylene,  C*H8      . 
Ethyl,  C2H5,  C2H* 
ButyUc  Hydride,  C*H»H 


0-5 

0-5 

2 

2-5 

3 

3-5 

3-5 

4-5 

5 

6 

6-5 

6-5 


1-5 

0-5 

2 

1-5 

2 

2-5 

2-5 

2-5 

3 

3 

3*5 

3-5 


0 
1 
1 
2 
2 
2 
2 
3 
3 
4 
4 
4 


I  I 
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As  an  example,  we  may  take  a  mixture  of  hydrogen,  carbonic 
oxide,  and  marsh  gas,  which  gases  may  be  designated  by  x,  y,  and  z 
respectively.  The  original  volume  of  gas  may  be  represented  by  A, 
the  contraction  by  C,  and  the  amount  of  carbonic  anhydride  by  D. 

A  will,  of  course,  be  made  up  of  the  three  components,  or 
A  =  a;  +  y  +  z. 
C  will  be  composed  as  follows : — Wlien  a  mixture  of  hydrogen  and 
oxygen  is  exploded,  the  gas  entirely  disappears.  One  volume  of 
hydrogen  combining  with  half  a  volume  of  oxygen,  the  contraction 
will  be  1 J  times  the  quantity  of  hydrogen  present,  or  \\z.  In  the 
case  of  carbonic  oxide,  1  volume  of  this  gas  uniting  with  half  its 
volume  of  oxygen  produces  1  volume  of  carbonic  anhydride,  so 
the  contraction  due  to  the  carbonic  oxide  will  be  half  its  volume, 
or  \y.  Lastly,  1  volume  of  marsh  gas  combining  with  2  volumes  of 
oxygen  generates  1  volume  of  carbonic  anhydride,  so  the  contraction 
in  tills  case  will  be  twice  its  volume,  or  2z.     Thus  we  have — 

Since  carbonic  oxide  on  combustion  forms  its  own  volume  of 
carbonic  anhydride,  the  amount  produced  by  the  quantity  present 
in  the  mixture  will  be  y.  Marsh  gas  also  generates  its  own  volume 
of  carbonic  anhydride,  so  the  quantity  corresponding  to  the  marsh. 
gas  in  the  mixture  will  be  z.     Therefore 

D  =  y  +  2. 
It  now  remains  to  calculate  the  values  of  ar,  y,  and  z  from  the 
experimental  numbers  A,  C,  and  D,  which  is  done  by  the  help 
of  the  following  equations : — 

A  =  x  +  y  +  z.      C  =  \lx  +  \y  +  2z.      J)  =  y  +  z. 
Tofind;r_  ;.  +  y  +  .  =  A, 

X  ==A-D. 

For  .y  we  have-  4//  +  4.  =  4D, 

3j;+   y  +  4z=2C, 
— 3j;  +  3y         =4D-2C, 

3^ =  3A-3D, 

Zy        =3A-2C  +  D,     or 
3A-2C  +  D 
2/= o • 


The  value  of  2  is  thus  found — 

^     3A-2C  +  D 

D 3 ,     or 

2C-3A  +  2D 


Digitized  by  VjOOQIC 


§    97.  METHODS  OF  CALCULATION.  483 

By  replacing  the  letters  A,  C,  and  D  by  the  numbers  obtamed 
by  experiment,  the  quantities  of  the  three  constituents  in  the 
volume  A  may  easily  be  calculated  by  the  tliree  formulae : — 

x  =  A-'D  =  hydrogen , 

3A~2C  +  D  ,     .        ., 

y  = o =  carbomc  oxide  , 

2C-3A  +  2D 
z  = o =  marsh  gas  . 


The  percentage  composition  is,  of  course,  obtained  by  the  simple 

niv^rtinns — 


proix)rtions — 


A  :  ^• 
A  :  y 
A  :  z 


100  :  per-cent  of  hydrogen  , 
100  :  per-cent.  of  carbonic  oxide  , 
100  :  per-cent.  of  marsh  gas  . 


If  the  gas  had  contained  nitrogen,  it  would  have  been  determined 
by  exploding  the  residual  gas,  after  the  removal  of  the  carbonic 
anhydride,  with  excess  of  hydrogen.  The  contraction  observed, 
ilivided  by  3,  would  give  the  volume  of  oxygen  in  the  residue,  and 
this,  deducted  from  the  residue,  would  give  the  amount  of  nitrogen. 
If  A  again  represents  the  original  gas,  and  n  the  amount  of  nitrogen 
it  contains,  the  expression  A-n  would  have  to  be  substituted  for 
A  in  the  above  equations. 

It  may  be  as  well  to  develop  the  formula  for  obtaining  the  same 
results  by  observing  the  volume  of  oxygen  consimied  instead  of  the 
contraction.     If  B  represent  the  quantity  of  oxygen,  we  shall  have 

the  values  of  A  and  D  remaining  as  before,  x  =  A  -  D. 
z  is  thus  found — 

x  +  y  +  4tz  =  2B  , 
x  +  y+  2  =  A  , 

3z  =  2B-A,     or 
2B-A 

Z  = o . 


For  y — 

])  =  2/  +  z 

y  =  'D-z  = 

^     2B-A 
D-— 3— , 

3D-2B  +  A 
!/  = 3 


I  I 
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Thus  we  have — 

3D-2B  +  A 

V- 3 

2B-A 


Having  thus  shown  the  mode  of  calculation  of  the  formulae,  it 
will  be  well  to  give  some  ejoimples  of  the  formulsB  employed  in 
some  of  the  cases  which  most  frequently  present  themselves  in  gas- 
analysis.     In  all  cases — 

A  =  original  mixture  , 

C  =  contraction , 

D  =  carbonic  anhydride  producctl. 

1.      Hydrogen  and   Nitrogen. 

H  =  ^;  N  =  7/. 

Excess  of  oxygen  is  added,  and  the  contraction  on  explosion 
observed : — 

__2C 

3A-2C 
Z/  =  — 3 —  ,  or  A-J-. 

2.      Carbonic   Oxide   and   Xitrogen. 

CO  =  x;  N  =  y. 

The  gas  is  exploded  with  excess  of  oxygen,  and  the  amount  of 
carbonic  anhydride  produced  is  estimated : — 

y  =  A-I). 

3.      Hydrogen,    Carbonic   Oxide,   and   Nitrogen. 

H  =  a';  CO  =  y;  ^  =  z. 
In   tliis  case  the   contraction   and    the  quantity  of    carbonic 
anhydride  are  measured : — 

2C-D 

//  =  D, 

3A-2C-2D 


Digitized  by  VjOOQIC 


§    97.  METHODS  OF  CALCULATION.  485 

4.      Hydrogen,   Marsh   Gas,   and  Xitrogen. 

K  =  x;  CH*  =  y;  N  =  2. 

2C-4D 
X—       2        , 

3A-2C  +  D 
z  = 3 . 

5.      Carbonic   Oxide,   Marsh   Gas,   and   Nitrogen. 

4D-2C 
X—       3        , 

2C-D 

//  =  — 3— , 

6.      Hydrogen,   Methyl  (or  Ethylic   Hydride),   and 
Nitrogen. 

U  =  x;  Gm^  =  y;  N  =  z. 

4C-5D 


x  =  • 
D 


6 


3A-2C  +  D 

Z  = o 


7.      Carbonic   Oxide,   Methyl  (or  Ethylic   Hydride), 
and   Nitrogen. 

C0  =  ^;  Cm^  =  y;  N  =  ^. 

5D-4C 
..=  —3—, 

2C-D 

z/  =  — 3— , 

3A-4D  +  2C 
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8.      Hydrogen,   Carbonic   Oxide,   and   Marsh   Gas. 
H  =  ir;  CO=y;  CW  =  z. 

3A-2C  +  1) 

y^ 3 

2C-3A  +  2I) 


9.  Hydrogen,    Carbonic    Oxide,   and    Ethylie    Hydride 

(or  Methyl). 

K  =  x;  CO  =  y;  Cm^=-, 
3A  +  2C-4D 
^~"  6  ' 

3A-2C  +  T) 

y  = 3—     , 

2C-3A  +  2T) 
.  = 6 • 

10.  Carbonic  Oxide,  Marsh   Gas,  and  Ethylie  Hydride 

(or  Methyl). 

CO=a:;  Cm  =  y;  Cm^  =  .:. 

3A-2C  +  D 
X —  3  , 

3A  +  2C-4I) 

y  =  -    -3 

2=D-A. 

11.      Hydrogen,   Marsh   Gas,   and   Acetylene. 
K  =  x;  CH4  =  2/;  C2H2=-. 
5A-2C-I) 

y  =  2C-3A, 

r)-2C  +  3A 
2=      — 2 

12.      Hydrogen,    Marsh   Gas,   and   Ethylie   Hydride 

(or   Methyl). 

H  =  ^;  Cli^=y;  Cm^'  =  x. 

This  mixture  cannot  be  analyzed  by  indirect  determination,  sinc(^ 
a  mixture  of  two  volumes  of  hydrogen  with  two  volumes  of  ethylie 
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Lydride  (or  methyl)  has  the  same  composition  as  four  volumes  of 
marsh  gas — 

C2H«  +  H2  =  2CH4; 
and,   consequently,   would  give  rise    to    the   same   products   on 
combustion  with  oxygen  as  pure  marsh  gas — 

C^Ho  +  H2  +  08  =  2C02  +  40H2 ; 
2CH4  +  08=2C02  +  40H2. 

In  this  case  it  is  necessary  to  estimate  by  direct  dQtermination  the 
ethylic  hydride  (or  methyl)  in  a  separate  portion  of  the  gas  by 
absorption  with  alcohol,  another  quantity  of  the  mixture  bemg 
exploKled  with  oxygen,  and  the  amount  of  carbonic  anhydride  pro- 
duced and  measured.     If  the  quantity  absorbed  by  alcohol  =  E,  then 

ar  =  A-D  +  E, 

7y  =  D-2E, 

2=E. 

13.      Hydrogen,   Carbonic   Oxide,   Propylic   Hydride. 
H  =  a:;  00  =  2/;  Gm^  =  z, 

3A  +  4C-5D 

^ —  9  y 

3A-2C  +  D 
V  = 3 , 

2C-3A  +  2D 


14.     Carbonic  Oxide,  Marsh  Gas,  and  Propylic  Hydride. 
CO  =  a;;  CH*  =  2/;  Cm^  =  z, 
3A-2C  +  D 

3A  +  4C-5D 

y=  — 6 , 

D-A 

15.      Carbonic    Oxide,   Ethylic   Hydride  (or   Methyl), 
and  Propylic   Hydride. 

3A-2C  +  D 
X  —  2  , 

3A+4C-5D 

y= 3 , 

4D-3A-2C 

Z= 5 . 
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16.      Marsh   Gas,   Ethylic  Hydride   (or   Methyl),   and 
Propylic  Hydride. 

CW=:x;  C«H«=y;  C»H8=z. 

As  a  mixture  of  two  yolumes  of  marsh  gas  and  two  of  propylic 
hydride  has  the  same  composition  as  four  of  etliylic  hycbide  (or 
methyl) — 

CH*  +  C3H8  =  2C«H«, 

the  volume  ahsorbed  hy  alcohol,  and  which  consists  of  ethylic 
hydride  (or  methyl)  and  propyhc  hydride,  must  he  determined, 
and  anotiier  portion  of  ike  gas  exploded,  and  the  contraction 
measured.     If  E  represents  the  volume  absorhed — 

ic=A-E, 

y  =  4A-2C  +  2E, 

z  =  2C-4A-E. 


17.      Hydrogen,  Carbonic  Oxide,  and  Ethyl  (or  Butylic 

Hydride). 

H=a:;  CO  =  y;  C*Hio=z. 

A  +  2C-2D 

^= 4 , 

3A-2C  +  D 

y= 3 , 

2C  +  2D-3A 
^—  12 

18.      Xitrogen,   Hydrogen,   Carbonic   Oxide,   Ethylic 
Hydride   (or  Methyl),  and   Butylic   Hydride  (or  Ethyl). 

:^  =  n;  H  =  w;  CO  =  x;  Cm^  =  y;  Cm^^  =  z. 

In  one  portion  of  the  gas  the  ethylic  hydride  (or  methyl)  and 
the  butylic  hydride  (or  ethyl)  are  absorbed  by  alcohol ;  the  amount 
absorbed  =  E. 

A  second  portion  of  the  original  gas  is  mixed  with  oxygen  and 
exploded,  the  amount  of  contraction  and  of  carbonic  anhydride 
being  measured. 

The  residue  now  contains  the  nitrogen  and  the  excess  of  oxygen ; 
to  this  an  excess  of  hydrogen  is  added,  the  mixture  exploded,  and 
the  contraction  measured.  From  this  the  quantity  of  nitrogen  is 
thus  obtained.     Let — 

G  =  excess  of  oxygen  and  nitrogen, 
V  =  excess  of  oxygen, 
n  =  nitrogen, 
C  =  contraction  on  explosion  with  hydrogen. 
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Then— 

3i;  =  C' 


7i  =  G-t?  = 

C 
3G-C' 


C 
^-3  = 


3       • 

From   these   data    the   composition   of    the    mixture   can    be 

determined — 

2C-D-3E 
w  = ^3 , 

3A-2C  +  D— 3» 
x  = 3 , 

3A-2C-2D  +  12E-3» 

y= e , 

2C-3A  +  2D-6E  +  3n 

z  = ^ . 


UODIFICATIONS   AND    lUPBOVEUEKTS   T7P0K   THB 
FOBEaOINa   PBOOESSES. 

§  98.  In  the  method  of  gas  analysis  that  we  have  been  consider- 
ing, the  calculations  of  results  are  somewhat  lengthy,  as  will  bo 
seen  by  a  reference  to  the  example  given  of  the  analysis  of  a 
mixture  of  air  and  carbonic  anhydride  (page  469).  Besides  this,  the 
operations  must  be  conducted  in  a  room  of  uniform  temperature, 
and  considerable  time  allowed  to  elapse  between  the  manipulation 
and  the  readings  in  order  to  allow  the  eudiometers  to  acquire  the 
temperature  of  the  surrounding  air ;  and,  lastly,  the  absorption  of 
gases  by  solid  reagents  is  slow.  These  disadvantages  are  to  a 
great  extent  counterbalanced  by  the  simplicity  of  the  apparatus, 
and  of  the  manipulation. 

From  time  to  time  various  chemists  have  proposed  methods  by 
which  the  operations  are  much  hastened  and  facilitated,  and  the 
calculations  shortened.  It  will  be  necessary  to  mention  a  few  of 
these  processes,  which,  however,  require  special  forms  of  apparatus. 

Williamson  and  Kussell  have  described  (Proceedings  of  the 
Royal  Society y  ix.  218)  an  apparatus,  by  means  of  which  the 
gases  in  the  eudiometers  are  measured  under  a  constant  pressure, 
the  correction  for  temperature  being  eliminated  by  varying  the 
column  of  mercury  in  the  tube  so  as  to  compensate  for  the  alteration 
of  volume  observed  in  a  tube  containing  a  standard  volume  of  moist 
air.     In  this  case  solid  reagents  were  employed  in  the  eudiometers. 
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In  1864  they  published  {J.  C.  S,  xvii.  238)  a  further  develop- 
ment of  this  method,  in  which  the  absorptions  were  conducted  in 
a  separate  laboratory  vessel,  by  which  means  the  reagents  could  be 
employed  in  a  pasty  condition  and  extended  over  a  large  surface. 

And  in  1868  Russell  improved  the  apparatus,  so  that  liquid 
reagents  could  be  used  in  the  eudiometers,  and  the  analysis  rapidly 
executed.  A  description  of  this  last  form  of  instrument  may  be 
found  in  J.  C.  S.  xxi.  128. 

The  gutta-percha  mercury  trough  employed  is  provided  witli 
a  deep  well,  into  which  the  eudiometer  can  be  depressed  to  any 
required  extent,  and  on  the  surface  of  the  mercury  a  wide  glass 
cylinder,  open  at  both  ends  and  filled  with  water,  is  placed.  The 
eudiometer  containing  the  gas  to  be  examined  is  suspended  within 
the  cylinder  of  water  by  means  of  a  steel  rod  passing  through 
a  socket  attached  to  a  stout  standard  firmly  fixed  to  the  table.  In 
a  similar  manner,  a  tube  containing  moist  air  is  placed  by  the  side 
of  the  eudiometer.  The  clamp  supporting  this  latter  tube  is 
provided  with  two  horizontal  plates  of  steel,  at  which  the  column 
of  the  mercury  is  read  off.  When  a  volume  of  gas  has  to  be 
measured,  the  pressure  tube  containing  the  moist  air  is  raised  or 
lowered,  by  means  of  an  ingeniously  contrived  fine  adjustment, 
until  the  mercury  stands  very  nearly  at  the  level  of  one  of  the 
horizontal  steel  plates.  The  eudiometer  is  next  raised  or  lowered 
until  the  column  of  mercury  within  it  is  at  the  same  level.  The 
final  adjustment  to  bring  the  top  of  the  meniscus  exactly  to  the 
lower  edge  of  the  steel  bar  is  effected  by  sliding  a  closed  wide  glass 
tube  into  the  mercury  trough.  Thus  we  have  two  volumes  of  gas 
under  the  same  pressure  and  temperature,  and  both  saturated  witli 
moisture.  If  the  temperature  of  the  water  in  the  cylinder  increased, 
there  would  be  a  depression  of  the  columns  in  both  tubes ;  but  by 
lowering  the  tubes,  and  thus  increasing  the  pressure  until  the 
volume  of  air  in  the  pressure  tube  was  the  same  as  before,  it  would 
be  found  that  the  gas  in  the  eudiometer  was  restored  to  the  original 
volume.  Again,  if  the  barometric  pressure  increased,  the  volumes 
of  the  gases  would  be  diminished ;  but,  by  raising  the  tubes  to  the 
necessary  extent,  the  previous  volumes  would  be  obtained.  There- 
fore, in  an  analysis,  it  is  only  necessary  to  measure  the  gas  at 
a  pressure  equal  to  that  which  is  required  to  maintain  the  volume 
of  moist  air  in  the  pressure  tube  constant  The  reagents  are 
introduced  into  the  eudiometer  in  the  liquid  state  by  means  of 
a  small  syringe  made  of  a  piece  of  glass  tube  about  one-eighth  of 
an  inch  in  diameter.  For  this  purpose  the  eudiometer  is  raised 
until  its  open  end  is  just  below  the  surface  of  the  mercury,  and 
the  syringe,  which  is  curved  upwards  at  the  pointy  is  depressed  in 
the  trough,  passed  below  the  edge  of  the  water-cylinder,  and  the 
extremity  of  the  syringe  introduced  into  the  eudiometer.  Wlien 
a  sufficient  quantity  of  the  liquid  has  been  injected,  the  eudiometer 
is  lowered  and  again  raised,  so  as  to  moisten  the  sides  of  the  tube 
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with  the  liquid,  and  thus  hasten  the  absorption.  Ten  minutes  was 
found  to  be  a  sufficient  time  for  the  absori>tion  of  carbonic 
anhydride  when  mixed  with  air. 

To  remove  the  liquid  reagent,  a  ball  of  moistened  cotton  wool  is 
employed.  The  ball  is  made  in  the  following  manner : — A  piece 
of  steel  wire  is  bent  into  a  loop  at  one  end,  and  some  cotton  wool 
tightly  wrapped  round  it.  It  is  then  dipped  in  water  and  squeezed 
with  the  hand  under  the  liquid  until  the  air  is  removed.  The  end 
of  the  steel  wire  is  next  passed  through  a  piece  of  glass  tube, 
curved  near  one  end,  and  the  cotton  ball  drawn  against  the  cun^ed 
extremity  of  the  tube.  The  ball,  saturated  %vith  water,  is  now 
depressed  in  the  mercury  trough,  and,  after  as  much  of  the  water 
as  possible  has  been  squeezed  out  of  it,  it  is  passed  below  the 
eudiometer,  and,  by  pushing  the  wire,  the  ball  is  brought  to  the 
surface  of  the  mercury  in  the  eudiometer  and  rapidly  absorbs  all 
the  liquid  reagent^  leaving  the  meniscus  clean.  The  ball  is  removed 
with  a  slight  jerk,  and  gas  is  thus  prevented  from  adhering  to  it. 
It  is  found  that  this  mode  of  removing  the  liquid  can  be  used 
without  fear  of  altering  the  volume  of  the  gas  in  the  eudiometer. 

Carbonic  anhydiide  may  be  absorbed  by  a  solution  of  potassic 
hydrate,  and  oxygen  by  means  of  potassic  hydrate  and  pyrogallic 
acid.  The  determination  of  ethylene  is  best  effected  by  means  of 
fuming  sulphuric  acid  on  a  coke  ball,  water  and  dilute  potassic 
hydrate  being  subsequently  introduced  and  removed  by  the  ball  of 
cotton  wooL 

Doubtless  this  mode  of  using  the  liquid  reagents  might  be 
employed  with  advantage  in  the  ordinary  process  of  analysis  to 
diminish  the  time  necessary  for  the  absorption  of  the  gases.  By 
this  process  of  Russell's  the  calculations  are  much  shortened 
and  facilitated,  the  volumes  read  off  being  comparable  among 
themselves;   this  will  be  seen   by  an   example,  taken  from  the 

original  memoir,  of  the  determination  of  oxygen  in  air — 

Volume  in  Table 

oorres  ponding 

to  reading. 

Volume  of  air  taken     .         .         .  130-3         132*15 

Volume  after  absorption  of  oxygen] 

by  potassic  hydrate  and  pyro-j-         103*5         104 '46 
gallic  acid        .         .         .         .  j 
13215 
104-46 
27*69  volumes  of  oxygen  in  132*15  of  air. 

132*15  :  27*69  :  :  100  :  20*953  percentage  of  oxygen  in  air. 

Russell  has  also  employed  his  apparatus  for  the  analysis  of 
carbonates  (/.  (7.  S.  [n.s.]  vi.  310).  For  this  purpose  he  adapted 
a  graduated  tube,  open  at  both  ends,  to  a  glass  flask  by  means  of 
a  thick  piece  of  caoutchouc  tube.  Into .  the  flask  a  weighed 
quantity    of   a    carbonate    was    placed,    together    with    a   vessel 
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containing  dilute  acid.  The  position  of  the  mercury  in  the 
graduated  tube  was  first  read  off,  after  which  the  flask  was  shaken 
so  as  to  bring  the  acid  and  carbonate  in  contact^  and  the  increase  in 
volume  was  due  to  the  carbonic  anhydride  evolved.  The  results 
thus  obtained  are  extremely  concordant. 

In  eight  experiments  with  sodic  carbonate  the  percentage  of 
carbonic  anhydride  found  varied  from  41*484  to  41*607,  theory 
requiring  41*509. 

Thirteen  experiments  with  calc-spar  gave  from  43*520  to  43*858, 
the  theoretical  percentage  being  44*0 ;  and  in  nine  other  analvses 
from  43*581  to  43*901  were  obtained. 

Two    experiments    were  g    * 

made  with   manganic    per-  IjJ^^ 

oxide,  oxalic  acid  and  sul-  i'*^ 

phuric  acid,  and  gave  58*156 
and  58*101  per  cent  of 
carbonic  anhydride. 

Some  determinations  of 
the  purity  of  magnesium 
were  also  performed  by  dis- 
solving the  metal  in  hydro- 
chloric acid  and  measuring 
the  resiilting  hydrogen. 
Four  operations  gave  num- 
bers varying  between  8*255 
and  8*282.  The  metal 
should  yield  8*333. 

Russell  has  also  em- 
ployed this  process  for  the 
determination  of  the  com- 
l}ining  proportions  of  nickel 
and  cobalt  (J".  C.  S.  [x.s.] 
vii.  294). 

Regnault  and  Reiset 
described  {Ann,  Cliim.Phys. 
[3]  xxvi.  333)  an  appara- 
tus by  which  absorptions 
could  be  rapidly  conducted 
]3y  means  of  liquid  reagents 
brought  in  contact  witli  the 
gases  in  a  laboratory  tube. 
The  measurements  are  made 

in  a  graduated  tube,  which  can  be  placed  in  communication  with 
the  laboratory  tube  by  means  of  fine  capillary  tubes  provided  vnth 
stop-cocks,  the  lower  end  of  the  measuring  tube  being  connected  by 
an  iron  socket  and  stop-cock  with  another  graduated  tube  in  which 
the  pressure  to  which  the  gas  is  subjected  is  measured.  The 
measuring  and  pressure  tubes  are  surrounded  by  a  cylinder  of  water. 
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An  apparatus  similar'  in  principle  to  this  has  recently  been 
constructed  by  Frankland,  and  is  fully  described  in  the  section 
on  Water  Analysis  (§  88,  page  392). 

Frankland  and  Ward  (/.  C.  S.  vi.  197)  made  several 
important  improvements  in  the  apparatus  of  Begnault  and 
Reiset.  They  introduced  a  third  tube  (fig.  85),  closed  at  the  top 
^vith  a  stopper,  and  which  is  made  to  act  as  a  barometer,  to  indicate 
the  tension  of  the  gas  in  the  measuring  tube,  thus  rendering  the 
operation  entirely  independent  of  variations  of  atmospheric  pressure. 
Tlie  correction  for  aqueous  vapour  is  also  eHminated,  by  introducing 
a  drop  of  water  into  the  barometer  as  well  as  into  the  measuring 
tube,  the  pressures  produced  by  the  aqueous  vapour  in  the  two 
tubes  thus  coimterbalancing  one  another,  so  that  the  difference  of 
level  of  the  mercury  gives  at  once  the  tension  of  the  dry  gas.  The 
measuring  tube  is  divided  into  ten  equal  divisions  (which,  for  some 
purposes,  require  to  be  calibrated),  and  in  one  analysis  it  is 
convenient  to  make  all  the  measurements  at  the  same  division,  or 
to  calculate  the  tension  which  would  be  exerted  by  the  gas  if 
measured  at  the  tenth  division.  Frankland  and  Ward  also 
adapted  an  iron  tube  more  than  760  m.m.  long  at  the  bottom  of 
the  apparatus,  which  enables  the  operator  to  expand  the  gas  to  any, 
required  extent,  and  thus  diminish  the  violence  of  the  explosions 
which  are  performed  in  the  measuring  tube.  During  the  operation 
a  constant  stream  of  water  is  kept  flowing  through  the  cylinder, 
which  maintains  an  uniform  temperature. 

By  the  use  of  this  form  of  apparatus  the  calculations  of  analyses 
are  much  simplified.  An  example  of  an  analysis  of  atmospheric 
air  ^vill  indicate  the  method  of  using  the  instrument. 


Volume  of  Air  used.     Determined  at  5th  Division  on 
the  Measuring  Tube. 

m.m. 

Observed  height  of  mercury  in  barometer  .     673*0 

Height  of  5th  division 3830 

Tension  of  gas        .     290*0 
0-5 


Corrected  tension  of  gas  at  10th  division    .         .     145-06 


Volume  after  Admission  of    Hydrogen.      Determined 
at  6th  Division. 

m.m. 

Observed  height  of  mercury  in  barometer  .     772*3 

Height  of  6th  division 304*0 

Tension  of  gas  .     468*3 
0*6 
Corrected  tension  at  10th  division      .         .         .     280*98 
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Volume  after  Explosion.     Determined  at  5th  Division. 


sLm. 


Observed  height  of  mercury  in  barometer  .         .     763*3 

Height  of  5th  division 383*0 

Tension  of  gas         .     380*3 
0*5 


Corrected  tension  at  10th  division      .         .         .     190*15 

Tension  of  air  with  hydrogen  ....  280*98 

Tension  of  gas  after  explosion  ....  190*15 

Contraction  on  explosion  ....  90*83 

of  which  one-third  is  oxygen. 

90*83 

— o~  =  30*276  =  volumes  of  oxygen  in  145*0  volumes  of  air 

1450     :     30*276     :  :     100     :    a; 

30-276x100     ^^^^  ,         , 

X  = ,  .g,Q =  20*88  =  percentage  of  oxygen  in  air. 

If  all  the  measurements  had  been  made  at  the  same  division,  no 
(correction  to  the  tenth  division  w^ould  have  been  necessary,  as  the 
numbers  would  have  been  comparable  among  themselves. 

Another  modification  of  Frankland  and  Ward's,  or 
Regnault's  apparatus  has  been  designed  by  McLeod  (Jl  C  S, 
[n.s.]  vii.  313),  in  which  the  original  pressure  tube  of  Eegnault's 
apparatus,  or  the  filling  tube  of  Frankland  and  Ward,  is 
dispensed  with,  the  mercury  being  admitted  to  the  apparatus 
through  the  stop-cocks  at  the  bottom. 

The  measuring  tube  A  (fig.  86)  is  900  m.m.  in  length,  and  about 
20  m.m.  in  internal  diameter.  It  is  marked  ^vith  ten  divisions,  the 
first  at  25  m.m.  from  the  top,  the  second  at  50,  the  third  at  100, 
and  the  remaining  ones  at  intervals  of  100  m.m.  In  the  up\yer 
part  of  the  tube,  platinum  wires  are  sealed,  and  it  is  terminatetl  by 
n  capillary  tube  and  fine  glass  stop-cock,  a,  the  capillary  tube  being 
bent  at  right  angles  at  50  ni.m,  above  the  junction.  At  the  bottom 
of  the  tube,  a  wide  glass  stop-cock  b  is  sealed,  which  communicates, 
by  means  of  a  caoutchouc  joint  surrounded  with  tape  and  well 
wired  to  the  tubes,  with  a  branch  from  the  barometer  tube  B. 
This  latter  tube  is  5  m.m.  in  width,  and  about  1200  m.m.  long, 
and  is  graduated  in  millimeters  from  bottom  to  top.  At  the  upi)er 
extremity  a  glass  stop-cock  d  is  joined,  the  lower  end  being  curved 
and  connected  by  caoutchouc  witli  a  stop-cock  and  tube  C, 
descending  through  the  table  to  a  distance  of  900  m.m.  below  the 
joint  It  is  advisable  to  place  washers  of  leather  at  the  end  of  the 
plugs  of  the  stop-cocks  c  and  h,  as  the  pressure  of  the  mercury 
which  is  afterwards  to  be  introduced  has  a  tendency  to  force  them 
<^ut ;  if  this  should  happen,  the  washers  prevent  any  great  escape 
of  mercury. 
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The  two  tubes  are  finnly  held  by  a  clamp  D,  on  which  rests  a 
wide  cylinder  E,  about  55  m.ni.  in  diameter,  surrounding  the  tubes, 
and  adapted  to  them  by  a  water-tight  caoutchouc  cork  F.  The 
cylinder  is  maintained  in  an  upright  position  by  a  support  at  its 
upper  end  G,  sliding  on  the  same  rod  as  the  clamp.  Around  the 
upper  part  of  the  barometer  tube  a  syphon  H  is  fixed  by  means  of 
a  perforated  cork,  through  which  the  stop-cock  d  passes.  A  small 
bulb-tube  e,  containing  some  mercury,  is  also  fitted  in  this  cork,  so 
as  to  allow  of  the  air  being  entirely  removed  from  the  syphon.  The 
syphon  descends  about  100  m.m.  within  the  cylinder,  and  has  a 
branch  at  the  top  commimicating  by  caoutchouc  with  a  bent  tube 
contained  in  a  wider  one  J  affixed  to  the  support.  A  constant 
current  of  water  is  supplied  to  the  cylinder  through  a  glass  tube, 
which  passes  to  the  bottom,  and  escapes  through  the  syphon  and 
tubes  to  the  drain. 

To  the  end  of  the  narrow  tube  C  is  fastened  a  long  piece  of 
caoutchouc  tube  K,  covered  with  tape,  by  which  a  communication 
is  established  witli  the  mercurial  reservoir  L,  suspended  by  a  cord 
so  that  by  means  of  the  winch  M,  it  may  be  raised  above  the  level 
of  the  top  of  the  barometer  tube.  As  the  mercury  frequently  forces 
its  way  through  the  pores  of  the  caoutchouc  tube,  it  is  advisable 
to  surround  the  lower  part  with  a  piece  of  wide  flexible  tube ;  this 
prevents  the  scattering  of  the  mercury,  which  collects  in  a  tray 
placed  on  the  floor.  Into  the  bottom  of  the  tray  a  screw  must  be 
put,  to  which  the  end  of  the  glass  tube  is  firmly  attached  by  wire. 
The  capillary  stop-cock  a  is  proWded  with  a  steel  cap,  by  means  of 
which  it  may  be  adapted  to  a  short  and  wide  laboratory  tube 
capable  of  holding  about  150  cc,  and  identical  in  form  with 
the  one  described  in  the  section  on  Water  Analysis  (§  88).  The 
mercurial  trough  for  the  laboratory  tube  is  provided  with  a  stand 
with  rings,  for  the  purpose  of  holding  two  tubes  containing  gases 
that  may  be  required. 

The  apparatus  is  used  in  the  same  way  as  Frankland  and 
Ward's,  except  that  the  mercury  is  raised  and  lowered  in  the  tubes 
by  the  movement  in  the  reservoir  L,  instead  of  by  pouring  it  into 
the  centre  supply-tube. 

To  arrange  the  apparatus  for  use,  the  reservoir  L  is  lowered  to  the 
ground,  and  mercury  poured  into  it.  The  laboratory  tube  being 
removed,  the  stop-cocks  are  all  opened,  and  the  reservoir  gradually 
raised.  When  tiie  tube  A  is  fiUed,  the  stop-cock  a  is  closed,  and 
the  reservoir  elevated  imtU  mercury  flows  through  the  stop-cock  d  at 
the  top  of  the  barometer.  It  is  convenient  to  have  the  end  of 
the  tube  above  the  stop-cock  so  bent  that  a  vessel  can  be  placed 
below  to  receive  the  mercury.  This  bend  must,  of  course,  be  so 
short  that,  when  the  plug  of  the  stop-cock  is  removed,  the  syphon 
will  pass  readily  over.  When  the  air  is  expelled  from  the  barometer 
tube,  the  stop-cock  is  closed.  A  few  drops  of  water  must  next  be 
introduced  into  the  barometer :  this  is  accomplished  by  lowering 
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the  reservoir  to  a  short  distance  below  the  top  of  the  barometer,  and 
gently  opening  the  stop-cock  d,  while  a  small  pipette,  from  which 
water  ia  dropping,  is  held  against  the  orifice,  the  stop-cock  being 
closed  when  a  sufficient  amount  of  water  has  penetrated  into  the 
tube.  In  the  same  manner,  a  small  quantity  of  water  is  passed  into 
the  measuring  tube.  In  order  to  get  rid  of  any  bubbles  of  air  which 
may  still  linger  in  the  tubes,  the  reservoir  is  lowered  to  the  ground 
so  a&  to  produce  a  vacuum  in  the  apparatus ;  in  this  manner  the 
interior  surfaces  of  the  tubes  become  moistened.  The  reservoir  is 
now  gently  raised,  thus  refilling  the  tubes  with  mercury.  Great 
care  must  be  taken  that  the  mercury  does  not  rush  suddeidy  against 
the  tops  of  the  measuring  and  barometer  tubes,  which  might  cause 
their  destruction.  This  may  be  avoided  by  regulating  the  flow  of 
mercury  by  means  of  the  stop-cock  c,  which  may  be  conveniently 
turned  by  a  long  key  of  wood,  resting  against  the  upper  table  of 
the  sliding  stand  of  the  mercurial  trough.  When  the  reservoir 
has  again  been  elevated  above  the  top  of  the  barometer,  the 
stop-cocks  of  the  measuring  and  barometer  tubes  are  opened,  and 
the  air  and  water  which  have  collected  allowed  to  escape. 

The  heights  of  the  mercurial  columns  in  the  barometer,  corre- 
sponding to  the  different  divisfons  of  the  measuring  tube,  have  now 
to  be  determined.  This  is  done  by  running  out  all  the  mercury 
from  the  tubes,  and  slowly  readmitting  it  until  the  meniscus  of  the 
mercury  just  touches  the  lowest  division  in  the  measuring  tube. 
This  may  be  very  conveniently  managed  by  observing  the  division 
through  a  small  telescope  of  short  focus,  and  sufficiently  close  to  the 
apparatus  to  permit  of  the  key  of  the  stop-cock  c  being  turned,  while 
the  eye  is  still  at  the  telescope.  When  a  reading  is  taken,  the 
black  screen  0  behind  the  apparatus  must  be  moved  by  means  of 
the  winch  P,  until  its  lower  edge  is  about  a  millimeter  above  the 
division.  The  telescope  is  now  directed  to  the  barometer  tube,  and 
the  position  of  the  mercury  carefully  noted.  As  the  tubes  only 
contain  aqueous  vapour,  and  are  both  of  the  same  temperature,  the 
columns  in  the  two  tubes  are  those  which  exactly  counterbalance 
one  another,  and  any  difference  of  level  that  may  be  noticed  is  due 
to  capillarity. 

The  same  operation  is  now  repeated  at  each  division  of  the  tube. 
The  measuring  tube  next  requires  calibration,  an  operation  performed 
in  a  manner  perfectly  similar  to  that  described  in  §  88  (page  395), 
namely,  by  filling  the  measuring  tube  with  water,  and  weighing  the 
quantities  contained  between  every  two  divisions.  The  eudiometer 
being  filled  with  water,  and  the  stop-cock  b  closed,  the  reservoir  is 
raised  and  the  mercury  allowed  to  rise  to  the  top  of  the  barometer. 
The  capillary  stop-cock  a  having  been  opened,  the  cock  b  is  gently 
turned,  and  the  water  allowed  to  flow  out  until  the  mercury  reaches 
the  lowest  division  of  the  tube.  A  carefuUy  weighed  flask  is  now 
supported  just  below  the  steel  cap,  the  stop-cock  b  again  opened, 
until  the  next  division  is  reached,  and  the  quantity  of  water  is 
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weighed,  the  temperature  of  the  water  in  the  wide  cylinder  being 
observed.  The  same  operation  is  repeated  at  each  division,  and  by 
calculation  the  exact  contents  of  the  tube  in  cubic  centimeters  may 
be  found 

In  this  manner,  a  table,  such  as  the  following,  is  obtained : — 


IHtUoh 

on 

mmmriiiK 

tulw. 

HetektotMareiDTiii 
Barometer  tube 

Cootoite. 

CiiUcCeiitimeten. 

i«c. 

1 

756-9 

8-6892 

0-9389814 

2 

706-7 

18-1621 

1-2591664 

3 

606-8 

36-9307 

1-5673880 

4 

506-5 

55-7344 

1-7461232 

5 

406-8 

74-4299 

1-8717477 

6 

306-8 

93-3306 

1-9700244 

7 

206-9 

112-4165 

2-0508303 

8 

107-0 

131-6335 

2-1193666 

9 

7-1 

151-1623 

2-1794435 

When  a  gas  is  to  be  analyzed,  the  laboratory  tube  is  filled  with 
mercury,  either  by  sucking  the  air  out  through  the  capillary 
stop-cock,  while  the  open  end  of  the  tube  stands  in  the  trough,  or 
much  more  conveniently,  by  exhausting  the  air  through  a  piece  of 
flexible  tube  passed  imder  the  mercury  to  the  top  of  the  laboratory 
tube,  the  smedl  quantity  of  air  remaining  in  the  stop-cock  and  at 
the  top  of  the  wide  tube  being  afterwards  very  readily  withdrawn. 
The  face  of  one  of  the  steel  pieces  is  greased  with  a  small  quantity 
of  resin  cerate,  and,  the  measuring  apparatus  being  fuU  of  mercury, 
the  clamp  is  adjusted. 

Before  the  introduction  of  the  gas,  it  is  advisable  to  ascertain  if 
the  capillary  tubes  are  clear,  as  a  stoppage  may  arise  from  the 
admission  of  a  small  quantity  of  grease  into  one  of  them.  For 
this  purpose  the  globe  L  is  raised  above  the  level  of  the  top  of  the 
measuring  tube,  and  the  capillary  stop-cocks  opened;  if  a  free 
passage  exists,  the  mercury  wUl  be  seen  to  flow  through  the  tubes. 
The  stop-cock  of  the  laboratory  tube  is  now  closed.  When  all  is 
properly  arranged,  the  gas  is  transferred  into  the  laboratory  tube, 
and  the  stop-cock  opened,  admitting  a  stream  of  mercury.  The 
cock  c  is  gently  turned,  so  as  just  to  arrest  the  flow  of  mercury 
through  the  apparatus,  and  the  reservoir  lowered  to  about  the  level 
of  the  table,  which  is  usually  sufficient  By  carefully  opening  the 
cock  c,  the  gas  is  drawn  over  into  the  measuring  tube,  and  when 
the  mercury  has  reached  a  point  in  the  capiUary  tube  of  the 
laboratory  tube,  about  midway  between  the  bend  and  the  stop-cock, 
the  latter  is  quickly  closed.  It  is  necessary  that  this  stop-cock 
should  be  very  perfect.     This  is  attained  by  grinding  the  plug  into 
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the  socket  \nth  fine  levigated  rouge  and  solution  of  sodic  or  potassic 
hydrate.  By  this  means  the  plug  and  socket  may  be  polished  so 
that  a  very  small  quantity  of  resin  cerate  and  a  drop  of  oil  renders 
it  perfectly  gas-tight  In  grinding,  care  must  be  taken  that  the 
operation  is  not  carried  on  too  long,  otherwise  the  hole  in  the  plug 
may  not  coincide  with  the  tubes.  If  this  stop-cock  is  in  sufficiently 
good  order,  it  is  unnecessary  to  dose  the  stop-cock  a  during  an  analysis. 

The  mercury  is  allowed  to  flow  out  of  the  apparatus  until  its 
surface  is  a  short  distance  below  the  division  at  which  the  measure- 
ments are  to  be  made.  The  selection  of  the  division  depends  on 
the  quantity  of  gas  and  the  kind  of  experiment  to  be  performed 
with  it  A  saving  of  calculation  is  effected  if  all  the  measurements 
in  one  analysis  are  carried  on  at  the  same  division.  When  the 
mercury  has  descended  below  the  division,  the  cock  c  is  closed,  the 
reservoir  raised,  and  the  black  screen  moved  until  its  lower  edge  is 
about  a  millimeter  above  the  division,  and  the  telescope  placed  so 
that  the  image  of  the  division  coincides  with  the  cross-wires  in  the 
eye-piece.  The  stop-cock  c  is  now  gently  opened  until  the  meniscus 
just  touches  the  division ;  the  cock  is  closed  and  the  height  of  the 
mercury  in  the  barometer  is  measured  by  means  of  the  telescope. 
The  difference  between  the  reading  of  the  barometer,  and  the 
number  in  the  table  corresponding  to  the  division  at  which  the 
measurement  is  taken,  gives  in  millimeters  the  tension  of  the  gas. 
The  volume  of  the  gas  is  found  in  the  same  table,  and  with  the 
temperature,  which  is  read  off  at  the  same  time  as  the  pressure,  all 
the  data  required  for  the  calculation  of  the  volume  of  the  gas  at 
C*  and  760  m.m.  are  obtained.  No  correction  is  required  for 
tension  of  aqueous  vapour ;  the  measuring  tube  and  barometer  tube 
being  both  moist,  the  tensions  in  the  tubes  are  counterbalanced. 
Absorptions  are  performed  with  liquid  reagents  by  introducing  a  few 
drops  of  the  liquid  into  the  laboratory  tube,  transferring  the  gas 
into  it,  and  allowing  the  mercury  to  drop  slowly  through  tiie  gas  for 
about  five  minutes.  The  gas  is  then  passed  over  into  the  measuring 
tube,  and  the  difference  of  tension  observed  corresponds  to  the 
amount  of  gas  absorbed.  It  is  scarcely  necessary  to  add,  that  the 
jirreatest  care  must  be  taken  to  prevent  any  trace  of  the  reagent 
passing  the  stop-cock.  If  such  an  accident  should  occur,  the 
measuring  tube  must  be  washed  out  several  times  \iith  distilled 
water  at  the  conclusion  of  the  analysis.  If  the  reagent  is  a  solution 
of  potassic  hydrate  it  may  be  got  rid  of  by  introducing  into  the  tube 
some  distilled  water,  to  which  a  drop  of  sulphuric  acid  has  been 
added.  If  this  liquid  is  found  to  be  acid  on  removing  it  from  the 
tube,  it  may  be  presumed  that  all  the  alkali  has  been  neutralized. 

When  explosions  are  to  be  performed  in  the  apparatus,  the 
gas  is  first  measured  and  then  returned  to  the  laboratory  tube. 
A  quantity  of  oxygen  or  hydrogen,  as  the  case  may  be,  which  is 
judged  to  be  the  proper  volume,  is  transferred  into  the  laboratory 
tube,  and  some  mercuiy  is  allowed  to  ^ream  through  the  gases  so 
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as  to  mix  them  thoroughly.  The  mixture  is  next  passed  into  the 
eudiometer  and  measured.  If  a  sufficient  quantity  of  the  second 
gas  has  not  been  added,  more  can  readily  be  introduced.  After 
the  measurement,  it  may  be  advisable  to  expand  the  mixture,  in 
order  to  diminish  the  force  of  the  explosion.  This  is  done  by 
allowing  mercury  to  flow  out  from  the  tube  into  the  reservoir. 
When  the  proper  amount  of  expansion  has  been  reached,  the 
stop-cocks  a  and  b  are  closed.  To  enable  the  electric  spark  to  pass 
between  the  wires,  it  is  necessary  to  lower  the  level  of  the  water  in 
the  cylinder.  For  this  purpose,  the  bent  glass  tube  at  the  extremity 
of  the  syphon  is  made  to  slide  easily  through  the  cork  which  closes 
the  top  of  the  wide  tube  J.  By  depressing  the  bent  tube,  the 
water  flows  out  more  rapidly  than  before,  and  the  level  consequently 
falls.  When  the  surface  is  below  the  eudiometer  wires,  a  spark 
from  an  induction-coil  is  passed,  exploding  the  gas.  The  syphon 
tube  is  immediately  raised,  and,  when  the  water  in  the  cylinder  has 
reached  its  original  level,  the  gas  is  cool  enough  for  measurement. 
900  cc  of  mercury  are  amply  sufficient  for  the  whole  apparatus  ; 
and  as  there  is  no  cement  used  to  fasten  the  wide  tubes  into  iron 
sockets,  a  great  difficulty  in  the  original  apparatus  is  avoided. 

The  following  details  of  an  analysis,  in  which  absorptions  only 
were  performed,  will  show  the  method  employed.  The  gas  was 
a  mixture  of  nitrogen,  oxygen,  and  carbonic  anhydride,  and  the 
measurements  were  all  made  at  division  No.  1  on  the  eudiometer, 
which  has  been  found  to  contain  8*6892  cc. 

Original  Gas. 

m.m. 

Temperature  of  water  in  cylinder,  15*4*'. 

Height  of  mercury  in  barometer  tube  ....  980*5 

„         „  corresponding  to  Division  Xo.  1  (see 

Table) 7569 

Pressure  of  the  gas 223*6 

After  absorption  of  the  carbonic  anhydride  by  solution 
of  potassic  hydrate — 
Height  of  mercury  in  barometer  tube  ....  941  "7 

„         „  corresponding  to  Division  Xo.  1         .  756*9 

Pressure  of  the  gas  after  removal  of  carbonic  anhydride      .  184*8 

Pressure  of  original  gas 223*6 

„  gas  after  removal  of  carbonic  anhydride    .         .  184*8 

Tension  of  carbonic  anhydride 38*8 

After  absorption  of  the  oxygen  by  potassic  pyrogallate — 
Height  of  mercury  in  barometer  tube  ....  885*4 

„         „  corresponding  to  Division  No.  1         .756*9 

Pressure  of  nitrogen 128*5 
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Pressure  of  oxygen  and  nitrogen 184*8 

„  nitrogen 128-5 

„  oxygen 56-3 

These  measurements,  therefore,  give  us  the  following  numbers : — 


m.111. 

128-5     : 

:     100 

sLm. 
:     57-469  per  cent.  N 

56-3     : 

:     100 

:     25-179  per  cent.  0 

38-8     : 

:     100 

:     17-352  per  cent.  CO^ 
100-000 

Pressure  of  nitrogen 128-5 

„  oxygen 66-3 

„  carbonic  anhydride 38-8 

„  original  gas 223*6 

If  the  percentage  composition  of  the  gas  is  required,  it  is  readily 
obtained  by  a  simple  proportion,  the  temperature  having  remained 
constant  during  the  experiment : — 

111.111. 

223-6 

223-6 

223-6 


If,  however,  it  is  necessary  to  calculate  the  number  of  cubic 
centimeters  of  the  gases  at  0'  and  760  m.m.,  it  is  done  by  the 
following  f ormulflB : — 

8-6892  X 128-5  ,  ^^^^  ^     .^ 

760x[l+(0-003665xl5-4)]  =  ^'^^^^  ^'^  ^^  ^'^^^en. 

8-6892  X  56-3 
760  X  [1  +(0-003665  x  15-4)]  =  ^*^^^^  ^'^^  ^^  ^^y^^^- 

8-6892  X  38-8  ^.,-_  .      ,     .       ,    ,  .  _ 

760  x[l+ (0-003665x15-4)]  =  ^'^^^^  "•"•  ^^  '^"^^^"  anhydride. 
8-6892x223-6  ^  .^^^  ...        ... 

»60x[l +(0-003665x15-4)]  =  ^'^^^^  '•'•  ^^  ^^"  ^"^^  ^' 

If  many  of  the  calculations  are  to  be  done,  they  may  be  very 
much  simplified  by  constructing  a  table  containing  the  logarithms 
of  the  quotients  obtained  by  dividing  the  contents  of  each  division 
of  the  tube  by  760  x  (1  +  0-003665^).  The  following  is  a  very 
short  extract  from  such  a  table : — 


T». 

Division  Ko.l. 

Division  No.  2. 
18-1621 

^^760x(l  +  at). 

^^•7«)xa  +  8t). 

15-0 
•1 
•2 
•3 
•4 

2-03492 
2-03477 
2-03462 
2-03447 
2-03432 

2*35511 
2-35496 
2-35481 
2-35466 
2-34451 
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By  adding  the  logarithms  of  the  tensions  of  the  gases  to  those 
in  the  above  table,  the  logarithms  of  the  quantities  of  gases  are 
obtained;  thus: — 


Log.  corresponding  to  Division  No.  1, 
and  15-4"     .         .         .         •        . 
Log.  128'5  =  pressure  of  nitrogen 

Log.  of  quantity  of  nitrogen     . 
Volume    of    nitrogen    at    0*   and 


2-03432 
210890 


0-14322  =  log.  1-3906 

760  m.m.  .     1-3906  c.c. 

203432 
1-75051 
1-78483  =  log.  0-6093 

0-6093  C.C. 

2-03432 
Log.  38-8  =  pressure  of  carbonic  anliy- 

dride 1-58883 

Log.  of  quantity  of  carbonic  anhy- 
dride   1-62315  =  log.  0-4199 

Volume  of  carbonic  anhydride  at 
0'  and  760  m.m. 


Log.  56-3  =  pressure  of  oxygen 

Log.  of  quantity  of  oxygen 

Volume    of    oxygen    at    0*    and 
760  m.m.         .         •        .        . 


Log.  223-6  =  pressure  of  original  gas 

Log.  of  quantity  of  original  gas 
Volimie  of  original  gas  at  0**  and 
760  m.m. 


Nitrogen 

Oxygen 

Carbonic  anhydride 

Total 


0-4199  C.C. 

2-03432 
2-34947 

0-38379  =  log.  2-4198 
2-4198  cc. 


1-3906  or  1-391  cc. 

0-6093  or  0-609  cc 

0-4199  or  0420  cc 

2-4198  or  2*420  cc 


The  following  example  of  an  analysis  of  coal  gas  will  show  the 
mode  of  working  with  this  apparatus,  and  the  various  operations  to 
be  performed  in  order  to  determine  the  carbonic  anhydride,  oxygen, 
hydrocarbons  absorbed  by  Nordhausen  sulphuric  acid,  hydrogen, 
marsh  gas,  carbonic  oxide,  and  nitrogen. 

The  measuring  tube  and  laboratory  tube  were  first  filled  with 
mercury,  some  of  the  gas  introduced  into  the  laboratory  tube,  and 
passed  into  the  apparatus. 

The  gas  was  measured  at  the  second  division. 

Height  of  mercury  in  the  barometer  tube  .     989*0 

„  „  „      measuring  tube  .     706-8 

Pressure  of  the  gas  at  16-6'     282*2 
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Two  or  three  drops  of  a  solution  of  potassic  hydrate  were 
now  placed  in  the  laboratory  tube,  and  the  gas  passed  from  the 
measuring  tube,  the  mercury  being  allowed  to  drop  through  the 
gas  for  ten  minutes.     On  measuring  again — 

Height  of  mercury  in  barometer  .         .     984*0 

Some  saturated  solution  of  pyrogallic  acid  was  introduced  into 
the  laboratory  tube,  and  the  gas  left  in  contact  with  the  liquid  for 
ten  minutes.     On  measuring — 

Height  of  mercury  in  barometer  .         .         .     983*6 

Height  of  mercury  when  measuring  original  gas       989*0 
„  „         after  absorption  of  CO*         .     984*0 

Pressure  of  CO*        5*0 

„  „         after  absorption  of  CO*         .     984*0 

„  „         after  absorption  of  0    .         .     983*6 

Pressure  of  0         0*4 

The  volumes  of  the  gases  being  proportional  to  their  pressures,  it 
is  simple  to  obtain  the  percentages  of  carbonic  anhydride  and 
oxygen  in  the  original  gas. 

Origtulgas.  cos 

282*2       :      5-0      ::       100      :      1  *772  per  cent.  CO* 

Oriflrixial  gM.  O 

282*2       :       0*4       :  :       100      :      0*142  per  cent.  0 

1*914 

By  subtracting  1*914  from  100,  we  obtain  the  remainder, 
98*086,  consisting  of  the  hydrocarbons  absorbed  by  Nordhausen 
sulphuric  acid,  hydrogen,  carbonic  oxide,  marsh  gas,  and  nitrogen ; 
thus : — 

Original  gas 100*000 

0  and  CO* 1*914 

CnH2n.  H.  CO.  cm  N         ....       98*086 

While  the  gas  remains  in  the  measuring  tube,  the  laboratory  tube 
is  removed,  washed,  dried,  filled  with  mercury,  and  again  attached 
to  the  apparatus.  Much  time  is  saved  by  replacing  the  laboratory 
tube  by  a  second,  which  was  previously  ready.  As  a  minute 
quantity  of  gas  is  lost  in  this  operation,  in  consequence  of  the 
amount  between  the  stop-cocks  being  replaced  by  mercury,  it  is 
advisable  to  pass  the  gas  into  the  laboratory  tube,  then  transfer  it 
to  the  eudiometer,  and  measure  again. 

On  remeasuring,  the  mercury  in  the  barometer 

stood  at 983*3 

The  mercury  in  the  measuring  tube    .         .         .     706*8 

Pressure  of  CnH2n.  H.  CO.  CH*.  N    276^ 
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The  gas  is  again  passed  into  the  laboratory  tube,  and  a  coke  ball, 
soaked  in  fuming  sulphuric  acid,  left  in  contact  with  the  gas  for 
an  hour ;  the  bullet  is  then  withdrawn,  and  some  potassic  hydrate 
introduced  and  left  in  the  tube  for  ten  minutes,  in  order  to  remove 
the  vapours  of  sulphuric  anhydride,  and  the  sulphurous  and 
carbonic  anhydrides  formed  during  the  action  of  the  Nordhausen 
acid  on  the  gas.     The  gas  is  now  measured  again. 

Height  of  mercury  in  barometer  tube         .         .  969*3 
„                 „                 „           before  absorbing 

CnH^n 983-3 

„  „  „  after         .         .  969  3 

Pressure  of  CnH^n       14*0 
The  percentage  of  these  hydrocarbons  is  thus  found : — 
Gas  contaming  CnH^n.  H.  CO.  CH*.  X. 

CaH^n. 

276-5     :     140     ::     98086     :     4966  per  cent  CnH^n 

It  now  remains  to  determine  the  hydrogen,  carbonic  oxide,  marsh 
gas,  and  nitrogen  in  a  portion  of  the  residual  gas.  The  laboratory 
tube  is  therefore  removed,  some  of  the  gas  allowed  to  escape,  and 
another  laboratory  tube  adapted  to  the  apparatus.  The  portion  of 
gas  remaining  is  expanded  to  a  lower  ring  (in  this  special  case  to 
the  third  division),  and  the  tension  measured ; — 

Height  of  mercury  in  the  barometer  tube   .         .     642*2 
„  „  measuring  tube  .         .     606*7 

Pressure  of  residue       35*5 

An  excess  of  oxygen  has  now  to  be  added.  For  this  purpose 
the  gas  is  passed  into  the  laboratory  tube,  and  about  five  times  its 
volume  of  oxygen  introduced  from  a  test  tube  or  gas  pipette.  The 
necessary  quantity  of  oxygen  is  conveniently  estimated  by  the  aid 
of  rough  graduations  on  the  laboratory  tube,  which  are  made  by 
introducing  successive  quantities  of  air  from  a  small  tube  in  the 
manner  previously  described  for  the  calibration  of  the  eudiometers. 

After  the  introduction  of  the  oxygen,  the  mixed  gases  are  passed 
into  the  eudiometer  and  measured. 

Height   of    mercury   in    the    eudiometer    after 

addition  of  0 789*5 

Tlie  mixture  has  now  to  be  exploded,  and  when  the  pressure  is 
considerable,  it  is  advisable  to  expand  the  gas  so  as  to  moderate  the 
violence  of  the  explosion.  When  sufficiently  dilated,  the  stop-cock 
at  the  bottom  of  the  eudiometer  is  closed,  the  level  of  the  water 
lowered  beneath  the  platinum  wires  by  depressing  the  syphon,  and 
the  spark  passed.  The  explosion  should  be  so  powerful  that  it 
should  be  audible,  and  the  flash  visible  in  not  too  bright  daylight 
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The  stop-cock  at  the  bottom  of  the  eudiometer  is  now  opened, 
and  the  gas  measured. 

Height  of  mercury  in  barometer  after  explosion  .     732*5 

The  difference  between  this  reading  and  the  previous  one  gives 
the  contraction  produced  by  the  explosion : — 

Height  of  mercury  in  barometer  before  explosion     789*5 
„  after         „  7325 

Contraction  =  C      57*0 

It  is  now  necessary  to  estimate  the  amount  of  carbonic  anhydride 
formed.  This  is  done  by  absorbing  with  potassic  hydrate  as  before 
described. 

Height    of    mercury  in    barometer    tube    after 

absorbing  C02 715*8 

This  number  deducted  from  the  last  reading  gives  the  carbonic 
anhydride. 

Height  of  mercury  in  barometer  after  exploding      732*5 
„  „  „      after  absorbing  CO^     715*8 

Carbonic  anhydride  =  D       16*7 

It  now  remains  to  determine  the.  quantity  of  oxygen  which  was 
not  consumed  in  the  explosion,  and  which  excess  now  exists  mingled 
with  the  nitrogen.  For  this  purpose,  a  volume  of  hydrogen  about 
three  times  as  great  as  that  of  the  residual  gas  is  added,  in  the  same 
way  as  the  oxygen  was  previously  introduced,  and  the  pressure  of 
the  mixture  determined. 

Height  of  mercury  in  barometer  after  adding  H     1031*3 

This  mixture  is  exploded  and  another  reading  taken. 

Height  of  mercury  in  barometer  after  exploding 
with  H 706*7 

This  number  subtracted  from  the  former,  and  the  difiference 
divided  by  3,  gives  the  excess  of  oxygen. 

Height  of  mercury  in  barometer  before  exploding- 

withH 1031*3 

Height  of  mercury  in  barometer  after  exploding 

mth  H 706*7 

3)  324-6 

Excess  of  oxygen     108*2 

In  order  to  obtain  the  quantity  of  nitrogen  in  the  gas  analyzed, 
this  number  has  to  be  deducted  fi-om  the  volimie  of  gas  remaining 
after  the  explosion  with  oxygen  and  the  removal  of  the  carbonic 
anhydride. 
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Height  of  mercury  in  barometer  after  absorbing 

C02 715-8 

„  „         in  eudiometer  at  division  No.  3     606*7 

Nitrogen  and  excess  of  oxygen  ....     109"1 
Excess  of  oxygen 108*2 

Nitrogen        0*9 

We  have  now  all  the  data  necessary  for  the  calculation  of  the 
composition  of  the  coal  gas.  It  is  first  requisite  to  calculate  the 
proportion  of  the  combustible  gas  present  in  the  coal  gas,  which  is 
done  by  deducting  the  simi  of  the  percentages  of  gas  determined 
by  absorption  from  100. 

Percentage  of  carbonic  anhydride     .         .         .       1*772 

„  oxygen 0*142 

CnH^n 4*966 

C02.  O.  CnH%      6*880 

Original  gas 100*000 

C02.  0.  CnH^n 6*880 

H.  CO.  CH*.  N    93120 

The  formulae  for  the  calculation  of  the  analysis  of  a  mixture  of 
hydrogen,  carbonic  oxide,  and  marsh  gas,  are  (see  page  486) — 
Hydrogen         =»  a;  =  A  -  D 

n   I.    '       'A            3A-2C  +  D 
Carbonic  oxide  =  y  = o 

__     ,                         2C-3A  +  2D 
Marsh  gas         =  «  = « 

A=35*5- 0*9  =  34*6 

C  =  57*0 

D  =  16*7 
A=     34*6 
D=     16  7 

1 7*9  =  a: = Hydrogen  in  35*5  of  the  gas  exploded 
with  oxygen. 
A=     34*6                    C=     57  0 
3  2 

3A=:    103-8                  2C=   114*0 
I>=     16*7  

3A  +  D=   120*5 

2C=   114*0 

3)      6*5  =  3A  +  D-2C 

3A  +  D  —  2C     

A — ^  =   2*167  =  y  =  Carbonic  oxide  in  35*5  of  the  gas. 
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2D- 
2C  = 

2D  +  2C  = 
3A  = 


16-7 
2 

33-4 
lU'O 

147-4 
103-8 


2D  +  2C-3A 
3 


3)  43-6  =  2D  +  2C-3A 
=     14'533  =a  g = Marsh  gas  in  35*5  of  the  gas. 


These  numbers  are  readily  transformed  into  percentages,  thus : — 


35-5  :  17-9 
35-5  :    2167 
36-5  :  14-533 
35-5:    0-9 


93-12  :  46-952  per  cent,  of  Hydrogen. 
93-12  :    5-684  per  cent,  of  Carbonic  oxide. 
93-12  :  38-122  per  cent  of  Marsh  gas. 
93-12  :    2-361  per  cent,  of  Nitrogen. 


This  completes  the  calculations,  the   results  of   which  are  as 
follows : — 


Hydrogen   . 

.     46-952 

Marsh  gas  . 

.     38122 

CnH«n 

.       4-966 

Carbonic  oxide    . 

.       5-684 

Carbonic  anhydride     . 

.       1-772 

Oxygen 

0-142 

Nitrogen     . 

.       2-361 

99-999 

It  is  obvious  that  this  analysis  is  not  quite  complete,  since  it 
does  not  give  any  notion  of  tiie  composition  of  the  hydrocarbons 
absorbed  by  the  Nordhausen  acid.  To  determine  this,  some  of 
the  original  gas,  after  the  removal  of  carbonic  anhydride  and  oxygen, 
is  exploded  with  oxygen,  and  the  contraction  and  carbonic  aiJiy- 
dride  produced  are  measured.  The  foregoing  experiments  have 
shown  the  effect  due  to  the  hydrogen,  carbonic  oxide,  and  marsh 
gas,  the  excess  obtained  in  the  last  explosion  being  obviously  caused 
by  the  hydrocarbons  dissolved  by  flie  sulphuric  acid,  and  from 
these  data  the  composition  of  the  gas  may  be  calculated. 

It  may  be  remarked  that  analyses  of  this  kind  were  performed 
with  the  apparatus  at  the  rate  of  two  a  day  when  working  for 
seven  hours. 

It  may  be  useful  to  show  how  this  analysis  appears  in  the 
laboratory  note  book : — 
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706.8l^«r). 


«89•0^ 

282-2  j     «" 

984*0    Aft.  abMTb.  00> 


989-0 
984-0 


984-0 
98S-6 


5-0  =  00»      0-4  '. 


988-6    Aft  absorb.  0 
983-3    Bemeasured 

969-8    Aft.  absorb.  CnH^n 


642•2^ 

6007 1  Portion  of 

(  Beddue 

85-6; 

789-5    withO  • 


782-5    Aft.  expl. 
715-8    Aft  absorb.  00» 


282-2  : 5-0  : 
282-2  : 0-4  : 


100-000 
1-914  00».  0 


:  100  : 1-772  00« 
:  100: 0142  0 

1-914 


98-086  CnH»n.  H.  CO.  CH*.  N 

988*8         988-3 
706-8         969-3 


276-5  14-0CnH»n 

276-5  :  14-0  : :  98-086  :  4-966  CiiH?ii 


35-5  =  H.  CO.  CH*.  N 
0-9  =  N 

84^  =  H.  CO.  CH^  =  A 

789-5 
782-5 


C0«  =  1-772 

O  =  0142 

CiiU>n  =  4-966 


6-880 


782-5 
n5-8 


1031-3    withH 
706-7    AaerpL 


570  =  contraction  =  C     167  =  C0»  =  D 


H  =  a:  =  A-D 


CO  =  y  = 
CH*  =  c  = 

84-6  =  A 
16-7  =  D 

17-9  =  g  =^  H 

67-0  =  0 
2 

114-0  =  2C 


8A  -  2C  +  D 
8 

3A  +  2D 
8 


2C 


1031-3 
7067 

3)324-6 
108-2  =  0 

=  17-9 
=    2-167 

=  14-538 


715-8 
6067 

1091  =  N  +  0 
108-2  =  O 


0-9  =  N 


34-600 


34-6    =A 
3 


167 
2 


=  D 


108-8    =3A 
167    =D 


38-4    =2D 
114-0    =2C 


120-5    =  3A  +  D 
1140    =2C 


147-4    =2C  +  2D 
103-8    =3A 


8)     6-6    =  3A  +  D  -  2C 
2167^  y  =  CO 


43-6    =  2D  +  20  -  aA 


100-000 
6-880  CO.  0.  CnH«n 

93120  H.  CO.  CH*.  N 


35-5  :  17-9 
85-6:   2-167 
35-5  :  14-533 
85-6:   0-9 


14-533=  :  =  CH* 

93-12  :  46-952  H 
98-12  :  5-684  CO 
9312  :  88-122  CH« 
93 12  :  2*861  N 
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H 

S3 

46-962 

CH4 

= 

88-122 

CnH2n 

= 

4-966 

CO 

= 

5-684 

C03 

ss 

1772 

0 

— 

0-142 

N 

= 

2-361 

P9-999 

It  is  assumed  in  the  above  example,  that  the  temperature  of  the 
water  in  the  cylinder  remained  constant  throughout  the  period 
occupied  in  performing  the  analysis.  As  this  very  rarely  happens, 
the  temperature  should  be  carefully  read  off  after  every  measure- 
ment of  the  gas  and  noted,  in  order  that  due  correction  be  made  for 
any  increase  or  decrease  of  voliune  which  may  result  in  consequence. 


THOUAS'S  IMPBOVED  GAS  APPABATXJS. 

In  the  GJiemiccU  Societt/s  Journal  for  May,  1879,  Thomas 
described  an  apparatus  for  gas  analysis  which  has  the  closed 
pressure  tube  of  Frankland  and  Ward,  and  is  supplied  with 
mercury  by  means  of  the  flexible  caoutchouc  tube  arrangement  of 
Mc  Leod.  The  manner  in  which  this  apparatus  is  filled  with 
mercury  and  got  into  order  for  working  is  so  similar  to  that  already 
described,  that  no  further  reference  need  be  made  thereto. 

The  eudiometer  is  only  450  m.m.  long  from  shoulder  to  shoulder, 
and  the  laboratory  tube  and  mercury  trough  are  under  the  command 
of  the  operator  from  the'floor  level.  The  eudiometer  has  divisions 
20  m.m.  apart,  excepting  the  uppermost^  which  is  placed  as  dose 
beneath  the  platinum  wires  as  is  convenient  to  obtain  a  reading. 
The  method  explained  in  sequel  of  exploding  copibustible  gases 
under  reduced  pressure,  without  adding  excess  of  gas  to  modify  the 
force  of  the  explosion,  permits  the  shortening  of  the  eudiometer  as 
above,  and  enables  the  apparatus  to  be  so  erected,  that  a  long 
column  of  the  barometer  tube  shall  stand  above  the  summit  of  the 
eudiometer.  By  means  of  such  an  arrangement  a  volume  of  gas 
may  be  measured  under  nearly  atmospheric  pressure,  and  as  this 
pressure  is  equal  to  more  than  700  m.m.,  plus  aqueous  tension,  the 
sensitiveness  of  the  apparatus  is  considerably  augmented.  The 
barometer  tube  is  1000  m.m.  in  length,  having  about  700  m.m. 
lines  above  Division  2  on  the  eudiometer.  The  steel  clamp  and 
facets  forming  the  connections  between  the  eudiometer  and  detach- 
able laboratory  tube  of  the  apparatus  previously  described  are 
dispensed  with,  as  in  this  form  the  eudiometer  and  laboratory 
vessels  are  united  by  a  continuous  capillary  tube,  12  m.m.  (outside) 
diameter,  and  one  three-way  glass  tap  is  employed  in  lieu  of  the 
two  stop-cocks.  The  arrangement  is  simple.  The  glass  tap  is 
hollow  in  the  centre,  and  tliough  this  hoUow  a  communication  is 
made  with  the  capillary,  by  means  of  which  either  the  laboratory 
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tube  or  the  eudiometer  can  be  washed  out  As  the  laboiatoiy 
vessel  is  not  disconnected  for  the  removal  of  the  reagent  used  in 
an  absorption,  it  is  supported  by  a  clamp,  as  shown  in  &e  drawing; 
and  when  it  requires  washing  out  the  mercury  trough  is  turned 
aside,  in  order  that  an  enema  syringe  may  be  used  for  ii^jecting  a 
stream  of  water.  A  few  drops  of  water  are  let  fall  into  the  hollo^iv 
of  the  tap,  and  blown  through  the  capillary  tube  three  times  in 
succession,  so  as  to  get  rid  of  the'  absorbent  remaining  in  the 
capillary,  then  the  syringe  is  brought  into  play  once  more,  the 
excess  of  water  removed  by  wiping,  and  the  trough  turned  back 
into  position.  The  laboratory  tube  may  be  refilled  with  mercury 
as  described  on  page  498;  but  it  wiU  be  found  much  more  serviceable 
if  a  double^wjting  syringe,  connected  to  a  bulb  apparatus  (to  catch 
any  mercury  that  may  come  over),  and  then  to  the  orifice  of  the 
hollow  in  the  tap  by  a  ground  perforated  stopper,  be  used,  as  this 
will  obviate  the  destructive  effect  of  heavy  suction  upon  the  gums 
and  teeth.  The  mercury  trough  is  supported  upon  a  guide  whicli 
travels  over  the  upright  U,  and  is  turned  aside  for  the  purpose  of 
washing  out  the  laboratory  vessel  in  the  following  manner : — ^The 
spiral  spring  is  depressed  by  means  of  the  tension  rods  until  the 
slot  is  brought  below  the  stud  fixed  in  the  upright  U ;  and  the  top 
ferrule  holding  the  guide  rods  being  movable,  the  trough  can  be 
turned  round  out  of  the  way,  but  is  prevented  from  coming  in 
contact  with  the  glass  water-cylinder  by  an  arrangement  in  the  top 
of  the  guide,  which  comes  against  the  stud  in  ^e  upright  The 
height  of  the  trough  can  be  accurately  adjusted  by  the  screw  in  the 
top  of  the  lever  guide.  When  the  trough  is  in  position,  the  clamp 
holding  the  laboratory  vessel  may  be  loosed  when  necessary. 

The  eudiometer  and  barometer  tubes  pass  through  an  india^ 
rubber  cork,  a^  in  Mc  Leod's  apparatus,  but  are  not  supported  by 
the  clamp  C,  which  here  simply  bears  the  water-cylinder.  Iso 
glass  stop-cocks  are  used,  or  glass-work  of  any  kind  employed  in 
the  construction  of  the  lower  portion  of  the  apparatus.  The  lower 
end  of  the  eudiometer  has  a  neck  of  the  same  outside  diameter  as 
the  barometer  tube  (9*5  m.m.),  and  both  tubes  are  fixed  into  the 
steel  block  X,  without  rigidity,  by  the  usual  steam  cylinder-gland 
arrangement,  small  india-rubber  rings  being  used  to  form  the 
packing,  llie  steel  block  is  fixed  to  the  table  by  a  nut  screwed 
upon  the  |-inch  hydraulic  iron  tube,  which  runs  to  the  bottom  of 
the  table.  The  tap  in  the  steel  block  is  so  devised  that  it  first  cuts 
off  connection  with  the  barometer  tube,  in  order  that  the  gas  may 
be  drawn  over  from  the  laboratory  vessel  into  the  eudiometer  with- 
out risking  the  fracture  of  the  upper  end  of  the  barometer  tube  by 
any  sudden  action  of  the  mercury.  This  precaution  is  necessary,  as 
during  the  transferring  of  the  gas  the  mercury  in  the  barometer 
tube  is  on  the  point  of  lowering,  to  leave  a  vacuous  space  in  the 
summit  of  the  tube.  By  moving  the  handle  a  little  further  on 
the  quadrant  a  conmiimication  is  made  with  both  tubes  and  the 
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reservoir  for  tlie  purpose  of  bringing  the  gas  into  position,  so  as  to 
take  a  reading ;  ^en  the  handle  is  drawn  a  little  further  to  cut  off 


Fig.  87. 

tlie  reservoir  supply,  whilst  there  is  a  way  still  left  between  the 
eudiometer  and  barometer  tubes,  and  if  the   handle  be  drawn 


Digitized  by  VjOOQ IC 


512  VOLUMETRIC  ANALYSIS.  §    98. 

forward  a  little  more,  all  commumcation  is  cut  o£P  for  the  purpose 
of  exploding. 

The  windlass  P,  for  raising  and  lowering  the  mercury  reservoir  L^ 
is  placed  beneath  the  table,  in  order  that  it  may  be  under  command 
from  a  position  opposite  the  laboratory  vessel,  and  it  is  furnished 
with  a  spring  ratchet  motion,  so  as  to  be  worked  by  one  hand.  The 
water-cylinder  should  be  four  inches  in  diameter,  and  the  casing  tube 
of  the  barometer  as  wide  as  practicable,  so  that  the  temperature  of 
the  apparatus  may  be  maintained  as  constant  as  possible.  To  attain 
an  accurate  result  it  is  as  essential  to  keep  the  barometer  tube 
of  imiform  temperature  as  the  eudiometer,  since  the  tension  of 
aqueous  vapour  varies  proportionally.  The  stream  of  water  from 
the  service  main  is  run  into  the  casing  tube  at  the  upper  end  of 
the  barometer,  and,  whilst  the  water-cylinder  is  filling,  the  tap  at 
the  bottom  is  opened  slightly,  so  that  water  may  run  out  very 
slowly.  When  the  water-cylinder  is  full,  the  upright  tube  G  acts 
as  a  syphon,  and  sucks  out  the  excess  of  water  from  the  top  of  the 
cylinder,  thus  keeping  up  the  circidation  at  the  point  where  it  is 
most  required.  For  a  further  detailed  description  of  the  apparatus 
see  /.  a  S,,  May,  1879. 

There  are  only  two  working  taps  upon  this  apparatus — the 
three-way  glass  tap  between  the  eudiometer  and  laboratory  tube, 
and  the  steel  tap  at  the  lower  ends  of  the  barometer  and  eudiometer. 
The  steel  tap  is  greased  with  a  little  beef-tallow  (made  from  dean 
beef-suet),  or  with  real  Bussian  tallow;  it  will  last  for  twelve 
months  without  further  attention.  A  moderately  thick  washer  of 
india-rubber,  placed  between  the  steel  washer  and  the  nut  at  the 
end  of  the  steel  tap,  adds  greatly  to  the  steady  working  of  the 
needle  on  the  quadrant.  Moderately  soft  resin  cerate  is  best  for 
the  glass  tap. 

When  filling  the  laboratory  vessel  with  mercury,  suction  is 
maintained  until  the  mercury  has  reached  some  height  in  the 
hollow  of  the  three-way  tap.  The  remainder  of  the  hollow  space 
is  replenished  by  pouring  the  mercury  from  a  small  crucible ;  any 
water  that  may  be  present  is  then  removed,  and  the  small  stopper 
inserted.  When  the  laboratory  vessel  has  to  be  washed  out  after 
an  absorption,  the  gas  is  transferred  to  the  eudiometer  until  the 
absorbent  gets  within  a  quarter  of  an  inch  of  the  stop-cock.  The 
mechanical  arrangement  should  be  so  manageable  that  this  nicety 
of  adjustment  can  be  accomplished  with  ease.  Much  depends,  of 
course,  upon  the  care  bestowed  in  cerating  the  tap,  so  that  the 
capillary  is  not  carelessly  blocked  up.  As  soon  as  the  gas  has 
passed  over  to  the  extent  required,  turn  the  three-way  tap  until  the 
through-way  is  at  right  angles  to  the  capillary,  and  the  way  to  the 
hollow  of  the  tap  is  in  communication  with  the  laboratory  vessel, 
then  take  out  the  little  stopper  from  the  hollow,  so  that  the  mercuij" 
shall  flow  out,  and  allow  the  laboratory  vessel  to  become  emptied 
whilst  the  reading  of  the  volume  of  the  gas  is  being  taken.     The 
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best  arrangement  for  washing  out  the  laboratory  tube  is  a  "  syphon 
enema"  (Dr.  Higgin son's  principle,  which  may  be  obtained  of 
any  druggist),  adapting  in  the  place  of  the  usual  nozzle  a  bent  glass 
tube.  This  syringe  is  constant  in  its  action,  as  it  fills  itself  when 
the  pressure  is  released,  if  the  tube  at  the  lower  end  is  placed  in 
a  vessel  of  water.  The  laboratory  vessel  can  be  washed  out  and 
refilled  in  a  very  little  time,  sa  it  is  already  connected,  and  for  all 
ordinary  absorptions  it  is  sufficient  to  wipe  the  vessel  out  once  by 
passing  up  a  fine  towel  twisted  on  a  round  stick.  When  CnH% 
gases  are  to  be  absorbed  by  fuming  sulphuric  acid,  the  water  should 
))e  carefully  blown  out  of  the  capillary  tube  into  the  laboratory 
vessel,  which  must  be  repeatedly  dried.  A  few  drops  of  strong 
sulphuric  acid  were  at  first  run  into  the  hollow  of  the  tap  and  then 
tlirough  the  capillary  whilst  the  labora- 
tory vessel  was  full  of  mercury,  in  order 
to  remove  any  moisture  remaining,  but 
it  has  since  been  found  lumecessary,  as 
the  drying  can  be  performed  thoroughly 
Avithout 

To  calibrate  the  eudiometer  with 
water,  introduce  the  quantity  required 
through  the  hollow  in  the  stopper,  then 
remove  the  latter,  and  collect  the  water 
in  a  light  flask  from  the  bottom  of  the 
tap-socket. 

In  the  same  paper  (J,  C,  S,y  May, 
1879),  Thomas  pointed  out  that  it  was 
not  essential  to  add  excess  of  either 
oxygen  or  hydrogen  for  the  purpose  of 
mocQfying  the  force  of  the  explosion 
when  combustible  gases  were  under 
analysis,  and  it  is  necessary  to  take 
advantage  of  this  when  working  with  so 
short  an  eudiometer.  The  method  is, 
however,  applicable  to  all  gas  apparatus 
having  a  reasonable  length  of  barometer 
column  above  the  eudiometer ;  in  fact, 
the  exploding  pressures  were  first  worked 
out  and  employed  in  an  apparatus  onMcLeod's  model.  When  the 
percentage  of  oxygen  in  a  sample  of  air  has  to  be  determined  by 
explosion,  only  one-half  its  volume  of  hydrogen  is  required,  and  the 
pressure  need  not  be  reduced  below  400  m.m.  If  much  more  than 
one-half  volume  of  hydrogen  has  been  added  by  accident,  explode 
imder  atmospheric  pressure.  When  the  excess  of  oxygen  used  in  an 
analysis  has  to  be  determined,  add  2*5  times  its  volume  of  hydrogen, 
and  reduce  the  pressure  to  180  m.m.  of  mercury  before  exploding. 
After  adding  the  hydrogen  and  the  reading  has  been  taken,  the  gas 
is  expanded  by  lowering  the  mercurial  reservoir  until  a  column  of 
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mercury,  meafiuriug  the  number  of  m.m.'s  in  length  just  referred  to 
and  in  the  following  table,  stands  above  the  meniscus  of  the  mercniy 
in  the  eudiometer.  This  column  can  be  read  off  quite  near  enough  by 
the  eye,  as  there  is  no  risk  of  breaking  the  apparatus  by  the  force  of 
the  explosion  if  the  pressure  is  20  m.m.  greater  than  that  given ; 
but  if  the  gas  under  analysis  is  all  combustible,  it  is  better  to 
explode  at  a  slightly  less  pressure  than  to  exceed  that  recommended. 


Nome  of  G«8. 


Hydrogen  -        -        -        - 

Carbonic  Oxide  - 

Marsh  Gas 

Acetylene  -        -        -        - 

Olefiant  Gas        ... 

Methyl  and  Hydride  of  Etliyl 

Propyl        -        -        -        - 

Hydride  of  Propyl 

Butyl         -        -        -        - 

Ethyl  and  Hydride  of  Butyl 


Hi 


1 

1 

2-5 

3 

3-5 

4 

5 

5-5 

6 


200  m.m. 
200  m.m. 
170  nLDi. 
150  m.m. 
145  uLm. 
140  m.m. 
135  ULm. 
130  m.m. 
125  ULm. 
120  m.m. 


It  follows,  naturally,  that  the  exploding  pressure  will  depend  upon 
the  proportion  of  combustible  gas  introduced;  and  experience 
alone  can  enable  one  to  determine  with  any  degree  of  exactness 
what  that  pressure  must  be,  as  no  general  law  can  be  laid  down. 
For  instance,  if  more  than  three  volumes  of  hydrogen  were  added 
to  one  of  oxygen,  the  exploding  pressure  should  exceed  200  m.m. ; 
and  if  much  nitrogen  or  other  gas  were  present  that  did  not  take  a 
part  in  the  reaction,  the  pressure  should  be  still  more  increased. 
As  a  consequence,  the  same  experience  is  necessary  when  dealii^ 
with  explosive  gases  by  the  other  method,  because  the  addition 
of  too  much  inert  gas,  with  a  view  to  modify  the  force  of  the 
explosion,  may  lead  to  imperfect  combustion,  inasmuch  as  the 
cooling  effect  of  the  tube  and  gas  can  reduce  the  temperature 
below  that  required.  In  all  instances,  when  the  approximate  com- 
position of  the  gas  is  known,  it  is  not  difficult  to  determine  the 
quantity  of  oxygen  or  hydrogen,  as  the  case  may  be,  which  is 
required  for  explosion,  or  the  pressure  under  which  the  gas  should 
be  exploded.  In  order  to  do  this  systematically,  it  is  always  well 
to  remember  certain  points  observed  during  the  stages  of  the 
analysis.  The  gas  in  the  laboratory  vessel,  before  being  transferred 
to  the  eudiometer,  occupies  a  certain  volume  in  a  position  between 
(or  other\*dse)  the  calibration  divisions.  After  transferring  and 
reading  off,  bear  in  mind  the  number  of  m.m.'s  which  the  volume 
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represents ;  and  calculate,  as  the  gas  is  being  re-transferred  to  the 
laboratory  vessel  to  be  mixed  with  that  employed  in  the  explosion, 
the  height  at  which  the  mercury  should  stand  in  the  barometer 
tube  when  measuring  the  mixed  gases,  and  how  much  of  the 
laboratory  vessel  was  occupied  on  a  previous  occasion  when  a  similar 
reading  was  obtained.  If  this  is  done,  one  can  realize  at  once,  after 
reading  off  the  volume  of  the  mixed  gases,  the  proportion  of  com- 
bustible gas  added,  and  the  pressure  under  which  the  gas  has  been 
measured.  Another  glance  at  the  volume  which  the  gas  occupies  in 
the  eudiometer,  with  a  comparison  of  the  pressure  recorded  u^wn 
the  barometer  tube,  enables  one,  after  a  little  practice,  to  at  once 
expand  the  mixture  to  the  point  at  which  it  will  explode  "with 
satisfactory  results.  It  is  not  expedient  to  place  too  much  reliance 
upon  the  marks  showing  equal  volumes  upon  the  laboratory  vessel, 
especially  when  dealing  with  small  quantities  of  gas;  and  a 
comparison  of  the  volumes  obtained  in  reading  before  and  after  the 
addition  of  oxygen  or  hydrogen  is  always  prudent,  in  order  to  see 
that  sufficient  gas  has  been  added,  as  well  as  to  enable  one  to  judge 
the  pressure  under  which  the  gas  should  be  exploded. 

'Scvm.^M.ejer  and  Senbert  (Z.  a.  C.  zziv.  414)  have  designed  a  ffaa  appantas 
similar  in  many  respects  to  that  of  Mo  Leod  and  Thomas,  but  of  simj^or  oon- 
stmotion,  and  especially  adapted  for  explosions  under  dinunished  pressure. 


Keiser's  Portable  G-aa  Apparatas. 

This  apparatus  is  based  on  the  principle  of  determining  the 
volume  of  a  gas  from  the  weight  of  mercury  which  it  may  be  made 
to  displace  at  a  known  temperature  and  pressure.  It  dispenses 
entirely  with  the  long  graduated  tubes  and  other  vessels  common  to 
the  apparatus  previously  described,  without  any  sacrifice  of  accuracy. 

The  following  description  occura  in  the  Amer,  Ckem.  Joum.,  1886 
(but  is  reproduced  here  from  The  Analyst,  xi.  106)  : — 

Fig.  89  shows  the  construction  of  the  measuring  apparatus  and 
the  absorption  pipette.  A  is  the  measuring  apparatus,  B  is  the 
absorption  pipette;  a  and  b  are  glass  bulbs  of  about  150  c.c. 
capacity.  They  are  connected  at  the  bottom  by  a  glass  tube  of 
1  m.m.  bore,  carrying  the  three-way  stop-cock  d.  The  construction 
of  the  key  of  the  stop-cock  is  shown  in  the  margin.  One  hole  is 
drilled  straight  through  the  key,  and  by  means  of  this  the  vessels  a 
and  b  may  be  made  to  communicate.  Another  opening  is  drilled  at 
right  angles  to  the  first,  which  commimicates  with  an  opening 
extending  through  the  handle,  but  does  not  communicate  with  the 
first  opening.  By  means  of  this,  mercury  contained  in  either  a  or  & 
may  be  allowed  to  flow  out  through  the  handle  d  into  a  cup  placed 
beneath.  The  bulb  b  is  contracted  at  the  top  to  an  opening  20  m.m. 
in  diameter.  This  is  closed  by  a  rubber  stopper  carrying  a  bent 
glass  tube,  to  which  is  attached  the  rubber  pump  e.  To  a  second 
glass  tube  passing  through  the  stopper,  a  short  piece  of  rubber 
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tubing  with  a  pinch-cock  is  attached.  By  means  of  the  pmnp  e  air 
may  be  forced  into  or  withdrawn  from  5,  as  one  or  the  ofiier  end  of 
the  pump  is  attached  to  the  glass  tube.  The  bulb  a  terminates  at 
the  top  in  a  narrow  glass  tube,  to  which  is  fused  the  thiee-way  stop- 
cock c.  The  construc- 
tion of  the  key  of  this 
stop-cock  is  also  shown 
in  the  cut  By  means 
of  it  the  vessel  a  may 
be  allowed  to  com- 
municate with  the 
outside  air,  or  with 
the  tube  passing  to 
the  absorption  pipette, 
or  with  the  gauge  g. 
The  gauge  //  is  a  glass 
tube  having  a  bore 
1  m.m.  in  diameter 
and  bent,  as  shown  in 
the  figure.  By  pouring 
a  few  drops  of  water 
p.     go  into  the  open  end  of 

this  tube  a  column  of 
water  several  centimeters  high  in  both  limbs  of  the  tube  is  obtained. 
This  serves  as  a  manometer,  and  enables  the  operator  to  know  when 
the  pressure  of  the  gas  equals  the  atmospheric  pressure.  To  secure 
a  uniform  temperature,  the  bulbs  a  and  h  are  surrounded  by  water 
contained  in  a  glass  vessel.  This  vessel  for  holding  water  is  merely 
an  inverted  bottle  of  clear  glass  from  which  the  bottom  has  been 
removed.  The  handle  of  the  stop-cock  d  passes  through  a  rubber 
stopper  in  the  neck  of  the  bottle.  A  thermometer  graduated  to  V 
is  placed  in  the  water  near  the  bulb  a.  The  whole  apparatus  is 
supported  upon  a  vertical  wooden  stand. 

The  absorption  pipette  B  consists  of  two  nearly  spherical  glass 
bulbs  of  about  300  c.c.  capacity.  They  communicate  at  the  bottom 
by  means  of  a  glass  tube,  3  m.m.  inside  diameter,  c*  is  a  two-way 
stop-cock.  The  holes  in  the  key  are  drilled  at  right  angles,  so  that 
the  tube  which  connects  with  the  measuring  apparatus  may  be  put 
in  communication  either  with  the  funnel  or  with  the  absorption 
bulb.  The  funnel  is  of  service  in  removing  air  from  the  tube  which 
connects  the  measuring  apparatus  with  the  absorption  pipette.  By 
j)Ouring  mercury  or  water  into  the  funnel  and  turning  the  sto]> 
cocks  c'  and  c  in  the  proper  directions  all  the  air  is  readily  removeti. 
/  is  a  rubber  pump  used  in  transferring  gas  from  B  to  A.  The 
lower  part  of  the  pipette  contains  mercury,  which  protects  tlie 
reagent  from  the  action  of  the  air. 

To  measure  the  volume  of  a  gas,  the  vessel  a  is  filled  completely 
with  pure  mercury.     This  is  easily  accomplished  by  pouring  the 
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mercury  into  7;,  and  then,  after  turning  c  until  a  communicates  with 
the  outside  air,  forcing  it  into  a  by  means  of  the  pump  e.  Any 
excess  of  mercury  in  h  is  tlien  allowed  to  flow  out  through  the  stop- 
cock d.  When  a  and  h  are  now  placed  into  communication  tlie 
mercury  will  flow  from  a  to  &,  and  gas  will  be  drawn  in  through  the 
stop-cock  c.  The  volume  of  mercury  which  flows  into  h  is  equal  to 
the  volume  of  gas  drawn  into  a.  When  the  mercury  no  longer 
rises  in  6,  and  it  is  desired  to  draw  in  still  more  gas  into  a,  then  it 
is  only  necessary  to  exhaust  the  air  in  2^  by  means  of  the  pump  e. 
After  the  desired  quantity  of  gas  has  been  drawn  into  a  the  stop- 
cock e  is  closed.  After  standing  a  few  minutes  the  temperature  of 
the  gas  becomes  the  same  as  that  of  the  water  surrounding  a. 
The  pressure  of  the  gas  is  then  made  approximately  equal  to  atmos- 
pheric pressure  by  allowing  the  mercury  to  flow  out  of  h  into  a 
weighed  beaker  placed  beneath  the  stop-cock  d  until  it  stands  at 
nearly  the  same  level  in  both  a  and  6.  Communication  is  now 
established  between  a  and  g,  and  by  means  of  the  pump  e  the 
pressure  can  be  adjusted  with  the  utmost  delicacy  until  it  is  exactly 
equal  to  atmospheric  pressure.  The  stop-cock  d  is  then  closed,  and 
the  remainder  of  the  mercury  in  6  is  allowed  to  flow  out  into  the 
Ijeaker.  The  weight  of  the  mercury  displaced  by  the  gas  divided 
by  the  specific  gravity  of  mercury  at  the  observed  temperature  gives 
the  volume  of  the  gas  in  cubic  centimeters. 

If  it  is  desired  to  remove  any  constituent  of  the  gas  by  absorption, 
a  pipette  B,  containing  the  appropriate  reagent,  is  attached  to  the 
measuring  apparatus.  All  the  air  in  the  connecting  tube  is  expelled 
by  pouring  mercury  into  the  funnel  and  turning  the  stop-cocks 
c  and  c  so  that  the  mercury  flows  out  through  c.  A  little  more 
than  enough  mercury  to  expel  the  gas  in  the  vessel  a  is  poured  into  h. 
The  small  quantity  of  air  which  is  confined  in  the  tube  connecting  h 
with  the  stop-cock  is  removed  by  alloAving  a  few  drops  of  mercury 
to  run  out  through  &.  Then  a  and  h  are  placed  in  communication. 
The  stop-cocks  c'  and  e  are  turned  so  that  the  gas  may  pass  into  the 
pipette,  the  mercury  which  filled  the  connecting  tube  passes  into  the 
absorbing  reagent  and  unites  with  that  which  is  already  at  the 
bottom  of  the  pipette.  The  transfer  is  facilitated  by  the  pump  e. 
After  absorption  the  residual  volume  is  measured  in  the  same  Avay 
tliat  the  original  volume  was  measured,  a  is  completely  filled  with 
mercury  from  the  upper  to  the  lower  stop-cock,  and  all  the  mercury 
in  &  is  allowed  to  run  out ;  the  gas  is  then  drawn  back  into  the 
measuring  apparatus,  the  last  portion  remaining  in  tlie  connecting 
tube  being  displaced  by  means  of  mercury  from  the  funnel.  The 
volume  is  then  determined  as  before. 

The  calculation  of  the  results  of  an  analysis  is  very  simple.  If 
the  temperature  and  pressure  remain  the  same  during  an  anfdysis,  as 
is  frequently  the  case,  then  the  weights  of  mercury  obtained  are  in 
<lirect  proportion  to  the  gas  volumes,  and  the  i^ercentage  composition 
is  at  once  obtained  by  a  simple  proportion. 
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If  the  temperature  and  pressure  are  different  when  the 
measurements  are  made,  it  is  necessary  to  reduce  the  volumes  tc> 
0°  and  760  m.m.     The  following  formula  is  then  used : — 

W{H-h) 
^  "i>  (1+0-00367x^)760' 
in  which 

IT  =  weight  of  mercury  obtained  (in  grams), 
D  =  specific  gravity  of  mercury  at  f^ 

t  =  temperature  at  which  the  gas  is  measured, 
^=  height  of  the  barometer, 
It  =  tension  of  aqueous  vapour, 
V  =  reduced  gas  volume  (in  cubic  centimeters). 
In  all  the  measurements  made  with  the  apparatus  the  gas  is 
saturated  with  aqueous  vapour,  because  it  comes  in  contact  with 
the  water  in  the  manometer  g. 

Tlie  following  experiments  were  made  to  test  the  accuracy  of  the 
instrument.  A  quantity  of  air  was  drawn  into  the  measuring  bulb 
and  its  volume  determined.  The  air  was  then  transferred  to  an. 
absorption  pipette  which  contained  only  mercury  and  no  reagent- 
It  was  then  brought  back  again  into  the  measuring  apparatus  and 
its  volume  redetermined.     The  following  results  were  obtained : — 


Volume  of  air  taken 
„       after  first  transfer 
„          ,;     second  transfer 

Volume  at  0"— 760  m.m. 
57-558  cc. 
57-567 
57-570 

Tolume  taken    ... 

„      .after  transferring 

II. 

At  O"— 760  m.m. 
98-216  C.C. 
98-229 

Volume  taken    ... 

„       aft-er  transferring 

III. 

At  0«— 760  m.m. 
138-473  C.C. 
133-490 

Volume  taken    ... 

„       after  transferring 

IV. 

At  0°— 760  m.m, 
92-275  C.C. 
92-260 

Volume  taken    ... 

„       after  transferring 

V. 

At  ©o— 760  m.m. 
109-025  cc. 
109-020 

Volume  taken    ... 

„       after  first  transfer 
„          „     second  transfer 

VI. 

AtO«»-760m.m. 
103-970  C.C. 
103-965 
103-980 

The  apparatus  was  also  tested  by  making  analyses  of  atmospheric 
air.     It  has  been  shown  both  by  Winkler  and  Hempel  that  the 
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composition  of  the  air  varies  from  day  to  day.  This  variation  is 
sometimes  as  much  as  0*5  per  cent  The  causes  which  produce 
these  fluctuations  in  the  composition  of  the  atmosphere  are  at 
present  but  imperfectly  understood.  It  is  therefore  desirable  to 
have  some  simple  instrument  by  means  of  which  the  composition 
of  the  air  may  be  determined  rapidly  and  yet  with  great  accuracy. 
The  following  analyses  show  that  the  apparatus  here  described 
is  well  adapted  to  this  purpose.  The  reagent  used  to  absorb  the 
oxygen  and  carbon  dioxide  was  an  alkaline  solution  of  pyrogallol, 
prepared  by  mixing  one  volume  of  a  25  per  cent,  solution  of 
pyrogallol  with  six  volumes  of  a  60  per  cent,  solution  of  potassic 
hydrate. 

Analysis  of  Air  taken  from  the  Laboratory. 


Air  taken 
Vol.  of  nitrogen 

Feroant. 
W                  H                t                 V             0+CO*. 
1738-53        748-87        15*8        116*435  c.c.       ... 
1377-62        743*37        16-8          92*264        20760 
1376*40        743-56        15*76        92255        20771 
Per  cent,  of  0  and  C0«,  20765. 

Yol.  of  air 
„        nitrogen 

II. 

Peromt. 
W                 H                t                V             0+COS. 
170801        748-08        150        115*646  c.c.      ... 
1356*04        747*33        15*2          91*564        20*755 

Per  cent,  of  O  and  CO^  found,  20*766. 

The  following  analyses  were  made  with  a  sample  of  atmospheric  air 
collected  on  a  subsequent  day  :— 

Percent. 
W  H  t  V  0+C0». 

Vol.  of  air  1704*81        754*92        12*2        117*814  c.c.      ... 

nitrogen  1346*83        754*78        1208        93*216        20877 
„    .      1344*71        765*92        11*7  93*229        20-868 

Per  cent,  of  O  and  CO^,  20*872. 

11. 

Par  cent. 
W  H  t  V  0+C0«, 

Vol.  of  air  1669'39        766*30        1015      116*584  c.c.       .. 

nitrogen  1323*24  765*49  1005  92*260  20*863 
1822-38  755-30  10*00  92*262  20*870 
Per  cent,  of  O  and  CO*,  20*866. 

The  apparatus  described  in  the  preceding  pages  was  made  for  the  author, 
in  most  excellent  manner,  by  Mr.  Emil  Griener,  79,  Nassau  Street,  Xew  York. 
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§  99.  All  the  sets  of  apparatus  previously  described  are  adapted 
to  secure  the  greatest  amount  of  accuracy,  regardless  of  speed  or  the 
time  occupied  in  carrying  out  the  various  intricate  processes  involved. 

For  industrial  and  technical  purposes  the  demand  for  something 
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requiring  less  time  and  care,  even  at  the  sacrifice  of  some  accuracy, 
has  been  met  by  a  large  number  of  designs  for  apparatus  of  a 
simpler  class,  among  which  may  be  mentioned  those  of  Orsat, 
Bunte,  Winkel,  Hempel,  Stead,  Lunge,  etc.  Many  of  these 
are  arranged  to  suit  the  convenience  of  special  industries,  and  will 
not  be  described  here. 

The  most  useful  apparatus  for  general  purposes  is  either  that  of 
Hempel  or  Lunge,  both  of  which  will  be  shortly  described. 
Fuller  details  as  to  these  and  other  special  kinds  of  apparatus  arc 
contained  in  Winkler's  Handbook  of  Technical  Gas  Analysis^ 
translated  by  Lunge.* 

The  general  principles  upon  which  these  various  sets  of  apparatus 
are  based,  and  the  calculation  of  results,  are  the  same  as  have  been 
described  in  preceding  pages ;  and  of  course  due  regard  must  be 
had  to  tolerable  equality  of  temperature  and  pressure,  and  the  effects 
of  cold  or  warm  draughts  of  air  upon  the  apparatus  whilst  the 
manipulations  are  carried  on.  If  the  operator  is  not  already 
familiar  with  methods  of  gas  analysis,  a  study  of  the  foregoing 
sections  will  be  of  great  assistance  in  manipulating  the  apparatus 
now  to  be  described. 

Simple  Titration  of  Oases. — Many  instances  occur  in  which  an 
absorbable  gas  can  be  passed  through  a  solution  of  known  standanl 
in  excess,*  and  the  measure  of  the  gas  being  known  either  by 
emptying  an  aspirator  of  water  containing  a  known  volume,  or  by 
the  use  of  a  gas-meter.  The  amount  of  gas  absorbed  may  be  found 
by  titration  of  the  standard  absorbent  residually.  Such  instances 
occur  in  the  exit  gases  of  vitriol  and  chlorine  chambers.  In  the  case 
of  vitriol  exits  the  gases  are  drawn  through  a  standard  solution  of 
soda  or  other  alkali  contained  in  Todd's  absorption  tubes  or  some 
similar  arrangement,  to  which  is  attached  a  vessel  containing  a 
known  volume,  say  exactly  -^j^  of  a  cubic  foot  of  water.  A  tap  is 
fixed  at  the  bottom  of  this  vessel,  so  that  when  all  is  tightly  fitted 
and  the  tap  partially  opened,  a  small  flow  of  water  is  induced, 
which  draws  the  gases  through  the  absorbent.  When  the  aspirator 
is  empty  the  flow  of  gases  ceases,  and  of  course  the  volume  of 
water  so  run  out  represents  that  of  the  gases  passed. 

Another  way  of  measuring  the  gases  is  to  use  an  india-rubber 
vessel,  which  can  be  compressed  by  the  hand,  known  as  a  finger- 
pump.  The  volume  contents  being  kno\\Ti  by  measurement  with 
water  or  air,  the  aspirations  made  by  it  may  be  calculated;  the 
aspirated  gases  are  then  drawn  sloAvly  through  the  absorbent  liquid. 
In  the  case  of  chlorine  exits  the  gases  are  passed  through  a  solution 
of  potassic  iodide  in  excess,  and  the  amount  of  liberated  iodine 
subsequently  found  by  titration  with  standard  sodic  arsenite.  A 
most  convenient  vessel  is  the  revolving  double  glass  aspirator, 
known  as  Dancer's,  or  Muencke's. 

•  Van  Voorst,  1885. 
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The  standard  solutions  used  in  these  cases  are  generaUy  so 
arranged  as  to  avoid  calculations,  and  the  result  found  for  legal 
purposes  in  England  is  given  in  grains  per  cubic  foot,  in  order  to 
comply  with  the  conditions  of  the  Noxious  Vapours  Act,  which 
enjoins  that  not  more  than  4  grains  of  SO^,  or  2^  grains  of  CI,  in 
one  cubic  foot  shall  be  allowed  to  pass  into  the  atmosphere. 

Sometimes  a  gas  may  be  estimated  by  the  reaction  which  takes 
place  when  brought  in  contact  with  a  chemical  absorbent,  such  as 
the  formation  of  a  precipitate,  or  the  change  of  colour  which  it 
produces  in  an  indicator.  The  gas  in  this  case  can  be  measured 
by  a  graduated  aspirator,  the  flow  of  which  is  stopi^ed  when  tlie 
IDeculiar  reaction  ceases  or  is  manifested. 

Normal  Solutions  for  Gas  Analysis. — In  the  titration  of  gases  by 
these  methods,  particularly  on  the  Continent,  the  custom  is  to  use 
special  normal  solutions,  1  c.c.  of  which  represents  1  c.c.  of  the 
absorbable  gas  in  a  dry  condition,  and  at  760  m.m.  pressure  and 
C^C.  temperature.  These  solutions  must  not  be  confoimded  with 
the  usual  normal  solutions  used  in  volumetric  analysis  of  liquids  or 
solids.  For  instance,  a  normal  gas  solution  for  chlorine  would  be 
made  by  dissolving  4 '4288  gm.  of  As^O^,  with  a  few  grams  of  sodic 
bicarbonate  to  the  liter,  and  a  corresponding  solution  of  iodine 
containing  11*3396  gm.  per  liter,  in  order  that  1  c.c.  of  either 
should  correspond  to  1  c.c.  of  chlorine  gas.  1  c.c.  of  the  same 
iodine  solution  would  also  represent  1  c.c.  of  dry  SO^,  and  so  on. 

A  very  convenient  bottle  for  the  titration  of  certain  gases  is 
adopted  by  Hesse.  It  is  made  in  a  conical  form,  like  an 
Erlenmeyer's  flask,  and  has  a  mark  in  the  short  neck,  down  to 
which  is  exactly  fitted  a  caoutchouc  stopper  having  two  holes, 
which  will  either  admit  the  spit  of  a  burette  or  pipette,  or  may  be 
securely  closed  by  solid  glass  rods.  The  exact  contents  of  the  vessel 
up  to  the  stopper  is  ascertained,  and  a  convenient  size  is  about  500 
or  600  c.c.     The  exact  volume  is  marked  upon  the  vessel. 

In  the  case  of  gases  not  aff*ected  by  water,  the  bottle  is  filled  witli 
that  liquid  and  a  portion  displaced  by  the  gas,  and  the  stopper  with 
its  closed  holes  inserted.  If  water  cannot  be  used,  the  gas  is  drawn 
into  the  empty  bottle  by  means  of  tubes  with  an  elastic  pump. 
The  absorbable  contituent  of  the  gas  is  then  estimated  with  an 
excess  of  the  standard  solution  run  in  from  a  pipette  or  burette. 
During  this  a  volume  of  the  gas  escapes  equal  to  the  volume  of 
standard  solution  added,  which  must  of  course  be  deducted  from 
the  contents  of  the  absorbing  vessel.  The  gas  and  liquid  are  left  to 
react  with  gentle  shaking  until  complete.  The  excess  of  standard 
solution  is  then  found  residually  by  another  corresponding  standard 
solution;  and  in  the  case  of  using  gas  normal  solutions,  the  difference 
found  corresponds  to  the  volume  of  the  absorbed  constituent  of  the 
gas  in  c.c. ;  and  from  this,  and  from  the  total  volume  of  gas  employed, 
may  be  calculated  the  percentage,  allowing  for  the  correction  men- 
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tioned.  This  arrangement  may  be  used  for  CO^  in  air,  using  normal 
gas  baric  hydrate  and  a  corresponding  normal  gas  oxalic  acid  witli 
phenolphthalein.  The  normal  oxalic  acid  should  contain  5 '63 14  gm. 
per  liter,  in  order  that  1  c.c.  may  represent  1  c.c  of  CO*.  The  baryta 
solution  must  correspond,  or  its  relation  thereto  found  by  blank 
experiment  at  the  time.  The  arrangement  is  also  available  for  HCl 
in  gases,  using  a  normal  gas  silver  solution  containing  4 '8233  gm. 
Ag  per  liter,  as  absorbent,  with  a  corresponding  solution  of 
thiocyanate  (§  39)  and  ferric  indicator;  or  the  HCl  may  be  absorbed 
by  potash,  then  acidified  with  HKO^, 
and  the  titration  carried  out  by  the 
same  process;  or  again,  an  alkaline 
carbonate  may  be  used,  and  the  titration 
made  with  a  normal  gas  silver  solution 
using  the  chromate  indicator  (§  37,  2ft). 

Hexnpel's  Oas  Burette. -This  consists 
of  two  tubes  of  glass  on  feet,  one  of  which 
is  graduated  to  100  c.c.  in  -g-  c.c.  ^the 
burette  proper),  and  the  other  plain  (the 
level  tube).  They  are  connected  at  the 
feet  by  an  elastic  tube,  much  in  the 
same  way  as  Lunge's  nitrometer.  The 
arrangement  is  shown  in  fig.  90. 

The  illustration  shows  the  burette  with 
three-way  stop-cock  at  bottom,  which  is 
necessary  in  the  case  of  gases  soluble  in 
water,  or  where  any  of  the  constituents 
are  affected  thereby.  If  this  is  not  the 
case,  a  burette  without  sucli  stop-cock 
is  substituted  (fig.  91).  The  elastic  tube 
should  not  be  in  one  piece,  but  con- 
nected in  the  middle  by  a  short  length 
of  glass  tube  to  admit  of  ready  dis- 
connection. 

Fig.  91  will  illustrate  not  only  the  original  Hempel  burette 
with  level  tube,  but  also  the  method  of  connection  with  the  gas 
pipette,  and  also  the  way  in  which  the  elastic  tube  is  joined  by  the 
intervening  glass  tube.* 

Hempel,  with  great  ingenuity,  has  devised  special  pipettes  to 
l)e  used  in  connection  with  the  burette,  and  which  render  the 
instrument  very  serviceable  for  general  gas  analysis.     The  pipette 

*  The  same  chemist  haa  linoe  designed  a  gaa  burette  which  haa  the  advantage  of 
heing  unaffected  by  the  fluctuating  temperature  and  preasure  of  the  atmosphere.  This 
is  effected  by  connecting  the  measuring  apparatus  with  a  space  free  from  air,  but 
saturated  with  aqueoua  Tapour.  A  figure  ahowing  the  arrangement  ia  giyen  in 
0.  K.  Ivi.  S54.  Theae  aimpler  forma  of  gaa  apparatua  in  great  Tarie^,  including  Taiiona 
forma  of  the  nitrometer,  are  kept  in  stock  by  Meaara.  Townson  and  Aeroer,  89  Bishops- 
gate  Street  Within,  Loudon,  E.G.,  and  probcibly  by  most  of  the  dealers  in  appaxmtna  in 
the  kingdom. 


Fig.  90. 
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shoim  in  fig.  91  is  known  as  the  simple  absorption  pipette,  and 
serves  for  submitting  the  gas  originally  in  the  burette  to  the  action 
of  some  special  absorbent.  With  a  series  of  these  pipettes  the  gas 
is  submitted  to  the  action  of  special  absorbents,  one  after  another, 
until  the  entire  composition  is  ascertained.  The  connections  must 
in  all  cases  be  made  of  best  stout  rubber,  and  bound  with  wire. 


B 


Pig.  91. 

OoUeotlon  and  measurement  of  the  Qae  over  Water. — Both  tubes 
are  filled  completely  with  water  (preferably  already  saturated 
mechanically  with  the  gas),  care  being  taken  that  all  air  is  driven 
out  of  the  elastic  tube.  The  clip  is  then  closed  at  the  top  of  the 
burette,  and  the  bulk  of  the  water  poured  out  of  the  level  tube,  the 
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elastic  tube  being  pinched  meanwhile  with  the  finger  and  thumb  to 
prevent  air  entering  the  burette.  The  latter  is  then  connected  by 
a  small  glass  tube  with  the  source  of  the  gas  to  be  examined,  when, 
by  lowering  the  level  tube,  the  gas  flows  in  and  displaces  the  water 
from  the  burette  into  the  level  tube.  The  pressure  is  then  regulated 
by  raising  or  lowering  either  of  the  tubes  imtil  both  are  level,  when 
the  volume  of  gas  is  read  off.  It  is  convenient  of  course  to  take 
exactly  100  c.c.  of  gas  to  save  calculation. 

CoUeotion  and  meaanrement  of  tlie  Gas  withont  Water. — In  this 
case  the  three-way  tap  burette  (fig.  90)  is  dried  thoroughly  by  first 
washing  with  alcohol,  then  ether,  and  drawing  air  through  it  Thu 
three-way  tap  is  then  closed,  the  upper  tube  connected  with  the  gas 
supply,  and  the  burette  filled  either  by  the  pressure  of  the  gas,  or 
by  using  a  small  pimip  attached  to  the  three-way  cock  to  draw  out 
the  air  and  fill  the  burette  with  the  gas.  When  full  the  taps  are 
turned  off,  and  connection  made  with  the  level  tube,  which  is  then 
filled  with  water,  the  tap  opened  so  that  the  water  may  flow  into 
the  burette  and  absorb  the  soluble  gases  present.  As  tJie  burette 
holds  exactly  100  c.c.  between  the  three-way  tap  and  the  upper  clip, 
the  percentage  of  soluble  gas  is  shown  directly  on  the  graduation. 

The  metliod  of  Absorption. — In  the  case  of  the  simple  pipette 
fig.  91,  a  is  filled  with  the  absorbing  liquid,  which  reaches  into  the 
syphon  bend  of  the  capillary  tube:  the  bulb  h  remains  nearly 
empty.  In  order  to  fill  the  instrument,  the  liquid  is  poured  into  6, 
and  the  air  sucked  out  of  a  by  the  capillary  tube.  It  is  convenient 
to  keep  a  number  of  these  pipettes  filled  with  various  absorbents, 
well  corked,  and  labelled. 

Another  pipette  of  similar  char- 
acter is  shown  in  fig.  92,  and  is 
adapted  for  solid  reagents,  such  as 
stick  phosphorus  in  water.  The 
instrument  has  an  opening  at  the 
bottom,  which  can  be  closed  with 
a  caoutchouc  stopper.  This  pipette 
is  also  used  for  absorbing  CO^  by 
filling  it  with  plugs  of  wire  gauze 
and  caustic  potash  solution,  so  as 
to  expose  a  large  active  surface 
when  the  liquid  is  displaced  by 

the  gas. 

F^^IIJilllBwPJlPII^I^'l^l^l'I'^l'I'^'l^^  To    make   an   absorption,   tlie 

^^^^^^^^^^^igp^^g^A  capillary  U-tube  is  connected  witli 
^^^^^^^^^^^^^^^^^  the  burette  containing  the  mea- 
sured gas  by  the  small  capillary 


Fig.  92. 


tube  E  (fig.  91),  the  pinchcock  of  course  being  open,  then  by  raising 
the  level  tube,  the  gas  is  driven  over  into  a,  where  it  displaces 
a  portion  of  the  liquid  into  h.     When  the  whole  of  tlie  gas  is 
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transferred,  the  pinchcock  is  closed,  and  the  absorption  promoted 
by  shaking  the  gas  with  the  reagent  When  the  action  is  ended, 
commimication  with  the  burette  is  restored,  and  the  gas  syphoned 
back  ivith  the  level  tube  into  the  burette  to  be  measured. 

The  Compoimd  Gkts  Pipette  shown  in  fig.  93  is  of  great  utility  in 
preserving  absorbents  which  woidd  be  acted  on  by  the  air,  such  for 
instance  as  alkaline  pyrogallol,  cuprous  chloride,  etc.  The  bulb 
next  the  syphon  tube  is  filled  with  tie  absorbent,  the  next  is  empty, 
the  third  contains  water,  and  the  fourth  is  empty.  When  the  gas 
is  passed  in,  the  intermediate  water  passes  on  to  the  last  bulb 
to  make  room  for  the  gas,  thus  shutting  off  all  contact  with  the 
atmosphere,  except  the  small  amount  in  the  second  bulb. 

Hydroven  Pipette. — ^The  hydrogen  gas  necessary  for  explosions 
or  combustions  is  produced  from  a  hollow  rod  of  zinc  fixed  over 
a  glass  rod  passed  through  the  rubber  stopper  (fig.  92).  The  bulb 
being  filled  with  dilute  acid,  gas  is  generated,  and  as  it  accumulates 
the  acid  is  driven  into  the  next  bulb  and  the  actioix  ceases. 

Bxploeion  Pipette. — ^Another  arrangement  provides  for  explosions 
by  the  introduction  into  a  thicker  bulb,  measured  volumes  of  the 
gas,  of  air,  and  of  hydrogen.  The  bulb  being  shut  off  with 
a  stop-cock,  a  spark  is  passed  through  wires  sealed  into  the  upper 
portion  of  the  bulb. 

Pipette  with  CaplUary  Combustion  Tube. — ^This  simple  arrange- 
ment consists  of  a  short  glass  capillary  tube  bent  at  each  end  in 
a  right  angle,  into  which  an  asbestos  fibre  impregnated  with  finely 
divided  palladium  is  placed,  so  as  to  allow  of  the  passage  of  the  gas.* 
The  gas  being  mixed  with  a  definite  volume  of  air  in  the  burette, 
and  the  measure  ascertained  (not  more  than  25  c.c.  of  gas  and  60 
or  70  c.c.  of  air),  the  asbestos  tube  is  heated  gently  with  a  small  gas 
flame  or  spirit  lamp,  and  the  pinchcocks  being  opened,  the  mixture 
is  slowly  passed  through  the  asbestos  and  back  again,  the  operation 
being  repeated  so  long  as  any   combustible  gas  remains.      No 

*  To  prepare  pelladiam  aebestoe,  diasolTe  alwut  1  gn.  palladium  in  a<iua  rtqja, 
evaporate  to  dnmees  on  water  bath  to  expel  aU  acid.  Diesolye  in  a  yery  amall  quantity 
of  water,  and  add  5  or  6  c.c.  of  saturated  solution  of  sodio  formate,  then  sodic  carbonate 
until  strongly  alkaline.  Introduce  into  the  liquid  about  1  gm.  soft,  long.fibred  asbestos, 
which  shoula  absorb  the  whole  liquid.  The  fibre  is  then  dried  at  a  gentle  heat,  and 
finally  in  the  water  bath  till  perfectly  dry ;  it  is  then  soaked  in  a  little  warm  water,  nut 
into  a  glass  funnel,  and  all  adhering  salts  washed  out  carefully  without  disturbing  the 
paUadium  deposit.  Tha  asbestos  so  prepared  contains  about  50per  cent.  Pd.  and  in 
a  perfectly  dry  state  is  capable  of  causing  the  combination  of  H  and  O  at  ordinary 
temperature,  but  when  used  in  the  capillary  tube  it  is  preferable  to  use  heat  as  mentioned. 
The  canillaxT  combustion  tubes  are  about  1  m.m.  bore  and  5  m.m.  outside  diameter, 
with  a  length  of  about  15  cm.  The  fibre  is  placed  into  them  before  bending  the  angles 
as  follows :— Lay  a  few  loose  fibres,  about  4  cm.  long,  side  by  side  on  smooth  filter  paper, 
moisten  with  a  drop  or  two  of  water,  then  by  sliding  the  finger  oyw  them  twisted  mto 
a  kind  of  thread  about  the  thickness  of  darning  cotton.  The  thre&d  is  taken  carefully 
up  with  pincers  and  dropped  into  the  tube  held  vertically,  then  by  aid  of  water  and  gentle 
shaking  moved  into  poation  in  the  middle  of  the  tube.  The  tube  is  then  dried  in  a 
warm  place,  and  finally  the  ends  bent  at  right  angle  for  a  length  of  31  to  4  cm. 
Platinum  asbestos  may  be  prepared  in  the  same  way,  using,  however,  only  from  half  to 
one*fourth  the  quanti^  of  metal. 
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explosion  need  be  feared.  The  residue  of  gas  ultimately  obtained 
is  then  measured,  and  the  contraction  found ;  from  this  the  volume 
of  gas  burned  is  ascertained  either  directly,  or  by  the  previous 
removal  of  CO'^  formed  by  the  combustion  with  the  potash  pipette. 
H  is  very  easily  burned,  CO  less  easily.  Ethylene,  benzine,  and 
acetylene  require  a  greater  heat  and  longer  time.  CH*  is  not 
affected  by  the  method,  even  though  mixed  with  a  large  excess  of 
combustible  gases. 


Fig.  98. 

In  order  to  illustrate  the  working  of  the  whole  set  of  apparatus^  the 
analysis  of  a  mixture  containing  most  or  all  of  the  gases  Ukely  to  be  met 
with  in  actual  testing  is  given  from  a  paper  contaributed  by  Dr.  W.  Bott 
{J.  a.  C.  I.  iv.  163).  The  mixture  of  gases  consists  of  C0»,  O,  CO,  0*H*, 
OH^  H  and  N.  A  sample  of  this  gas— say  100  c.c. — is  oollected  and 
measured  in  the  gas  burette.  The  CO^is  next  absorbed  by  passing  the  gas 
into  a  pipette  (fig.  91)  containing  a  solution  of  1  part  of  KHO  in 
2  parts  of  water.  To  ensure  a  more  rapid  absorption,  the  bulb  shown 
in  fig.  92  containing  the  caustic  potash  may  be  partly  filled  with  plugs 
of  wire  gauze.  The  absorption  of  the  CO^  is  ahnost  instantaneous.  It  lb 
only  necessary  to  pass  the  gas  into  the  apparatus  and  syphon  it  back  again 
to  be  measured.  The  contraction  produoied  gives  directly  the  percentage 
of  GO^  since  100  c.c.  were  used  at  starting.  The  remaining  gas  contains 
O,  CO,  H,  C^H*,  CH*,  N.  The  oxygen  is  next  absorbed.  This  may  be 
effected  in  two  ways — by  means  of  moist  phosphorus  or  by  an  alkaUne 
solution  of  pyrogallio  acid.  The  former  method  is  by  far  the  more  elegant  of 
the  two,  but  not  universally  applicable.  The  absorption  is  done  in  a  pipette 
(fig.  92),  the  corked  bulb  of  which  is  filled  with  thin  sticks  of  yellow  phosphorus 
surrounded  by  water.  The  gas  t<>  be  tested  is  introduced  in  the  usual  manner, 
and  by  displacing  the  water  comes  into  contact  with  the  moist  surface  of  the 
phosphorus,  which  speedily  absorbs  all  the  oxygen  from  it.  The  absorption 
proceeds  best  at  about  15 — 20°  C,  and  is  complete  in  ten  minutes.  The  small 
quantity  of  P^O*  formed  by  the  absorption  dissolves  in  the  water  present,  and 
thus  the  surface  of  the  phosphorus  always  remains  bright  and  active.  This 
neat  and  accurate  method  is  not  however  universally  applicable ;  the  following 
are  the  conditions  under  which  it  can  be  used : — The  oxygen  in  the  gas  must 
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not  be  more  than  50  per  oent.,  and  the  gas  must  be  free  from  ammonia,  C?H* 
and  other  hydrocarbons,  vapour  of  alcohol,  ether  and  essential  oils.  In  the 
instance  chosen,  thephosphorus  method  would  hence  not  be  applicable,  as  the 
mixture  contains  CPW ;  therefore  pyrogallic  acid  must  be  used.  The  absorption 
is  carried  out  in  the  compound  absorption  pipette  (fig.  93),  the  bulb  of  which 
is  completely  filled  with  an  alkaline  solution  of  pyrogallol  made  by  dissolving 
1  part  (by  volume)  of  a  26  per  cent,  pyrogallic  acid  solution  in  6  parts  of  a 
60  per  cent,  solution  of  caustic  potash.  The  absorption  is  complete  in  about 
five  minutes,  but  may  be  hastened  by  shaking.  The  remainder  of  the  gas 
now  contains  (?H^  CO,  CH^  H,  N,  and  the  next  step  is  to  absorb  the  C^H*  by 
means  of  fuming  SO*,  the  GH^  being  subsequently  determined  by  explosion. 
In  choosing  the  ktter  method  a  portion,  say  half,  of  the  residual  gas  is  taken  for 
the  estimation  of  hydrogen.  The  absorption  of  the  hydrogen  is  bued  on  the  fact 
that  palladium  black  is  capable  of  completely  burning  hydrogen  when  mixed 
vrith  excess  of  air,  and  slowly  passed  over  the  metal  at  the  ordinary  tempera- 
ture. About  li  gm.  of  palladium  black  are  placed  in  a  small  U-tube  plunged 
into  a  small  b^ker  of  cold  water,  and  the  gas,  mixed  with  an  excess  of  air 
(which,  of  course,  must  be  accurately  measured),  is  passed  slowly  through  the 
tube  two  or  three  times,*  the  tube  at  the  time  being  connected  with  an 
ordinal^  absorption  pipette  filled  with  water  or  else  with  the  EOH  pipette, 
which  in  this  case,  of  course,  simply  serves  as  a  kind  of  receiver.  Finally  the 
gas  is  syphoned  back  into  the  burette  and  measured — two-thirds  of  the  con- 
traction correspond  to  the  amount  of  H  ori^nally  present  in  the  mixture  of 
gas  and  air.  Tne  CH^  is  not  attacked  by  ordinary  30  per  cent.  SO^  Nordhausen 
acid  during  the  absorption  of  the  C^H^.  The  acid  is  contained  in  an 
absorption  pipette  (fig.  92),  the  bulb  of  which  is  filled  with  pieces  of 
broken  glass  so  as  to  offer  a  larger  absorbing  surface  to  the  gas.  The 
absorption  is  complete  in  a  few  minutes,  but  the  remaining  gas  previous  to 
measuring  should  be  passed  into  the  KOH  pipette  and  back  again,  so  as  to 
free  it  from  fumes  of  80^.  Residual  gas :  C(),  CH^  H,  N.  The  CO  is  next 
absorbed  by  means  of  an  ammoniacal  solution  of  cuprous  chloride  in  a  com- 
pound absorption  pipette.  The  gas  has  to  be  shaken  with  the  absorbent  for 
about  three  minutes.  It  must  be  borne  in  mind  that  Cu'CP  solution  also 
absorbs  oxygen,  and,  according  to  Hemp  el,  considerable  quantities  of  C^H^ 
hence  these  gases  must  be  removed  previously.  Besidue :  CH^  H,  N.  Both 
CH^  and  H  may  now  be  estimated  either  by  exploding  with  an  excess  of  air 
in  the  explosion  pipotte  and  measuring  (1)  ihe  contraction  produced,  and  (2) 
the  amount  of  Clr  formed  (by  means  of  the  KOH  pipette) ;  or,  according  to 
Hemp  el,  absorb  the  hydrogen  first  of  all  as  described  above— provided  the 
U-tube  be  kept  well  cooled  with  water,  inasmuch  as  that  at  about  200*"  C.  a 
nuxture  of  air  and  CH^  is  also  acted  upon  by  palladium.  The  presence  of 
CO,  vapours  of  alcohol,  benzine  and  hydrochloric  acid  also  interfere  with 
the  absorption  by  palladium. 

The  palladium  may  be  used  for  many  consecutive  experiments,  but  must 
be  kept  as  dry  as  possible.  After  it  has  been  used  for  several  absorptions  it 
may  be  regenerated  by  plunging  the  tube  into  hot  water  and  passing  a 
current  of  dry  air  through  it. 

Having  estimated  the  hydrogen,  the  CH^  in  the  remaining  portion  of  the 
gas  has  to  be  determined.  This  contains  CH^,  N  and  H,  the  amount  of  the 
latter  being  known  from  the  previous  experiment.  The  gas  is  mixed  with  the 
requisite  quantity  of  air  and  hydrogen,  introduced  into  the  explosion  pipette 
and  fired  by  means  of  a  spark.  The  water  resulting  from  the  combustion 
condenses  in  the  bulb  of  the  pipette,  whilst  the  CO'  formed  is  absorbed  bv  the 
KOH  solution  present.    Hence  the  total  contraction  produced  corresponds  to : 

a.  The  hydrogen  present  in  the  original  gas  +  i  its  vol.  of  O  (the  quantity 
requisite  for  complete  combustion). 

*  Instead  of  this  the  H  maj  be  burned  in  the  tube  containing  the  pelladiam  asbestos 
fibre  preTioualy  described. 
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b.  The  known  quantity  of  hydrosen  added  +  i  its  vol.  of  O. 
e.  The  CU^  present  +  2  vols,  of  O  requisite  for  its  comhustion. 

CH^  +  O*  =  (C0«  +  2H«0) 
2  4         disappears. 

Since  a  and  h  are  known,  or  can  be  readily  calculated  from  the  previous  data, 
by  subtracting  (a +6)  from  the  total  contraction  it  is  possible  to  obtain  C — 
{a+b)  =  c  contraction  due  to  CH^  alone,  and  one-third  of  this  is  equal  to  the 
volume  of  CH^  present,  as  will  be  readily  seen  from  the  above  equation. 
The  remaining  nitrogen  is  estimated  by  difference. 

Improved  arranffement  of  Hempel's  Pipettes  for  atorlzLff  and 
uaiziff  absorbents. — Professor  P.  P.  Bed  son  has  designed  an 
arrangement  of  pipettes  which  he  uses  in  connection  with  a 
Dittmar's  measuring  apjmratus,  but  which  may  of  course  be 
used  with  other  forms  of  gas  apparatus  by  suitable  connections. 
The  pipettes  are  shown  in  fig.  94,  and  their  use  may  be  described 
as  follows : — A  capillary  tube  with  a  three-way  cock  A  is  soldered 

to  the  Hempel  pipette — the 
capillary  is  drawn  out  and  bent 
so  as  to  pass  into  the  mercury 
trough.  The  tap  A  can  be 
placed  in  connection  with  C,  to 
which  is  attached  a  movable 
mercury  reservoir  D.  In  work- 
ing, e.g,,  transferring  gas  to  E, 
the  absorbent  fills  £  and  the 
capillary  of  tap  A.  By  raisin;^ 
D  the  vessel  C  and  capillary  1> 
are  entirely  filled  with  merciirj*. 
B,  of  course,  is  immersed  in 
the  mercury  trough.  Havings 
filled  B  with  mercury,  the  test 
tube  containing  the  gas  to  be 
^  ^^^^^^^^^^1       examined  is  brought  over  the 

end  of  B  and  some  gaa  drawn  ' 
into  C  by  depressing  D.     Tlic 
tap  is  tlien  turned  to  put  the 
Fig.  94.  tube  in  connection  with  E,  and 

the  gas  forced  into  E  by 
depressing  tlie  tube  in  trough.  By  raising  and  lowering  the  tube 
the  gas  can  be  brought  into  intimate  contact  with  the  absorbent 
and  absorption  thus  promoted.  To  bring  all  the  gas  into  E,  D  is 
again  used  and  the  remainder  of  gas  drawn  into  C  by  depressing  D ; 
then  by  turning  tlie  tap  round  the  gas  from  C  can  be  forced 
into  E;  the  tap  is  then  turned  so  as  to  put  the  capillary  and 
E  in  connection,  and  the  gas  flows  into  E  with  a  small  portion 
in  capillary  B,  retained  by  the  column  of  mercury  filling  the 
bent  limb. 
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The  gas  may  be  left  thus  for  some  hours ;  and  to  transfer  it  to 
the  tube,  G  and  E  are  placed  in  connection  by  suitably  turning  the 
tap ;  then  by  depressing  D  some  gas  is  drawn  into  G  and  the  tap 
turned  so  as  to  put  G  and  the  tube  in  connection. 

By  carefully  raising  D  the  mercury  is  washed  out  of  B  and  some 
of  the  gas  passes  into  the  tube.  With  B  clear  of  mercury  and 
filled  with  gas,  the  tube  and  E  are  placed  in  connection  and  the 
gas  flows  out  of  E  into  the  tube.  When  the  liquid  from  E  has 
risen  so  as  to  fill  the  vessel  up  to  the  tap  (the  capillary  of  the  tap 
being  also  filled),  the  tap  is  turned  to  put  G  and  B  in  connection ; 
then  by  raising  I)  all  gas  is  washed  out  of  C  and  capillary  into  the 
tube  used  for  its  collection  and  transferred  to  the  measuring  tube. 

Professor  Beds  on  also  attaches  to  the  measuring  apparatus  a 
vessel  containing  a  known  volume  of  air  at  known  temperature  and 
pressure,  as  recommended  by  Lunge,  so  as  to  dispense  with  the 
otherwise  necessary  corrections. 

THE   KITBOKETEB. 

§  100.  This  instrument  has  been  incidentally  alluded  to  in  §  67 
(page  247)  as  being  useful  for  the  estimation  of  nitric  acid  in  the 
form  of  nitric  oxide.  It  was  indeed  for  this  purpose  that  the 
instrument  was  originally  contrived,  more  especially  for  ascertaining 
the  proportion  of  nitrogen  acids  in  vitrioL 

Tbe  instrument  has  been  found  extremely  useful  also  for  general 
technical  gas  analysis,  and  for  the  rapid  testing  of  such  substances 
»8  manganese  peroxide,  hydrogen  peroxide,  bleaching  powder,  urea, 
etc.  ^e  apparatus  in  its  simplest  form  is  shown  in  fig.  95,  and 
consists  of  a  graduated  measuring  tube  fitted  at  the  top  with  a 
three-way  stop-cock,  and  a  glass  cup  or  funnel;  the  ^aduation 
extends  from  the  tap  downwards  to  50  c.c.  usually,  and  is  divided 
into  ^  C.C.  The  plain  tube,  known  as  the  pressure  or  level  tube, 
is  about  the  same  size  as  l^e  burette,  and  is  connected  with  the 
latter  by  means  of  stout  elastic  tubing  boimd  securely  with  wire. 
Both  tubes  are  held  in  clamps  on  a  stand,  and  it  is  advisable  to  fix 
the  burette  itself  into  a  strong  spring  clamp,  so  that  it  may  be 
removed  and  replaced  quickly. 

One  great  advantage  over  many  other  kinds  of  technical  gas 
apparatus  which  pertains  to  this  instrument  is,  that  it  is  adapted 
for  the  use  of  mercury,  thus  insuring  more  accurate  measurements, 
and  enabling  gases  soluble  in  water,  etc,  to  be  examined. 

Another  form  of  the  same  instrument  is  designed  by  Lunge 
for  the  estimation  of  the  nitric  acid  in  saltpetre  and  nitrate  of 
soda,  where  a  larger  volume  of  nitric  oxide  is  dealt  with  than 
occurs  in  many  other  cases.  In  this  instrument  a  bulb  is  blown 
on  the  burette  just  below  the  tap,  and  the  volume  contents  of  this 
bulb  being  found,  the  graduation  showing  its  contents  begins  on  the 
tube  at  the  point  where  the  bulb  ends,  and  thence  to  the  bottom ; 
the  level  tube  also  has  a  bulb  at  bottom  to  contain  the  mercury 
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displaced  from  the  burette.     Illustrations  of  this  form  of  nitrometer 
will  be  foimd  further  on. 

The  following  description  of  the 
manipulation  required  for  the  estima- 
tion of  nitrogen  acids  in  vitriol  applies 
to  the  ordinary  nitrometer,  and  applies 
equally  to  the  estimation  of  nitrates 
in  water  residues  and  the  like  (see 
page  248)  :— 

The  burette  a  is  filled  with  mercur)'^  in 
such  quantity  that,  on  raising  b  and  keeping 
the  tap  open  to  the  burette,  the  mercury 
stands  quite  in  the  taphole,  and  about  two 
inches  up  the  tube  h.  The  tap  is  now  closed 
completely,  and  from  0*5  to  5  c.c.  of  the 
nitrous  vitariol  (according  to  strength)  poured 
into  the  cup.  b  is  then  lowered  and  the  tap 
cautiously  opened  to  tiie  burette,  and  shut 
quickly  when  all  the  acid  except  a  mere 
drop  has  run  in,  carefully  avoiding  the 
passage  of  any  air.  3  c.c.  of  strong  pure 
H?SO*  are  thfen  placed  in  the  cup  and  dmwn 
in  as  before,  then  a  further  2  or  3  c.c.  of 
acid  to  rinse  all  traces  of  the  sample  out  of 
the  cup.  a  is  then  taken  out  of  its  clamp, 
and  the  evolution  of  gas  started  by  incUning 
it  several  times  almost  to  a  horizontal  position 
and  suddenly  righting  it  again,  so  that  the 
mercury  and  acid  are  well  mixed  and  shaken 
for  a  minute  or  two,  until  no  further  gas  is 
evolved.  The  tubes  are  so  placed  that  the 
mercury  in  6  is  as  much  higher  than  that  in 
a  as  is  required  to  balance  the  acid  in  a; 
this  takes  about  one  measure  of  mercury  for 
6*6  measures  of  add.  When  the  gas  has 
assumed  the  temperature  of  the  room,  and 
all  froth  subsided,  the  volume  is  read  off, 
and  also  the  temperature  and  pressure  from 
a  thermometer  and  barometer  near  the  place 
of  operation.  The  level  should  be  checked 
by  opening  the  tap,  when  the  mercury  level 
ought  not  to  change.  If  it  rises,  too  much 
pressure  has  been  given,  and  the  reading 
must  be  increased  a  trifle.  If  it  sinks,  the 
reverse.  A  good  plan  is  to  put  a  Uttle  acid 
into  the  cup  before  opening  the  tap:  this 
will  be  drawn  in  if  pressure  is  too  low,  or 
blown  up  if  too  high.  These  indications  will  serve  for  a  correct  repetition 
of  the  experiment. 

To  empty  the  apparatus  ready  for  another  trial,  lower  a  and  open  the  tap, 
then  raise  S  so  as  to  force  both  gas  and  acid  into  the  cup ;  by  opening  the  tip 
then  outwards,  the  bulk  of  the  acid  can  be  collected  in  a  beaker,  the  last 
drops  being  wiped  out  with  blotting-paper.  It  is  hardly  necessary  to  say  that 
the  tap  must  be  thoroughl^r  tight,  and  kept  so  by  the  use  of  a  little  vaseline, 
taking  care  that  none  gets  into  the  bore-hole. 

The  calculations  for  nitrogen  are  given  on  page  248. 


Fig.  95. 
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It  is  evident  that  the  nitrometer  can  be  made  to  replace  Hempel's 
burette  if  so  required,  by  attaching  to  the  side  opening  of  the  three- 
way  tap  the  various  pipettes  previously  described,  or  smaller  pipettes 
of  the  same  kind  to  be  used  with  mercury,  as  described  by  Lunge 
{BericMe,  xiv.  14,  92). 

The  instrument  may  also  be  very  well  employed  for  collecting, 
measuring,  and  analyzing  the  gases  dissolved  in  water  of  other 
liquids.  An  illustration  of  this  method  is  given  by  Lunge  and 
Schmidt  (Z.  a,  C.  xxv.  309)  in  the  examination  of  a  sample  of 
water  from  the  hot  spring  at  Leuk  in  Switzerland. 


Fig.  96. 


Fig.  97. 


The  determination  of  the  dissolved  gases  was  made  in  the  nitro- 
meter, arranged  as  shown  in  figs.  96  and  97 : — 

The  flask  A  is  completely  filled  with  the  water ;  an  indiarubber  plug  with 
a  capillary  tube  (a)  passing  through  it  is  then  inserted  in  tiie  flask,  and  the 
tube  is  thereby  completely  filled  with  water.  The  whole  is  then  weighed, 
and  the  difference  between  this  and  tbe  weight  of  the  empty  flask  and  tube 
gives  the  amount  of  water  taken.  The  end  of  the  capillary  tube  is  then 
connected  to  the  side  tube  of  the  nitrometer  by  the  tube  h.  The  nitrometer 
is  then  completely  filled  with  mercury,  and  when  the  tubes  are  quiet,  the  flask 
and  measuring  tube  of  the  nitrometer  are  quickly  placed  in  connection,  with- 
out the  introduction  of  the  slightest  trace  of  air.  The  water  in  the  flask  is 
then  slowly  heated  to  boiling.  Some  water  as  well  as  the  dissolved  ^pses 
collect  in  the  measuring  tube  of  the  nitrometer.  The  tube  N  of  the  nitro- 
meter should  be  lowered  in  order  that  the  boiling  may  take  place  under 
reduced  pressure.    After  boiling  for  five  to  ten  minutes,  the  stop-cock  is 

M   M    2 
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auickly  turned  through  180%  so  that  the  flask  is  placed  in  combination  with 
tie  cup  B  oontaimng  mercuir,  and  the  flame  removed.  Since  the  mercury 
stands  lower  in  N  than  in  if,  it  is  not  possible  for  any  loss  of  gas  to  take 
place  at  the  moment  of  turning  the  tap.  It  is  also  impossible  for  any  gas  or 
steam  to  escape  through  the  mercury  cup,  since  the  pressure  is  inward.  A 
small  bubble  of  gas  always  remains  under  the  stopper ;  this  is  brought  into  M 


Pig.  99. 


Fig.  98. 


Fig.  100. 


by  lowering  the  tube  N  as  much  as  possible,  and  then  turning  the  stop-cock 
so  that  the  flask  and  measuring  tube  are  again  placed  in  connection,  and  when 
the  bubble  has  passed  over,  quickly  reversmg  tae  tap  again. 

When  the  whole  of  the  gas  is  collected  in  the  nitrometer,  it  is  connected 
with  a  second  instrument  O  P,  quite  full  of  mercury.     The  gas  is  then 
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truiflferred  by  placing  the  tap  in  such  a  position  that  it  is  closed  in  all 
directions,  and  the  tabe  M  is  heated  by  passing  steam  through  the  tube  !R. 
When  it  is  quite  hot  the  tube  N  is  lowered,  causing  the  water  in  M  to  boil, 
in  order  to  expel  every  trace  of  dissolved  gas.  The  taps  are  then  placed  in 
connection  and  the  gas  passes  over.  It  can  then  be  cooled,  measured,  and 
submitted  to  analysis.  Two  experiments  gave  506  gm.  water  taken,  gas 
evolved  5*06  c.c.,»10'02  per  1000  gm.;  502  gm.  water  taken,  gas  evolved 
4'94  c.c.,=9*84  per  1000  gm. 

Iiunffe's  Improved  Nitrometer  for  the  Gfta-Volometric  Analymem 
of  Fermansanate,  Chloride  of  Ijime,  Kanffanese  Peroxide,  etc.— 
Professor  Lunge  in  describing  this  instrument  {J,  C,  S,  L  ix.  21) 


**  In  a  paper  published  in  the  Chemische  Industrie,  1886, 161, 1  described 
the  manifold  uses  to  which  the  nitrometer  can  be  ]^ut  as  an  apparatus  for 
gas  analysis  proper,  as  an  absorpliometer,  and  especially  for  gas-volumetric 
analyses.  To  fit  it  for  the  last-mentioned  object,  I  added  to  it  a  flask, 
provided  with  an  inner  tube  fused  on  to  its  bottom,  and  suspended  from 
the  side  tube  of  the  nitrometer,  as  shown  in  fig.  98,  which  at  the  same 
time  exhibits  the  Greiner  and  Friedrich's  patent  tap.  This  shows 
how  any  ordinary  nitrometer,  such  as  are  now  found  in  most  chemical 
laboratories,  can  be  applied  to  the  before-mentioned  uses.  Where,  however, 
the  methods  concerned  are  to  be  employed  not  merely  occasionally,  but 
regularly,  it  will  be  preferable  to  get  a  mtrometer  specially  adapted  to  this 
use,  of  which  figs.  99  and  100  show  various  forms.  They  have  no  cup  at  the 
top,  which  is  quite  unnecessary  for  this  purpose,  but  merely  a  short  outlet 
tube  for  air.  Tig.  99  shows  an  instrument  provided  with  one  of  the  new 
patent  taps,  which  are  certainly  very  handy,  and  cause  a  much  smaller 
number  of  spoiled  tests  than  the  ordinary  three-way  tap,  as  shown  in  fig.  100, 
which  at  the  same  time  exhibits  the  form  of  nitrometer  intended  for  large 
quantities  of  gas,  the  upper  part  being  iddened  into  a  bulb,  below  which  the 
graduation  begins  witk  either  60  or  100  c.c,  ending  at  100  or  140  c.c. 
respectively.  There  are  also  various  shapes  of  fiasks  shown  in  these 
instruments,  but  it  is  unnecessary  to  say  that  these,  as  well  as  the  bulb 
arrangements,  can  be  applied  to  any  other  form  of  the  instrument.  The 
nitrometers  used  for  gas-volumetric  analyses  are  best  graduated  in  such 
manner  that  the  zero  point  is  about  a  centimeter  below  the  tap,  whilst 
ordinary  nitrometers  have  their  zero  point  at  the  tap  itself.  I  will  say  at 
once  that  for  all  estimations  of  oxygen  in  permanganate,  bleach  or  manganese 
(see  pages  108, 163),*  it  is  quite  unnecessary  to  employ  mercury  for  filling  the 
instruments,  since  identical  results  are  obtained  with  ordinary  tap  water; 
but  it  is  decidedly  advisable  to  place  this  instrument,  like  any  ordinaiy 
nitrometer  or  any  other  apparatus  in  which  gases  are  to  be  measured,  in 
a  room  where  there  are  as  few  changes  of  temperature  by  cold  draughts  or 
gas-burners  and  so  forth  as  possible. 

"It  may  be  as  well  to  give  here  a  general  description  of  the  mode  of 
procedure  for  manipulating  ^^as-volumetric  analysis  with  the  mtrometer, 
common  to  all  analyses  according  to  this  method.  Fill  the  nitrometer  with 
water  or  mercury  by  raising  the  level  tube  till  the  level  of  the  liquid  in  the 
graduated  tube  is  at  zero  (in  the  case  of  instruments  bearing  the  zero-mark 
a  little  below  the  tap,  as  in  figs.  99  and  100),  or  at  1*0  c.c.  (in  the  case  of 
ordinary  nitrometers,  beginning  their  graduation  at  the  tap  itself).  It  is 
unnecessary  to  say  that  in  the  latter  case  all  readings  must  be  diminished  by 
1  C.C.  Close  the  glass  tap.  Put  the  substance  to  be  tested  into  the  outer 
space  of  the  flask,  together  with  any  other  reagent  apart  from  the  BL^O^  (in  the 

*  An  error  ocean  there  in  describing  the  apparatns  as  the  new  gasvoltuneter,  whereas 
it  should  haye  been  the  improyed  nitrometer. 
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oase  of  bleacfaing-powder  nothing  but  the  bleach  liquor,  in  that  of  pennan- 
ganate  the  80  c.c.  of  sulphuric  acid,  etc.).  Now  put  the  H^O^  into  the  inner 
tube  of  the  flask,  after  haying,  in  the  case  of  testing  for  chlorine,  made  it 
alkaline  in  the  previously  described  way.  Put  the  india-rubber  cork,  still 
hanging  from  the  tap,  on  to  the  flask,  without  warming  the  latter  as  above 
described.  As  this  produces  a  compression  of  the  air  within  the  flask, 
remove  this  by  taking  out  the  key  of  the  tap  in  figs.  d8  or  99,  or,  in  fig.  100, 
turning  it  for  a  moment  so  as  to  communicate  with  the  short  outlet  tube. 
Now  turn  the  tap  back,  mix  the  liquids  by  inclining  the  flask,  shake  up  and 
allow  the  action  to  proceed.  As  the  gas  passes  over  into  the  graduated  tube, 
lower  the  level  tube,  so  as  to  produce  no  imdue  pressure ;  at  last  bring  the 
liquid  in  both  tubes  to  an  exact  level  and  read  off. 

"  In  the  case  of  bleach  analysis  all  the  oxygen  of  the  chloride  of  lime  is 
given  off,  together  with  exactly  as  much  oxvgen  of  the  H*0'.  The  total  is 
just  equal  to  the  volume  of  chlorine  gas  which  would  be  given  off  by  the 
chloride  of  lime,  and  thus  immediately  represents  the  French  or  6ay-Lussac 
chlorometric  degrees,  of  course  after  reducing  the  volume  to  0°  and  760  mm. 
pressure.  (The  reading  of  the  barometer  must  be  corrected  by  deducting 
the  tension  of  aqueous  vapour  for  the  temperature  observed  as  well  as  the 
expansion  of  mercury,  according  to  the  tables  found  everywhere).  These 
reductions  can  be  easily  performed  by  the  tables  contained  in  the  "  Alkali- 
Makers'  Pocket-book  "  (pages  28  to  89),  which  I  had  calculated  a  number  of 
years  ago,  just  in  order  to  facilitate  the  use  of  the  nitrometer." 

liunffe's  Oasvolumeter  is  an  apparatus  for  dispensing  with 
reduction  calculations  in  measuring  gas  volumes  (described  by 
Professor  Lunge  in  Zeitshrift  /.  angew.  Chem.  1890,  139 — 144, 
and  here  quoted  from  /.  S,  0.  /.  ix.  547). 

In  technical  gas  analysis  a  considerable  amount  of  time  is  taken 
up  by  calculations  for  reducing  gas  volumes  to  standard  temperature 
and  pressure.  In  pure  gas  analysis  the  inconvenience  is  not  so 
great ;  for  technical  purposes  the  initial  and  end  temperature  and 
pressure  may  be  taken  as  the  same,  owing  to  the  short  duration  of 
the  experiment,  and  for  more  accurate  purposes  "compensators" 
have  been  devised.  Wliere,  however,  the  gas  to  be  measured  is 
evolved  from  a  weighed  quantity  of  a  liquid  or  solid  (so  that 
volume  and  weight  have  finally  to  be  connected)  the  matter  is 
different,  and  readings  of  thermometer  and  barometer  have  to  be 
made,  and  then  the  necessary  calculations  are  to  be  gone  through. 
Tables  of  reduction  have  certainly  been  compiled  for  reduction  of 
gases  at  various  temperatures  and  pressures,  but  still  readings  of 
thermometer  and  barometer  have  to  be  made,  and  part  of  the  time 
only  is  saved.  To  further  reduce  the  time  occupied  and  to  render 
the  technical  chemist  in  this  department  to  a  great  extent 
independent  of  temperature  and  atmospheric  pressure  the  present 
apparatus  has  been  constructed. 

By  means  of  a  T-tiube,  D  (fig.  101),  and  thick-walled  rubber  tubing, 
are  connected  the  three  tubes  A,  B,  C,  A  is  for  measuring  the  gas;  it 
may  be  any  form  of  nitrometer,  a  Bunte's  burette  or  other  convenient 
burette.  B  is  the  "  reduction  tube,"  which  has  at  its  upper  end  a  spherical 
or  cyUndrical  bulb.  The  voliune  to  the  first  mark  is  100  c.c,  the  remaining 
narrow  portion  of  the  tube  being  calibrated  up  to  130 — 140  c.c.  in  divisions 
representing  l^  c.c.    This  "reduction  tube"  is  set  once  for  all  at  the 
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l)egiiming  of  work  by  obflerving  thermometer  and  barometer,  calculating  the 
Tolume  which  100  c.c.  of  perfectly  dry  air,  measured  at  O""  C.  and  760  m.m., 
would  occupy  under  the  existing  conditions.  This  quantity  of  air  is  then 
introduced,  and  the  tube  closed  by  means  of  the  stop-cock  shown,  or  by 
fusing  up  the  inlet  (having  in  place  of  the  inlet  tube  shown  in  the  figure 
a  tube  of  capillary  bore).  If  it  be  necessary  to  measure  the  gas  moist  a  drop 
of  water  is  introduced  into  this  tube,  and  of  course  in  the  calculation 
necessary  the  barometric  pressure  must  be  reduced  by  the  yapour  tension  of 
water ;  if  the  gases  are  to  be  measured  perfectly  dry  (as,  for  instance,  when 
using  the  nitrometer  with  sulphuric  acid),  a  drop  of  sulphuric  acid  takes  the 
place  of  the  water. 

€  is  the  pressure  or  levelling  tube. 

If  necessary  for  the  purpose  of 
regulating  the  temperature  A  and  B 
may  be  surrounded  with  water-jackets. 
A,  B,  and  C  are  supported  by  spring 
clamps.  It  is  easily  seen  that  when  by 
raising  C  the  level  of  the  mercury  in 
B  has  been  forced  up  to  the  mark 
100,  exactly  the  amount  of  pressure  is  [ 
exerted  by  C  as  will  compress  the  gas 
in  B  to  its  volume  under  standard  ^ 
conditions. 

In  taking  a  reading  A  and  B  must  be 
levelled  and  the  mercury  level  in  B  must 
have  been  brought  up  to  100.  The 
volume  shown  on  A  is  then  the  volume 
reduced  to  standard  temperature  and 
pressure.  In  cases  where  the  gas  is 
generated  in  A  itself,  or  where  the  gas 
is  transferred  to  A,  this  is  all  that 
need  be  done.  If,  however,  the  gas  is 
generated  in  a  side  apparatus,  as  shown 
in  fig.  101,  A  and  C  must  first  be 
levelled  and  the  stop-cock  of  A  then 
closed  so  that  the  gas  in  A  is  collected 
at  atmospheric  pressure.  After  this 
reduction  may  be  effected  as  already 
explained. 

In  nitrogen  determinations  by 
Dumas'  method,  A  contains  caustic 
potash  as  well  as  mercury;  this  is 
compensated  by  having  on  the  reduc- 
tion tube,  B,  a  mark  at  a  distance 
below  the  100  mark  equal  to  one-tenth 
of  the  height  of  the  caustic  potash 
column  (sp.  gr.  of  the  caustic  potash 
equals  one-tenth  sp.  gr.  of  mercury) ; 
when  taking  a  reading  the  mercury  in 
B  must  be  at  100,  aod  that  in  A  must 
be  on  a  level  with  this  new  lower  mark 
of  B.  Similar  allowance  may  be  made 
in  nitrometric  determinations,  but  the 
case  is  here  more  difllcult,  owing  to 
the  variations  in  the  quality  and  specific 
gnivity  of  the  sulphuric  acid  used.  It 
is  better  in  such  cases  to  liberate  the  gius  in  a  separate  vessel  and  transfer 
subsequently  to  the  burette  for  reduction  and  measurement.  Fig.  101 
shows  a  convenient  form  of  apparatus.    Of  course  the  working  part  £,  F 


Fig.  101. 
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need  not  be  graduated.  Before  beginning  the  operation  the  meromy  is 
made  to  fill  E  with  the  side  tube  a,  which  nde  tube  is  then  capped  with 
a  caoutchouc  stopper  to  prevent  escape  of  the  mercury  during  subsequent 
shaking.  A,  with  its  side  tube  e,  is  also  completely  filled  with  mercury. 
The  substance  under  examination,  and  subsequently  the  acid,  are  added 
through  0  as  usual.  To  transfer  the  gas  from  £  to  A,  the  cap  h  is  removed 
and  a  is  fitted  to  0  by  means  of  the  rubber  connection  d,  F  is  then  raised 
and  0  lowered,  the  taps  are  carefully  opened,  and  transference  effected  until 
the  acid  in  E  just  fiUs  e. 


y 


Fig.  102. 

A  further  saving  of  time  may  be  ejffected  in  works,  where  the 
instrument  is  to  be  used  .for  always  one  and  the  same  object,  by 
marking  on  the  gas  burette  or  nitrometer  the  weight  in  miUigrams 
corresponding  to  certain  volumes ;  this  may  be  done  either  instead 
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of  or  alongside  the  cc  divisions ;  or  by  using  a  fixed  quantity  of 
substance,  percentages  may  be  marked  off  directly.  For  nitrogen 
determinations  by  Dumas'  method  1  c.c.  of  nitrogen  imder  normal 
conditions  weighs  1*254  m.gm.  In  the  case  of  azotometric  deter- 
minations of  ammoniacal  nitrogen  (by  sodic  hypobromite)  the 
graduations  may  be  made  to  represent  ammonia.  Correction  must 
be  made  in  graduating,  however,  for  the  incompleteness  of  the 
reaction.  Tables  giving  the  corrections  have  been  introduced,  but 
the  author  has  shown  {Ghem,  Ind,  1885,  165)  that  these  may  be 
dispensed  with,  and  that  it  is  sufficient  to  make  a  correction  of  2*5 
per  cent     For  urea,  however,  the  correction  is  9  per  cent 

The  following  table  shows    substances  for  which  gasometric 
methods  are  used : — 


B«ds  to  which 

Method 
Employed. 

EtoWed. 

1  CO.  of  Gm 

Sabetanoe. 

Caloolated. 

-nugm.  of  Basis, 
fCoLn.) 

Organic  substances 

Nitrogen 

Dumas' 

N 

l-254> 

Ammonia  salts  ... 

9> 

Hypobrmte. 

N 

1-285* 

>*                       99 

Ammonia 

99 

N 

1-661» 

Urine  

Urea 
Carbon  dioxide 

Decomposed 
with  HCl 

N 
C0» 

2-952» 
1-966 

Bone-charcoal,  etc. 

99                      99 

Calcic  carbonate 

99 

co» 

4-468 

Pyrolusite  

Manganese  dioxide 
Chlorine 

By  H20» 

99 

0 

3-882 

Bleaching  powder 

0 

1-5835 

Potassio    perman- 
ganate  

Oxygen 
Sodio  nitrate 

Nitrometer 

0 
NO 

0-715 
3805 

Chili  saltpetre    ... 

Nitrous  bodies   ... 

N^Oa 

99 

NO 

1-701 

9>                      >' 

HNO» 

99 

NO 

2-820 

n               ff 

Nitric  acid  36^  B. 

99 

NO 

6330 

99                      ,) 

Sodic  nitrate 

99 

NO 

3-805 

Nitroglycerol,  dy- 
namite, etc 

Trinitroglycerol 

99 

NO 

3-887 

99                      » 

Nitrogen 

99 

NO 

0-6267 

Nitrocellulose,  py- 
roxylin     

»» 

99 

NO 

0-6267 

*  The  oorrectiona  above  referred  to  have  here  alreadj  been  made. 
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TABIiB  for  Correotion  of  Voltiines  of  Gases  for  Temperataro» 

according  to  the  Formula  V^=  700^01+80 

1  +  a  *  from  0°  to  30°.  a  =  0003665. 


l  +  8t 


LoBr.(l  +  at) 


i  +  ae 


Loir.(i+a*) 


1  +  at 


L<«.(i  +  »t; 


001 
•1 
•2 
•3 
•4 

0-5 
•6 
•7 
•81 
•9 


0000000 
1-0003665 
10007830 
1-0010995 
10014660 

1-0018325 
1-0021990 
1-0025655 
-0029320 
1-0032985 


1-0 1-0036660 
.  10040315 
!  1-0043980 
U-0047645 
•0051810 


•41-( 


1-5 
•6 

•7 


81 


1-9 

2-0 
•1 
•2 
•3 

•4 

2-5 
•6 
•7 
-8 

2 


91 


10054975 
1-0058640 
1*0062305 
•0065970 
1-0069635 

1-0073300 
1-0076965 
1-0080630 
10084295 
1-0087960 

1-0091625 
1-0095290 
1-0098955 
10102620 
0106285 


0-000  0000 
1591 
3182 
4772 
6362 

7951 
9540 
0001  1128 
2715 
4302 

0-001  5888 
7473 
9058 

0*002  0643 
2227 
3810 
5393 
6974 
8556 

0003  0137 

0^003  1718 


3-01 


•41 


0109950 
10113615 
10117280 
1-0120945 

0124610 


3-51 


•6 
•7 
•81 
3-9 

4-0 
•1 
2 
•3 
•41 


0128275 
1*0131940 
10135605 

0139270 
1-0142935 

1*0146600 
10150265 
10153930 
1-0157595 
0161260 


4877 
6455 
8033 

9611 
0-004  1188 
2764 
4340 
5916 

0-004  7490 
9064 

0-005  0638 
2211 
3783 

5355 


4-5 
-6 
-7 


1-0164925 

1-0168590 

1-0172255 

0175920 

91-0179585 


•81-( 


8497 

0-006  0067 

1636 

0-006  3205 
4774 
6342 
7909 
9476 

0007  1042 
2607 
4172 
5787 
7301 


5*01 


'21 


-1 
'2 
•3 
■41 


0183250 
1-0186915 

0190580 
10194245 

•0197910 


5-51 


6*9 


0201575 
10205240 
1-0208905 

•0212570 
10216235 


81 


6-01 


21 


-41 

6-51 
•61 

•7] 

8r( 


0219900 
1-0223565 

0227230 
10230895 

0234560 


6-! 


-0238225 

1-0241890 

1-0246555 

-0249220 

91-0252885 


701 


-0256560 

1-0260215 

21-0263880 

310267545 

41-0271210 


7*51 


•61 

-71 

-8 

7-91 


0274875 
0278540 
0282205 
1-0285870 
-0289535 


80 
*1 
•2 
■3 
*41 


1-0293200 
10296865 
10300630 
10304195 
•0307860 


0007  8864 

0-008  0427 

1989 

4551 

5112 

6672 
8232 
9791 
0*009  1350 
2909 

0*009  4466 
6024 
7680 
9136 

0*010  0692 

2247 
3801 
6355 
6908 
8461 

0*011  0013 
1565 
3116 
4666 
6216 

7765 
9314 

0*012  0863 
2410 
3957 

0*012  6504 
7050 
8596 

0013  0141 
1685 


8-5 
*6 

•7 

*8 

8-9 


1*0311525 
1*0315190 
10318855 
10322520 
1*0326185 


4772 
6315 

7857 


9*01 


1 
2 
3 

*41 


0329850 
1-0333615 
10337180 
1-0340845 

0844510 


0-014  0940 
2481 
4021 
5560 
7099 


9-5 
•6 
-7 
-8 

9 


1-0348175 
10351840 
1-0355505 
10359170 
0362835 


91-1 


0015  0175 
1713 
3250 

4786 


ld0|10366500  0-015  6321 
7857 

0016  0925 
4110381160  2459 


1-0370166 
2 1^0373830 
310377495 


10-5 
-6 

•7 


10384825 
0388490 

10892165 
0395820 


61 


•81 
10-91-0399485 


11-0 1 


•21 


0403160 
1*0406815 

-0410480 
10414145 

0417810 


41 


11-5 1-0421475 


8l-< 


61*0425140 
1-0428805 
0432470 
11-911-0436136 

12*0 1*0439800 

10443466 

2  L'0447130 

1*0450795 

1*0454460 


12 

•7 

•8 

12-9 


51-( 


0458125 
6|1-0461790 

1*0466456 
810469120 

1-0472785 


13*01 


-0476450 
1-0480115 

-0483780 
310487445 
41-0491110 


'2V( 


13*5 


10494776 
61*0498440 
0602105 
8|l-0506770 
13*9 10509435 

14*010513100 


3992 
5324 
7056 
8588 
0017  0118 

0-017  1648 
8178 
4708 
6236 
7764 

9292 

0-018  0819 

2346 

3871 

5397 

0-018  6922 

8446 

9970 

0-019  1493 

3016 

4538 
606O 
7681 
9102 
0-020  0622 

0*020  2141 
8660 
5179 
6697 
8214 

9731 
0021  1248 
2764 
4279 
5794 


1-0516765 

211*0520480 

1-0624095 

0627760 


0^021 
0*022 


•41 

14-5 1-0531425 
610535090 
1*0538755 
•81*0542420 

14*91*0546086 


0*023 


7308 
8822 
0335 
1848 
8860 

4871 
6382 
7893 
9403 
0193 
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TABLE  for  Correotion  of  Volumes  of  Qssea—continued. 


11 


15-5 


l  +  «t 


15*0 105497501 0023  2422 
3930 
5438 
6946 
8452 


•0553415 
1-0557080 
10560745 


'2 
•3 
•41-0564410 


10568075 


610571740 
1-0575405 
•8;i-0579070 
15-910582735 

160,10586400 
1-0590065 
1-0593730 
1-0597395 
1-0601060 


16-51 


•6 

•7 

-8 

16-91 


■0604725 
1-0608390 

-0612055 
10615720 

0619385 


71 


17-0 
•1 
-2 
-3 

•4 

17-5 

•6 

-7 

•8 

17-91 


18-0 
•1 


•21 


•41 


18.5 
-6 
•71 
■8 


190 
-1 
-2 
■3 


1-0623050 
10626715 
10630380 
10634045 
10637710 
10641375 
1-0645040 
10648705 
10652370 
0656035 


1-0659700 
10663365 

0667030 
10670695 

0674360 


10678025 

1.0681690 

0685355 

1-0689020 

18-9 10692686 


1-0696360 
1-0700015 
1-0703680 
1-0707345 


•41-0711010 

19-510714675 
-6il-0718340 
•71-0722005 
•81-0725670 

19-91-0729335 


Log.a  +  8f) 


0-024  1466 
2970 
4475 
5979 

0-024  7483 


0-025  0489 
1991 
3493 

4994 
6495 
7995 
9496 
0-026  0994 

0026  2492 
8990 
5488 
6985 
8482 

9978 
0-027  1473 
2968 
4462 
5956 

0-027  7450 
8943 

0-028  0436 
1927 
3418 

4909 
6400 
7889 
9379 
0-029  0868 


01 


029  2356 
3844 
6331 
6818 
8304 

9790 

030  1275 
2760 
4244 
5728 


20-0 10730000 
1-0736665 
10740330 
1-0743995 
1-0747660 


-11 
•21 
-3 

•4 


61 


20-5 

•6 

•7 

8 
20-91-0765985 


-81 


21-01 


•31 
•41-0784310 

21-51-0787975 


•61 


•81" 
21-91 


-0791640 

1-0795306 

-0798970 

0802635 


22-5 
•6 
•7 
•8 
22-9 
23-0 
-1 


•3 

-4! 

23-51 


24-5 


-61 


l+«t 


1-0751325 
•0764990 

1-0758656 
0762320 


0769650 
10773315 
10776980 

-0780645 


1-O8063OO 
10809965 
10813630 
1-0817295 
1-0820960 

1-0824625 
61-0828290 


81' 


1-0831955 

-0835620 

1-0839285 

10842950 
10846615 
1-0860280 
1-0853945 
■0857610 

0861275 

•61-0864940 

0868605 

10872270 

0875936 


-71 
-8 
23-91 


24-01-0879600 


1-0883265 
210886930 


31 


0890695 
10894260 


1-0897925 
•0901590 
710905255 
81-0908920 
910912585 


Log.(l  +  «t) 


0-030  7211 


0-031  0176 
1658 
3139 

4620 
6100 
7680 
9059 
0-032  0538 

0032  2016 
3493 
4971 
6447 
7924 


0033  0874 
2349 


5298 

0033  6771 
8243 
9716 

0-034  1186 
2658 

4129 
6598 
7069 
8538 
0-035  0006 

0036  1476 
2942 
4409 
5876 
7342 

8808 

0036  0273 
1738 
3202 
4666 

0-036  6129 
7592 
9054 

0037  0517 
1978 

3438 
4899 
6359 
7817 
9277 


250 10916250 

1-0919915 

-0923580 

1-0927245 

0930910 


21( 


41( 


25-51 


0984575 
1-093 
71-0941905 
81-0945570 
910949235 

01-0952900 
1'09&6665 
10960230 
1-0963895 
1-0967560 


-6 


26-5 


10971225 
6 1-0974890 

1-0978565 
81*0982220 
91-0985885 


27-01 


-21 


•41 
27-51 


•3 


29-0  r 


-11 

•2 

-3 


•41 


29-5 
-6 

-7 


-8r 


i  +  8e 


•0989550 
1-0993215 

-0996880 
1-1000645 

•1004210 


"81-1 


1007875 
1-1011540 
11015206 

1018870 
91-1022535 

28-01-1026200 
1*1029865 
21-1033530 


11037195 


-41-1040860 

8-51-1044625 
•61-1048190 
•71-1051855 
-81-1066520 
•91-1059185 


1062850 

-1066515 

1-1070180 

1-1073845 

1077510 


1-1081175 

1-1084840 

11088505 

1092170 

•9|l-1095835 


Log.(l4-8t) 


0-038  0734 
2192 
3660 
5107 
6563 

8020 
9474 
0039  0929 
2384 
3838 

0039  6291 
6746 
8197 
9649 

0-040  1101 

2551 
4002 
5452 
6901 
8361 
0-040  9800 
0-041  1247 
2696 
4143 
5589 

7036 
8481 


0-042  1371 
2815 

0042  4259 
5703 
7145 
8687 

0043  0029 

1471 
2911 
4352 
5792 
7231 

0-043  8671 

0044  0109 
1546 
2985 
4422 

5858 
7295 
8730 
0*045  0165 
1600 


300 1-1099500  0-045  3035 
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TABLE  for  Correotlon  of  Volumes  of  Qflwes  for 
Temperature^  giying  the  Divisor  for  the  Formula 


V  X  B 


70O  X  a  +  So. 


780  X 
(l  +  5t). 


Log.  [760  X 

(l+«t)]. 


760  X 


Log.  [760x 

(1 +»«)]. 


760X 
(l+«0. 


Log.  [760  X 


00|760-0000|2-8808186 
9727 


1760-2786 
•2  760*5571 2' 
•3760-8856 
•47611142 

0-5|761-8927 
6712 
9498 


881 1319 
2908 
4498 


6087 
7676 
9264 

•8|762-2288|2-8820851 
•9762-5069  2437 


•6761 
7761 


ro|762-7854!2'8824024 
5610 
7194 
8779 


17630639 
•2763*3425 
•3763-6210 
•4763*89962*888  0362 


1-5764*1781 
•6764*4566 
•7764*7352 
8765*0137 
-9765-2923 


1947 
3528 
5111 


8273 


20765-57082-883  9854 
1765-84982-8841433 
2766*1279  3013 

-3766*4064  4591 

4766*6850  6170 


J-5  766*9635 
6767-2420 
-7767 
•8767*7991 
•9768*0777 


7747 
9323 
520612*8850900 
2476 
4052 


3-0768*3562 
l|768*6347 
(9133 


2*885  5626 
7200 
8772 

3769*1918|2*886  0347 
769-4704  1919 


2768*$ 


3-5769*7489 
D-0274 
•7770-3060 
•8770*5845 
*9770*8631 


3491 
5061 
6633 
8203 
9773 


4-0|7711416|2^887 1341 

2910 

4478 

6044 

4|772*2558|  7611 


1771 
2771 


4201 

•6987 

3l77r9772 


4-6 


7725348 


9178 


'6772*81282-8880748 


7778-0914 
8773-3699 
9773-6485 

>-0  773*9270  2 

•1774*2055 

•2774-48412 

•3774-7626 

•47750412 


i'5|776*3197 
;*5982 
•71775*8768 
•87761568 


2309 
8872 
5437 

-888  7000 
8563 

8890125 
1686 
8248 

4808 


•9776' 


7927 

9487 

433912-890 1044 


6-0|776-7124|2-8902602 
4159 
5716 
7272 


1776-9909 
2777-2695 
3777-5480 
4777-8260 


6-6778105l|2-891 0383 
1987 
3491 
5044 
6597 


6778*3886 
•7778*6622 
*8  778*9407 
9  779-2193 


7^0  779*497812-891 8149 
•1779*7768  9701 

•2780*05492*8921251 
•3780*3334  2802 

•4780*6120  4852 


7-5780^8905 
6781-1690 
•7781*4476 
•878r72612 
•9782*0047 


5901 
7450 


8930547 
2094 


80782*28322 
•1|782-5617 
2-8403 
1-1188 
11788-8974 


2782-( 
3788-] 


{8640 

6186 
6732 
8276 
9821 


8-5  783-6759  2-894 1366 
•6783^9544  2908 

•7784*2830  4462 

•8784*5115  6994 

•9784*7901  7536 

9*078506862*8949076 
•1785-84712*8950617 
•2785-6267  2157 

•8785-9042  3696 

•4786-1828  6235 


9-5|786*4613 

5*7398 

0184 


6774 
8311 
9849 
'8|787*2969l2-896  1885 
•9787-6765  2923 


•6786*^ 
•7787-( 


10*0|787'8540|2*896  4457 

6993 

7528 

9061 

968212-8970595 


1788' 
2788- 
■3788 
•4788*$ 


1325 
4111 
6896 


10-5789-2467 
-6789-5252 
•7789-8038 
•8790*0823 
•9790*3609 


2128 
3660 
6192 
6724 
8255 


11^0  790^6394  2-897  9785 
•1790*9179  2-898 1315 
•2791*1965  2844 

•3791-4750  4373 

•4791-7536  5901 


ir57920321 
•6792^3106 

792 
8792*8677 
9793-1463 


58922*899 


7428 
8954 
0482 
2008 
3534 
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120|7g3-4248|2-899  5057 

6588 

8106 

9629 

4|794&390  2*900 1153 


7033 

9819 

31794-2604 


1793 
2798 


12-6|794-8175 
0960 
8746 
6531 
9317 


6795C 
7795-5 
8795-( 
•9795-( 


13-0|796-2102|2-901 0277 

1796 

8816 

4883 

4|797'3244|  6351 


1796 
2796 


4887 
7673 
8|797-0468 


18-5  797-6029 


'6797*8814 
•7798- 
•8798-4385 
•9798-7171 


(l+»*). 


7867 
9383 
16002-9020900 
2415 
3931 


14-0  798-9956  2-902  5444 


1799 
2799' 


2741 
5527 


'3799-8812 
4800 


14-5  800-8883 
-6800-6668 
•7800-9454 
•8801-2289 
•9801-5025 


16-0|801-7810(2-904  0557 
2067 
3574 
5081 
6589 


1802-0595 
2802-3381 
'3802-6166 
'4802  8952 


15-51803-1737 
6803-4522 
•7803-78082-905 
'8804*0093 
9804-2879 


16-0|804-5664|2-905  5618 

7122 

8625 

402012-9060127 

1629 


1804-8449 
•2805-1235 
-8805' 
-4805-6806 


Log.  [760  X 
(l+«t)]. 


2674 
4196 
6717 
7238 
8758 


8471 

9988 

109812-903 1496 


3008 
4518 


7539 
9049 


8095 
9601 
1106 
2612 
4116 


760  X 

(l+8t). 


16 


5805-9591 
•2376 
71806-5162 
8806-7947 
•98070738 


17-0  807-3518  2-907  0627 
•1807-6308  2126 

•2807-9089 


17 


38081874 
4808-4660 

5808-7445 
-6809-0280 
•7  809-3016  2-908 
•8809-5801 
•9809-8587 


18' 


0810-13722 

810-4157 
2810-6943 
3810-97282-909 
4811-2514 


2*906  3131 
4630 
6131 
7631 
9130 


18-6811-5299 
L-8084 
'71812-0870 
8812-8655 
-9812-6441 


19-0812-92262-9100492 
1813-2011  1980 

•2813-4797  3468 

•3813-7582  4953 

•4814-0368  6440 

19-5814-3153  7927 

6814-5938  9411 

•7  814-8724  2-911 0896 
1500  2380 

4295  3865 


8815 
9815- 


20-0815-70802-9115347 
•1815-9866 
•2816-2651 
•3816-5486 


20-5817-1007 
r-3792 
'7817-6578 
8817-9363 
9818*2149 


Log.  [700  X 
(l+«t)]. 


5121 
6617 

8114 
9609 
1108 


4092 


908  5586 
7079 
8572 
0063 
1554 

3046 
4535 


7515 
9004 


8313 

9794 

-41816-82222-912  1276 


2756 
4236 
5716 
7195 
8674 


21-0818-49842-913  0152 
•1818-7719  1629 

-2819-0506  3107 

•3819-3290  4684 

•4819*6076  6069 


21-6|819-8861 
3-1646 
71820-44322 
8820-7217 

21-9821-0008 


3-01821-27882-9144906 
•1821-5573  6379 

•2821-8869  7862 

-3822-1144  9322 

•41822-39302-9150794 


J-6  822-6715 
-6822-9500 
•7823-2286 
-8823-5071 
-9823-7857 


760  X 


J-0824-( 
-1824- 
-2824-6213 
-3824-8998 
-4826-1784 


)-6  825-4569 
-6826-7354 
•7826-0140 
-8826-2S 
-9826-6711 


24-0826-84962-917  4265 
5728 
7191 


24-5828-2423 
3*5208 
71828-7994 
88290779 

24-9829-3565 


25-0|829*6350  2-918  8871 

9190329 

1786 

3242 

4830-7492  4699 


-1829-91362-1 

)-1921 
•81880-4706 


Log.  [760  X 
(1 +««)]. 


7585 
9010 
9140485 
1959 
3434 


2265 
3734 
5204 
6674 
8143 


064212-9159610 

342712-916 1078 

2646 

4012 

6478 


6944 
8409 
9874 
1-917 1339 
2802 


1827-1281 
r-4067 
•31827-6862 
'4827-96382-918  0114 


1574 
3034 
4495 
5953 
7413 
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TABLE  for  Correction  of  Volumes  of  QsoBB-^oniinMed. 


760  X 

a+«t). 


Log.  [700  X 


760  X 
(1  +  80 


Log.  [760  X 


760  X 
(l+»t). 


Log.  [760  X 
(1 +  «*)]. 


c'a 


25-5  8310277  2-919  6156 

7610 

9065 

9200520 

1974 


•6831*3062 

•7831-5848 

•88318633 

25-98321419 


I 
270^5-2058  2-921 7935 
1835-4843!  9384 

2835-76292-9220831 


28-5839-38392-923  9607 
6'839-66242-924I047 


'3836-0414 
•4886-3200 


4204|2-920  3427 
4880 


3833-2560 
4i833'5346 


7784 


27*51836-5985 
8770 
1556 
4341 


6836-( 
7837-: 
8837*4 


2279 
3725 

6172 
6616 
8062 
9507 


•7|839-9410 

-8^40-2195 

28-9.840-4981 


29-0  840-7766  2924  6806 


26-5833*8131 
8340916 
834-3702 
8834-6487 

26-9834-9273 


2-9210688 
2137 
3588 
5038 
6487 


27-9  837-7127  2-923  0951 

28-0  837*9912  2-923  2394 
-1838-2697 
-2838-5463  6281 

3838*8268  6728 

•4889*1054  8165 


1,841*0561 

'2841-3337 

•8,841 

1841-8908 


29-5842*1693 
6842*4478 
•7842*7264 
'8848*0049 

29*9843*2885 


30*0843*5620^*926  1170 


2488 


5368 


8245 
9683 
1 926 1120 
2658 

8995 
6431 


8301 
9737 
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FresBure  of  Aqueous  Vapour  in  Millimeters  of  Mercury, 
from -D-D'*  to  +  35' C, 


man. 

xn.in. 

m.m. 

m.m. 

m.m. 

m.m. 

-9-9 

2096 

-5-4 

3-034 

-0-9 

4-299 

3-5 

5-889 

80 

8017 

12-5 

W804 

•8 

•114 

•3 

•058 

•8 

•331 

-6 

•980 

•1 

-072 

•6 

•875 

•7 

•132 

•2 

•082 

.•7 

•364 

•7 

-972 

•2 

•126 

•7 

-947 

•6 

•150 

•1 

•106 

•6 

•397 

•8 

6-014 

•3 

•181 

•8 

11019 

•5 

•168 

-5-0 

•131 

-5 

•480 

3-9 

•055 

•4 

•236 

12-9 

-090 

-9-4 

•186 

-4-9 

3156 

-0-4 

•468 

40 

6097 

8-5 

•291 

130 

11162 

•8 

•204 

•8 

•181 

-3 

•497 

•1 

•140 

•6 

•347 

•1 

•235 

•2 

•223 

•7 

'206 

•2 

•531 

•2 

•188 

•7 

•404 

•2 

•809 

•1 

•242 

•6 

•281 

•1 

•565 

•3 

•226 

•8 

•461 

•3 

-888 

-90 

•261 

•5 

•257 

-00 

4-600 

•4 

•270 

8-9 

•517 

•4 

•456 

-8-9 

2*280 

-4-4 

•283 

+  0-0 

4-600 

4.5 

•313 

9-0 

8-574 

13-5 

•530 

•8 

•299 

•3 

•309 

-1 

-633 

•6 

•357 

•1 

•632 

•6 

•605 

•7 

•318 

•2 

•335 

•2 

•667 

•7 

•401 

•2 

•690 

•7 

•681 

•6 

•337 

•1 

-361 

•3 

•700 

•8 

•445 

•3 

•748 

•8 

•757 

•6 

'356 

-40 

•887 

•4 

•733 

4-9 

•490 

•4 

•807 

13-9 

•832 

-8-4 

•376 

-8-9 

3-414 

0-5 

•767 

5-0 

6-534 

9-5 

•865 

14-0 

11-908 

•3 

•896 

•8 

•441 

•6 

-801 

•1 

•580 

•6 

•925 

•1 

-986 

•2 

•416 

•7 

•468 

•7 

-836 

•2 

•625 

•7 

•985 

•2 

12-064 

•1 

•436 

•6 

•495 

•8 

•871 

•3 

•671 

•8 

9-045 

•3 

•142 

-8-0 

•456 

•5 

•522 

0-9 

•905 

•4 

-717 

9-9 

•105 

•4 

•220 

-1-9 

2^477 

-3-4 

•550 

1-0 

4-940 

5-5 

•768 

100 

9-165 

14-5 

•298 

■8 

•498 

•3 

•578 

-1 

•975 

•6 

•810 

•1 

•227 

•6 

•378 

'7 

•519 

•2 

•606 

•2 

6011 

•7 

•857 

•2 

•288 

•7 

•458 

•6 

•540 

•1 

•634 

•3 

-047 

•8 

•904 

•3 

•350 

•8 

538 

•5 

•561 

-30 

•662 

•4 

•082 

5-9 

•951 

•4 

•412 

14-9 

•619 

-7-4 

•682 

-2-9 

3-691 

1-5 

•118 

60 

6-998 

10-5 

•474 

150 

12699 

•3 

•603 

•8 

•720 

•6 

•155 

•1 

7047 

•6 

•537 

•1 

-781 

•2 

•624 

•7 

•749 

•7 

•191 

•2 

•095 

•7 

•601 

•2 

•864 

•1 

•645 

•6 

•778 

•8 

•228 

•8 

•144 

•8 

•665 

•3 

•947 

-70 

•5 

•807 

1-9 

•265 

•4 

•193 

109 

•728 

•4 

13029 

-6-9 

2-688 

-2-4 

•886 

20 

5-302 

6-5 

•242 

110 

9-792 

15-5 

•112 

•8 

•710 

•3 

•865 

•1 

-340 

•6 

•292 

•1 

•857 

•6 

•197 

•7 

•732 

•2 

•896 

•2 

■378 

•7 

•342 

•2 

•923 

•7 

•281 

•6 

•754 

•1 

•925 

•3 

•416 

•8 

•392 

•8 

•989 

•8 

•366 

•5 

•776 

-20 

•955 

•4 

•454 

6-9 

-442 

•4 

10054 

15-9 

•451 

-6-4 

•798 

-1-9 

3-985 

2-5 

•491 

70 

7-492 

11-5 

•120 

160 

13-586 

•3 

•821 

'8 

4-016 

•6 

•530 

•1 

-544 

•6 

•187 

•1 

•623 

•2 

•844 

•7 

•047 

•7 

•569 

•2 

•595 

•7 

•255 

•2 

•710 

•1 

•867 

•6 

•078 

•8 

•608 

■8 

-647 

-8 

•822 

•3 

•797 

-60 

•890 

•5 

•109 

2.9 

•647 

•4 

•699 

11-0 

•889 

•4 

•885 

-5-9 

2-914 

-1-4 

•140 

30 

5-687 

7-5 

-751 

12-0 

10-457 

16'5 

•972 

•8 

'988 

■3 

•171 

-1 

•727 

-6 

•804 

-1 

•526 

•6 

14062 

•7 

•962 

•2 

•203 

•2 

-767 

•7 

•857 

-2 

•596 

•7 

•151 

•6 

•986 

1 

•235 

•3 

-807 

•8 

-910 

-3 

•665 

•8 

•241 

•6 

3010 

1-0 

•267 

•4 

•848 

7-9 

•964 

•4 

•734 

16*9 

•381 
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in.m. 

m.m. 

nun. 

• 

ni.ni. 

170 

14*421 

200 

17-891 

28-0 

20-888 

260 

24-988 

29-0 

29-782 

32-0 

35'859 

•1 

•513 

•1 

•500 

•1 

21016 

•1 

25-188 

•1 

•956 

•1 

•669 

•2 

•605 

•2 

•608 

•2 

•144 

•2 

•288 

•2 

8018; 

•2 

760 

•3 

•697 

•8 

•717 

•8 

•272 

•3 

•488 

•8 

•805 

•3 

•962 

•4 

•790 

•4 

•826 

•4 

•400 

•4 

•588 

•4 

•479 

•4 

36-165 

17-5 

•882 

20-5 

•935 

285 

•628 

26-6 

•788 

29-6 

-664 

32-6 

•370 

•6 

•977 

•6 

18^047 

•6 

•659 

•* 

•891 

•g 

•833 

•6 

•676 

•7 

15072 

•7 

•159 

-7 

790 

•7 

26-045 

•7 

81-011 

•7 

783 

•8 

•167 

•8 

•271 

•8 

•921 

•8 

•198 

•8 

•190 

•8 

•991 

17-9 

•262 

20-9 

•888 

23-9 

22-053 

26-9 

•351 

299 

•369 

32-9 

37-200 

18-0 

16-357 

21-0 

18-496 

24-0 

22-184 

27-0 

26-506 

300 

31-548 

330 

87-410 

•1 

-454 

•1 

•610 

•1 

•319 

•1 

•668 

-1 

•729 

•1 

•621 

•2 

•552 

•2 

•724 

•2 

•453 

•2 

•820 

•2 

•911 

•2 

•832 

•8 

•650 

•3 

•889 

•3 

•588 

•8 

-978 

-8 

32-094 

•3 

38045 

•4 

•747 

•4 

•954 

•4 

•723 

•4 

27136 

•4 

•278 

•4 

•258 

18-5 

•845 

21-5 

19069 

24-5 

•858 

27-6 

•294 

30-5 

•468 

38-5 

-473 

•6 

•945 

•6 

•187 

-6 

•996 

-6 

•455 

•6 

•660 

•6 

•689 

•7 

16^045 

•7 

•806 

•7 

23-135 

•7 

•617 

•7 

•887 

7 

•906 

•8 

•145 

•8 

•423 

•8 

•273 

•8 

•778 

•8 

33-026 

•8 

39^124 

18-9 

•246 

21-9 

•541 

24-9 

-411 

27-9 

•939 

30-9 

•215 

389 

•344 

19-0 

16346 

22-0 

19-659 

250 

23-560 

28-0 

28^101 

310 

38-405 

840 

39-566 

•1 

•449 

•1 

•780 

•1 

■692 

-1 

•267 

•1 

•596 

•1 

786 

•2 

•552 

•2 

•901 

•2 

-884 

•2 

•433 

-2 

787 

•2 

40-007 

•3 

•655 

•8 

20-022 

•3 

•976 

•8 

•599 

•8 

•980 

•3 

•230 

•4 

•758 

•4 

•143 

•4 

24-119 

•4 

•765 

•4 

84174 

•4 

•455 

19-5 

•881 

22*5 

•265 

25-6 

•261 

28-6 

•981 

81-5 

•368 

84-5 

•680 

•6 

•967 

•6 

•389 

•6 

•406 

-6 

29^101 

•6 

'56i 

•6 

•907 

•7 

17078 

•7 

-514 

•7 

•652 

•7 

•271 

•7 

761 

7 

41135 

•8 

•179 

•8 

-689 

•8 

•697 

•8 

•441 

•8 

•969 

•8 

•364 

19-9 

•285 

22-9 

•763 

25-9 

•842 

28-9 

•612 

81-9 

35169 

849 
350 

•595 
•8271 
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AlMorptioii  apparatoB,  Mohr*B,  118 
Absorption  appunatus,  Fr  eseniuB',  117 
AbflorptioQ  equiyalents  shown  by  oils 

and  fats  for  bromine,  S42 
Aoetates,  alkaline  and  esj^hy,  titration 

of,  88 
Acetate  of  lime,  analysis  of,  88 
Aoetates,  metaUic,  83 
Aoidimetry,  80 
Acidimetry,  delicate  end-reaotion  for, 

81 
Add,  acetic,  titration  of,  82 
Acid,  arsenic,  titration  of,  87 
Add,  carbolic,  titration  of,  848 
Add,  carbonic,  estimation  of,  91 
Add,  chromic,  titration  of  iron  with, 

111 
Add,  dtric,  titration  of,  85 
Add  lic^uors,  tartaric,  90 
Add,  nitric,  pure  for  titrations,  128 
Add,  oxalic,  titration  of,  86 
Add,  phospnoric,  titration  of,  86,  269 
Add,  tannic,  titration  of,  816 
Add,  tartaric,  titration  of,  88 
Acid,  uric,  estimation  of,  868 
Adds,  combined  in  neutral  salts,  101 
Adds,  mineral,  in  vinegar,  82 
Adds,  titration  of,  80 
Adds,  titration  of  by  iodine  and  thio- 

sulphate,  81 
Aerated  distilled  water,  preparation  of, 

259 
Air  and  carbonic  anhydride  gas,  analy- 
sis of,  469 
Air,  carbonic  acid  in,  titration  of,  95 
Air,  estimation  of  oxygen  in,  469 
Air,  examination  of,  by  Hal  dan  e  and 

Pembrey*s  method,  96 
Air,  examination  of  by  Anffus  Smith's 

minimetric  method,  w 
Air,  expired,  examination  of,  95 
Albumen  in  urine,  estimation  of,  872 
Albuminoid  ammonia  process,  442 
Alkalies,  caustic  and  carbonated,  titra- 
tion of,  51—58 
Alkalies  caustic,  titration  of,  by  potas- 

sic  bichromate,  55 
Alkalies,  indirect  estimation  of,  125 
Alkalies    in    presence    of    sulphites, 

titration  of,  54 
Alkalimeter,  Schuster's,  6 
Alkalimetric  estimation  of  yarious  me- 

tallic  salts,  101 


Alkalimetric   methods,  extennon   of, 

102 
Alkalimetry,  SO 

Alkalimetry,  Gay  Lussac's,  SO 
Alkaline  carbonates,  titration  of,  50 
Alkaline  compounds^  commercial,  59 
Alkaline  eartns,  indirect  estimation  of, 

125 
Alkaline  earths,  titration  of,  65 
Alkaline   earths,  titration   of   mixed 

hydrates  and  carbonates,  65 
AlkaUne  tartrate  solution,  for  sugar 

estimation,  295 
AlkaUne  permanganate,  for  water  ana- 
lysis, 487 
Alkaline  salts,  titration  of,  50 
Alkaline  silicates,  titration  of,  6S 
Alkaline  sulphides,  titration  of,  59,  60 
Alloys  of  silver,  assay  of,  285 
Alumina,  estimation  of,  204 
Alumina  in  caustic  soda,  etc.,  estima- 
tion of,  205 
Aluminic  sulphates,  estimation  of  free 

acid  in,  205 
Ammonia,  albumenoid  process,  442 
Ammonia,  combined,  estimation  of,  68 
Ammonia,  estimation  of,  68 
Ammonia,  indirect  titration  of,  70 
Ammonia  in  urine,  estimation  of,  870 
Ammonia  in  water,  estimation  of,  382 
Ammonia,  semi-normal,  44 
Ammonia,    sulphate    of,    estimation, 

71,75 
Ammonia,  technical  estimation  of,  71 
Ammoniacal  liquor,  table  showing  the 

amount   of    sulphate    obtainable 

from,  75 
Ammonic  molybdate,  standard,  282, 

351 
Ammonio-cupric  solution,  normal,  45 
Analyses,  saturation,  80 
Analysis  by  oxidation  or  reduction,  105 
Analysis  by  predpitation,  128 
Analysis,  factors  for  calculation,  26 
Analysis,  gas,  simple  methods  of,  470 
Analysis  of  substances  by  distillation 

with  hydrochloric  add,  117 
Analysis,  volumetric  and  gravimetric^ 

distinction  between,  2 
AnalysLB.  volumetric  and  gravimetric, 

fundamental  distinction  between,  2 
Analjrsis,    volumetric,    general    prin- 

dples,  1 

N  N 
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AnalvBifl,  yolometric,  methods  of  claasi- 

ncation,  3 
AnalvsiB,  Tolumetric,  Bystematio,  23, 

Analysis,  yolumetric,  without  burettes,  6 
AnalysU,  Tolumetric,  without  weights,  5 
Analysis,  water,  reagents  for,  874 
Antimony,  estimation  of,  as  sulphide, 

136 
Antimony,   estimation  of,  by  bichro- 
mate, 135 

Antimony,  estimation   of,  by  iodine, 
134 

Antimony,  estimation  of,  by  perman- 
ganate, 135 

Antimony  in  presence  of  tin,  estimation 
of,  134 

Antimony,  titration  of,  by  stannous 
chloride,  165 

Apparatus,    absoiption,  Fresenius', 
117 

Apparatus,  absorption,  Mohr's,  118 

Apparatus,   Bischof's,  for  evapora- 
tion, 336 

Apparatus  for  iodine  distillation, 
Stortenbeker's,  180 

Apparatus  for  chlorine  distillation,  117, 
118, 180 

Apparatus  for  CQS,  Scheibler's,  98 

Apparatus  for  gas  analysis  (Bunsen's 
method),  452-465 

Argol,  titration  of,  90 

Arseniates,  estimation  of,  by  iodine, 
137 

Arseniates,  estimation  of,  by  silver ^  139 

Arseniates,  estimation  of,  by  uranium, 
138 

Arsenic  acid,  titration  of,  87, 137 

Arsenic,  estimation  of,  by  bichromate, 
188 

Arsenic,  estimation  of,  by  distillation, 
138 

Arsenic,  estimation  of,  by  iodine,  136 

Arsenic,  estimation  of,  by  silver,  139 

Arsenic,  estimation  of,  by  uranium,  138 

Arsenical  ores,  analysis  of,  139 

Arsenious  acid  and  iodine  analyses,  121 

Asbestos,  palladium,  476 

Ash,  black,  titration  of,  60 

Aspirator  for  gases,  471 

Backward  titration,  29,  50 

Balance,  the,  5 

Baric  chloride,  preparation  of  normal, 

310 
Barium  in  neutral  salts,  66 
Barium,  estimation  of,  as  chromate,  141 
Barium,  titration  of,  by  permanganate. 

Baryta  solution  for  removing  phos- 
nhates  and  sulphates  from  urine, 
o56 

Baryta  solution,  standard,  44 

Base,  Mi  lion's,  use  of,  44 

Beale's  filter,  18 

Beverages,  carbonic  acid  in,  94 


Bicarbonates  in  preeenoe  of  carbonates, 
titration  of,  53 

Bichromate,  standaid  solution  of,  112 

Bischof's  apparatus  for  evaporation^ 
386 

Bismuth,  estimation  of,  as  oxalate,  142 

Bismuth,  estimation  of,  as  phosphate, 
143 

Bleaching  compounds,  titration  of,  151 

Bleaching  powder,  gasometric  estima- 
tion of,  152 

Bleaching  powder,  titration  of,  hy 
arsenious  solution,  152 

Bleaching  powder,  titration  of,  hy 
iodine,  152 

Blue,  Porrier's,  35 

Boric  acid  and  borates,  titration  of, 
334 

Bottle  for  digestion  in  iodine  estima- 
tions, 120 

Bromates,  titration  of,  by  iodine,  154 

Bromine,  absorption  of,  by  oils  and 
fats,  340 

Bromine,  colour  method  of  estimation, 
144 

Bromine,  estimation  of,  by  digestion, 

144 
Bromine,  estimation  of,  by  distillation, 

144,145 
Bromine,  estimation  of,  by  Cavassi's 

method,  145 
Bromine,  estimation  of,   by  McCul- 

loch's  method,  145 
Bromine,  indirect  estimation  of,  144 
Bromine,  iodine,  and  chlorine  together, 

181 
Bullets  for  gas  analysis,  how  made,  467 
Burette,  Binks',  8,  13 
Burette,  Binks',  or  Gay  Lussac's, 

objections  to,  8 
Burette  clips,  13 
Burette  for  hot  titrations,  11 
Burette,  6a v  Lussac's,  8,  10, 12 
Burette,  Mohr's,  7,  8 
Burette,  Mohr's,  advantages  of,  8 
Burette,  the,  6 
Burette,  the  blowing,  10 
Biurette,  the  foot,  10 
Burette,  the  tap,  8,  9 
Burette,  without  pmchcock,  14 
Burette   with    enclosed    thermometer 

float,  figure  of,  8 
Burette,  with  reservoir,  11,  12 
Burette,  with  thermometer  float,  9 
Burette,  with  oblique  tap,  8 
Burettes    and    pipettes,     verificatioii 

of,  22 
Butter,  titration  of,  337 
Butylic   hydride   gas,  estimation  of, 
466 

Cadmium,  estimation  of,  as  oxalate, 

147 
Cadmium,  estimation  of,  as  sulphide, 

147 
Calcium,  estimation  of,  as  oxaJate,  147 
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Calcium,  estimation  of,  by   pennaii- 

ganate,  li8 
Calcium,  estimation  of,  in  slags  and 

mixtures,  149 
Calcium  in  neutral  salts,  66 
Calibration  of  fi^as  apparatus  for  water 

analysis,  895 
Carbolic  acid,  titration  of,  818 
Carbon  disulphide,  titration  of,  349 
Carbon  iu  iron  and  steel,  estimation 

of,  200 
Carbon  tetrachloride,  use  of,  for  titra- 
tion of  fats,  841 
Carbonates,  Pettenkofer's   method 

for,  98 
Carbonates  alkaline,  titration  of,  51 — 58 
Carbonates,  analysis  of,  91 
Carbonates,  indirect  estimation  of,  125 
Carbonates  soluble  in  acids,  92 
Carbonates  soluble  in  water,  91 
Carbonates,  titration  of,  in  presence  of 

bicarbonates,  58 
Carbonic  add  in  air,  titration  of,  95 
Carbonic  acid  in  beverages,  94 
Carbonic  acid  iu  waters,  93 
Carbonic  anhydride  gas,  estimation  of, 

in  gas  apparatus,  469 
Carbonic  oxide  fi;as,  estimation  of,  472 
Cathetometer,  the,  16 
Caustic  alkalies,  titration  of,  by  potaasic 

bichromate,  55 
Caustic  and  carbonated  alkalies,  titra- 
tion of,  50—57 
Caustic  soda  or  potash,  titration  of,  56 
Centimeter,  cubic,  the,  18 
Cerium,  estimation  of,  149 
Chlorates,  indirect  estimation  of,  125 
Chlorates,  titration  of,  by  iodine,  154 
Chloride  of  lime,  titration  of,  152 
Chlorine  and  silver  analyses,  128 
Chlorine,  bromine,  and  iodine  together, 

estimation  of,  181 
Chlorine,  direct  precipitation  with  sil- 
ver, 150 
Chlorine,  estimation  of,  by  distillation, 

151 
Chlorine  estimations,  indirect,  125 
Chlorine,  estimation  of,  by  silver  and 

chromate  indicator,  150 
Chlorine  gas,  titration  of,  151 
Chlorine,  indirect  estimation    of,    by 

silver  and  sulphocyano^n,  150 
Chlorine  in  waters,  estimation  of,  418, 

489 
Chlorine  water,  titration  of,  151 
Chromate  indicator  for  silver,  124 
Chromates,  estimation  of  by  distilla- 
tion, 155 
Chrome  iron  ore,  analysis  of,  155 
Chromic  acid  in  iron  titration.  111 
Chromium,  titration  by  iron,  154 
Citrates,  titration  of,  85 
Citro-magnesic  solution  for  phosphates, 

271 
Clark's  process  for  softening  water, 
428 


Clips  for  burettes,  7,  18 

Coal  gas,  analysis  of,  508 

Coal  gas,  estimation  of  sulphuretted 

hydrogen  in,  315 
Coal  gas,  estimation  of  sulphur  in,  806 
Cobalt,  estimation  of ,  by  permanganate, 

167  r       — 6  , 

Cobalt,  estimation  of,  as  cyanide,  158 

Cochineal  indicator,  81 

Colorimeter,  directions  for  using,  129 

Colorimeter,  the  Mills',  180 

Colour   reactions,  device   for  seeing, 

124,128 
Colour  reactions,  precision  in,  128 
Commercial  alkaline  compounds,  59 
Condenser  for  Kjeldahl  method,  78 
Cougo  red,  35,  88 
Constants  used  in  the  analysis  of  oils 

and  fats,  844 
Copper  and  iron,  titration  of,  in  same 

liquid,  165 
Copper,  iron,  and  antimon  v,  estimation 

of,  in  same  liquid,  166 
Copper,  extraction  from  ores,  168 
Copper,  estimation  of,  as  iodide,  161 
Copper,  estimation  of,  as  sulphide,  164 
Copper,    estimation     of,    by     colour 

titration,  171 
Copper,    indirect    estimation    of,    by 

silver,  167 
Copper  ores,  technical  analysis  of,  167 
Copper,  separation  of,  by  electrolysis, 

169 
Copper  in  presence  of  iron,  titration  of, 

168,  172 
Copper  solution  for  sugar,  Fehling's, 

295 
Copper  solution,   Pavy's,  for  sugar, 

803 
Copper,  titration  of,  by  cyanide,  162 
Copper,  titration  of,  by  permanganate, 

160,  161 
Copper,    titration     of,    by    stannous 

chloride,  165 
Correct  reading  of  graduated  instru- 
ments, 16 
Corrections  for  temperature  of  solu- 
tions, 20,  21 
Cubic  centimeter,  the,  18, 19 
Cupric  oxide  for  combustionfi,  876 
Cuprous  chloride  for  water  analysis, 

377 
Cyanides,    alkaline,   titration   of,    by 

silver,  173,  175 
Cyanogen,  titration  of,  by  iodine,  174 
Cyanogen,   titration  of,  by  mercury. 

Cyanogen,  titration  of,  by  silver,  173 

Decem,  the,  22 
Decimal  system,  origin  of,  18 
Decimillem,  the,  23 
Decinormal  bichromate  solution,  112 
Decinormal  iodine,  preparation  of,  114 
Decinormal  permanganate  solution,  106 
Decinormal  salt  solution,  124 
N   N    2 
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Deoinormal  silTer  aolutioD,  128 
Dednonnal  potMrie  anenite,  121 
Dednormal  aodio  oUoride,  124 
Deoinorm&l  lulphooyanate,  127 
Deoinormal  thiooyanate.  127 
Dextrine,  inTenion  of,  294 
Dextrose,  298 
Digesting  bottle  for  iodine  estimatioD, 

120 
Direct  and  indirect  processes,  28 
DisBoWed  oxygen  in  waters,  446 

apparatus  for  olTer  assay, 


Drop] 


Earths,  alkaline,  titration  of,  66 

Erdmann's  float,  16 

Estimations,   indirect,    by   means   of 

silver  and  chromate,  125 
Ethyl  gas,  estimation  of,  466 
Ethylio  hydride  gas,  estimation  of,  466 
Eudiometer,  B  u  n  s  en  *  s ,  calibration  of, 

459 
Explosion  of  gases,  474,  504 
Extension  of  alkalimetric  methods,  102 

Factors  for  calculation  of  analyses,  26 
Fats  and  oils,  titration  equxTalents  of, 

with  i>ota8h,  836 
Fats  and  oils,  titration  of,  with  bromine 

or  iodine,  336 
Fehling*8  copper  solution,  295 
Ferric  compounds,  reduction  of,  189 
Ferric  indicator  for  analyses  by  sulpho- 

cyanogen,  127 
Ferric  iron,  titration  of  by  stannous 

chloride,  190 
Ferric  standard,  to  prepare,  191 
Ferricyanides,  titration  of,  176 
Ferrocyanides  in  alkali  waste,  176 
Ferrocyanides  in  gas  liquor,  176 
Ferrocyanides,  titration  of,  175 
Ferro-Manganese,  estimation  of  man- 
ganese in,  209 
Ferrous  iron,  bow  obtained  for  titration, 

189 
Filter,  Beale's,  18 
Filter,  Porter-Clark,  429 
Filter  for   baric   sulphate,  Wilden- 

stein's,  818 
Flasks,  measuring,  15 
Float,  Erdmann's,  16 
Float,  with  thermometer,  9 
Fluoresoin,  85 
Frankland's      and     Ward's     gas 

apparatus,  498 
Frankland's  joint  for  gas  apparatus, 

894 
Free  acid  in  urine,  estimation  of,  871 
Free  ammonia  in  water,  882,  441 
Fresenius'  absorption  apparatus,  117 
Fruit  juices,  titration  of,  85 

Galactose,  298 

Gas  analysis,  B  u  n  s  e  n '  s  apparatus  for, 

452-489 
Gas  analysis,  calculations  for,  482 — 489 


Gas  analyds,  normal  solutions  for,  521 
Gas  analysis,  simple  methods  of,  SgH) 
Gas  apparatus,  etching  of,  466 
Gas    apparatus,    Frankland's,    for 

water  analysis,  892 
Gas  apparatus,  Reiser's  portable,  516 
Gas  burette,  Hempel's,  522 
Gas  liquor,  analysis  of,  71—75 
Gas  liquor,  spent,  analvsis  of,  74 
Gas  liquor,  table  showing  the  amount 
of  sulphate  of  ammonia  to  be  ob  - 
tained  from,  76 
Gas  pipettes,  Bedson's  modified,  528* 
Gas  pipettes,  Hempel's,  524 — 526 
Gasvolumeter.  Lunge's,  584 
Gases,  analysis  of,  452 
Gases,  explosion  of,  474,  504 
Gases,  inaireot  estimation  of,  474 
Gases,  simple  titration  of,  520 
Gases  soluble  in  water,  estimation  of  ^ 

by  the  nitrometer,  581 
Glucose  or  grape  sugar,  298 
Glycerin,  titration  of,  845 
Glycerin,  estimation  of,  by  perman- 
ganate, 845 
Glycerin,  estimation   of,    by   bichro- 
mate, 846 
Glycerin,  estimation  of,  by  the  aoetin 

method,  847 
Glycerol,  titration  of,  845 
Gold,  estimation  of,  178 
Graduated  instruments,  correct  reading* 

of,  16 
Grain  measures,  22 
Grains,  fluid,  22 

Hismatites,  analysis  of,  197 

Hardness  of  water  estimated  without 

soap  solution,  66 
Hardness  of  water,  soap  solution  for, 

880 
Hardness  in  waters,  estimation  of,  66, 

418 
Hardness  in  waters,  table  of,  415 
Hardness   in    waters,    Frankland's 

table  for,  415 
Hempel's  gas  burette,  512 
Hempel's  gas  pipettes,  524—526 
Hot  titrations,  burette  for,  11 
Hydrobromic  acid  gas,  estimation  of, 

466 
Hydrocarbon  gases,  estimation  of,  466, 

478 
Hydrochloric   acid,   analjrsis   of   sub- 
stances by  distillation  with,  117 
Hydrochloric  acid,  normal,  48 
Hydrocyanic    acid,   titration    of,    by 

silver,  173 
Hydriodic  acid  gM,  estimation  of.  466 
Hydrochloric  acid  gas,  estimation  of, 

466 
Hydroeulphurio  acid   gas,  estimation 

of,  466 
Hydrogen  apparatus.  Buns  en's,  475, 

Hydrogen  peroxide,  titration  of,  268 
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lulphuretted,  titration  of, 


Hypobromite  solution  for  urea,  861 
Hyposulphite  of  soda,  SohUtEonber- 
ger^B  solution  of,  258 

ImproTed  gas  apparatus,  489 
Indicator,    ferric,    for    analyses    by 

sulphooyanogen,  127 
Indicator,  starch,  preparation  of,  116 
Indicator,  chromate,  for  silrer,  124 
Indicator   for   mercuric   solutions   in 

sugar  analysis,  296 
Indicators,  80 
Indicators,  azo,  32 
Indicators,  comUnation  of,  89 
Indicators,  external  and  internal,  29 
Indicators,  various  effects  of  heat  and 

cold  on,  36 
Indicators,  Thompson's  results  with, 

36 
Indicators,  general  characteristioe  of, 

37 
Indicators,  table  of  results  with,  39 
lodigo  solution,  standard,  240 
Instruments  graduated,  correct  readiug 

of,  16 
Instruments  graduated,  verification  of, 

22 
lodate,  how  to  remove  from  alkaline 

iodides,  114 
lodates,  titration  of,  154 
Iodine,  absorption  of,  by  oils  and  fats, 

340 
Iodine,  estimation  of,  by  distillation, 

179 
Iodine,  estimation  of,  by  Oooch  and 

Browninsr's  method,  182 
Iodine,  bromine,  and  chlorine,  mixed, 

estimation  <^,  181 
Iodine,  estimation  of,  bv  chlorine,  183 
Iodine,  estimation  of,  bv  nitrous  acid 

and  carbon  bisulphide,  185 
Iodine,  estimation  of,  by  permanganate 

and  thioeulphate,  1^ 
Iodine  solution,  deoinormal,  verification 

of,  115 
Iodine,  titration  of,  by  sulphocyanate 

and  silver,  183 
Iodine,  titration  of,  by  silver  and  starch 

iodide,  186 
Iodine  solution,  decinormal,  prepara- 
tion of,  114 
Iodine  and  thiosulphate,  titrations  by, 

113 
Iodine  and  arsenious  acid   analyses, 

121 
Iodized  starch-paper,  121 
Iron    compounds,    reduction    of,    for 

titration,  111 
Iron,  estimation  of,  with  bichromate, 

186 
Iron,  estimation  of,  by  colour  titration, 

194 
Iron  ore,  magnetic,  analysu  of,  198 
Iron  ore,  spathoee,  analysis  of,  198 


Iron  ores,  analysis  of,  195 
Iron  ores,  to  render  soluble,  196 
Iron  in  silicates,  estimation  of,  199 
Iron,    titration  of,   by    thiosulphate. 

Iron,  titration  in  ferrous  state,  186 

Reiser's  gas  apparatus,  516 

K  jeldahrs  meuiod  for  nitrogen,  76 — 

80 
K  j  eldahl  method,  substances  in  which 

their  nitrogen  may  be  estimated 

Ej  eldahl  method,  modification  of  for 
nitrates,  80 

Ej  eldahl  method,  apparatus  and  solu- 
tions for,  77 

Enapp's  standard  mercuric  cyanide, 

Lacmoid  paper,  35 
Laomoid,  preparation  of,  35 
Lacmoid  solution,  36 
Lead  acetates,  titration  of,  201 
Lead,  as  carbonate,  estimation  of,  208 
Lead,  as  sulphide,  estimation  of,  203 
Lead,  estimated  as  oxalate,  201 
Lead,  estimation  of,  as  chromate,  202 
Lead,  estimation  of  as  molybdate,  851 
Lead,  red,  titration  of,  20l 
Lees,  tartaric,  titration  of,  90 
Lemon  juice,  titration  of,  85 
Levulose,  298 

Lime  acetate,  analysis  of,  83 
Lime  and  magnesia  in  urine,  369 
lime  and  magnesia  in  waters,  66 
Lime,  chloride  of,  gasometric  estima- 
tion, 153 
Lime,  estimation  of  (see  Calciiun),  148 
lime  juice,  titration  of,  85 
Liquid  for  suspending  jDredpitates,  182 
Liquors,  red,  examination  of,  60 
Litmus  indicator,  30 
litmus,  interference  in,  by  carbonic 

acid,  31 
Litmus  paper,  31 
Litmus,  pure  extract  of,  30 
Litmus,  preparation  of,  30 
Litmus,  preservation  of,  30 
Litmus,  use  of,  by  artificial  light,  81 
Logarithms    for    use    in    volumetric 

analysis,  448 
Lunge's  nitrometer,  529 
Lyes,  soda,  examination  of,  60 

Magnesia  and  lime  in  urine,  869 
Magnesia  and  lime  in  waters,  66 
Magnesia,  estimation  of,  204 
Magnesia  mixture,  272 
Magnesia,  titration  of,  87,  204 
Magnesic  citrate    solution    for    phoe- 

phates,  271 
Magnesite,  use  of,  for  preventing  re- 
gurgitation in  distilling  chlorine. 

Magnetic  iron  ore,  analysis  of,  198 
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Maffneaiuxn  as  redacioc:  agent  for  ferric 

salts.  111 
Maltose  or  malt  sug^ar,  292,  298,  299 
MaDganese,  estimation  of,  by  distilla- 

uon  with  hydrochloric  acid,  215 
Manganese,  estimation  of,  by  gas  appa- 
ratus, 218 
Manganese,  estimation  of,  by  iron,  217 
Manganese,  estimation  of,  by  oxalic 

acid,  216 
Manganeee,estimation  by  P  a  t  ti  nson  *s 

method,  207 
Manganese  in  small  quantities,  estima- 
tion of,  212 
Manganese  ores,  analysis  of,  214 
Manganese,  ores  and  alloys  of,  208 
Manganese  ores,  moisture  in,  214 
Manganese  oxides,  nature  of,  206 
Manganese,  precipitation  as  dioxide,  207 
Manganese,  precipitation  of,  by  per- 
manganate, 210 
Manganese,  technical  method  of  esti- 
mating, 211 
Marsh  gas,  estimation  of,  466 
Mo  Leod's  gas  apparatus,  495 
Measuring  flasks,  15 
Mercurial  trough,  894 
Mercuric  cyamde,  standard  for  sugar, 

296 
Mercuric  iodide  for  sugar,  296 
Mercury,  estimation,  as  chloride,  219 
Mercury,  estimatiou  of,  as  iodide,  221 
Mercury,  estimation  of,  by  cyanogen, 


Mercury,  preservation  of ,  for  gas  appa- 
ratus, 462 

Mercury  solution  for  urea,  857 

Mercury,  titration  of,  by  iodine,  220 

Mercury,  titration  of,  by  thiosulphate, 
220 

Metallic  salts  of  all  kinds,  alkalimetric 
titration  of,  102 

Metals  and  minerals  in  waters,  estima- 
tion of,  416 

Method  for  percenta^res,  26 

Method,  minimetric  for  examination  of 
air,  96 

Methyl  gas,  estimation  of,  466 

Methyl  orange,  88 

Methyl  orange,  the  proper  use  of,  83 

Methyl  orange,  commercial,  the  defects 
of,  38 

Millon's  base,  use  of,  44 

Mills'  colorimeter,  180 

Milk  sugar,  inversion  of,  293 

Milk  sugar,  inverted,  800 

Mineral  acids  in  vinegar,  82 

Mirror  for  detecting  precipitates,  813 

Mixer,  test,  17 

Mixtures  of  sugars,  titration  of,  804 

Mohr  Dr.  F.,  father  of  the  volumetric 
system,  23 

Mohr*s  burette,  advantages  of,  8 

Molybdenum,  titration  of,  350 

Molybdenum  solution  for  precipitating 
phosphoric  add,  272,  436 


Napthol  0,  for  titrating  bromine,  340 
Nessler's   solution,   preparation    of, 

874,487 
Nickel,  estimation  of,  223 
Nitrate  baths  for  photography,  assay 

of,  290 
Nitrates,   oolorimetric   estimation  of, 

248 
Nitrates,  estimation  of,  by  ferrous  salts, 

228 
Nitrates,  estimation  of,  by  nitrometer, 

247 
Nitrates,  indirect  estimation  of,  125 
Nitrates  in  water,  aluminium  prooef  s 

for,  408 
Nitrates  in  water,   estimation  of,  in 

nitrometer,  440 
Nitrates  by  E  jeldahl  method,  80 
Nitrates,  technical  method  of  titration, 

238 
Nitric  acid,  estimation  of,  by  distilla- 
tion, 225 
Nitric  acid,  estimation  of,  by  indigo, 

239 
Nitric  acid,  estimation  of,  in  absence  of 

organic  matter,  228 
Nitric  acid,  estimation  of,  in  presence 

of  organic  matter,  232-238 
Nitric  acid,  normal,  43 
Nitric  acid,  pure,  for  titrations,  128 
Nitric  oxiae  gas,  estimation  of,  466, 

478 
Nitrite,  standard  solution  of,  for  water 

analysis,  379 
Nitrites  alkaUne,  titration  of,  250,  252 
Nitrites,  oolorimetric  titration  of,  2S8 
Nitrites,    estimation    by    iodometric 

method,  250 
Nitrites,  estimated  gasometricallv,  253 
Nitrites,  sulphites  and  thioeulphates, 

analysis  of  mixtures  thereof,  254 
Nitrites,  titration  of,  250 
Nitrogen  as  nitrates  and  nitrites,  224 
Nitrc^n  as  nitrate,  estimation  of,  by 

copper-zinc  couple,  228,  408 
Nitrogen   combined   in   organic  sub- 
stances, 76 
Nitrofi^en,  estimation  of,  as  nitric  oxide. 

Nitrogen  gas,  estimation  of,  466 
Nitrogen  in  alkaline  nitrates,  225 
Nitrogen,  indirect  estimation  of,  125 
Nitrogen,    Ejeldahl's   method    for, 

Nitrogen,  total  in  urine,  estimation  of, 

Nitrometer,  general  uses  of,  583 
Nitrometer,  Lunge's,  529 — 537 
Normal   acid  and  alkaline  solutions, 

preparation  of,  40 
Normal  acid  solutions,  verification  of, 

41 
Normal  ammonio-cupric  solution,  45 
Normal  baric  chloride,  preparation  of, 

310 
Normal  hydrochloric  add,  43 


Digitized  by  VjOOQIC 


INDEX. 


551 


Normal  nitric  acid,  43 

Normal  oxaUo  acid,  42 

Normal  potash  solution,  43 

Normal  potassio  carbonate,  42 

Normal  soda  solution,  43 

Normal  sodic  carbonate,  41 

Normal  solutions,  23 

Normal  solutions,  definition  of,  28 

Normal  solutions,  based  on  molecular 

weights,  24 
Normal  solutions  for  ffases,  521 
Normal  sulphuric  acid,  42 

(His  and  fats,  titration  equivalents  of, 

with  potash,  340 
(His  and  fats,  titration  of,  with  bromine 

or  iodine,  840—343 
Oils  and  fats,  titration  of,  886 
Olefiant  gas,  estimation  of,  473 
Orange,  methyl,  the  proper  use  of,  33 
Orange,  methyl,  38 
Ore,  tin,  titration  of,  328 
Ores,  arsenical,  analysis  of,  189 
Ores,  copper,  technical  analysis  of,  167 
Ores,  iron,  analysis  of,  195 
Ores,*  iron,  to  render  soluble,  196 
Organic  carbon  and  nitrogen  in  waten. 

384—400 
Organic  impurities  in  water,  estimation 

of,  without  gas  apparatus,  429 
Organic  nitrogen  and  carbon  in  waters, 

884-400 
Oxalates,  titration  of,  86 
Oxalic  acid,  normal,  42 
Oxidation  and  reduction  analyses,  105 
Oxidizing  agents,  105 
Oxygen  dissolyed  in  waters,  254,  446 
Oxygen  dissolved  in  water  at  various 

temperatures,  260 
Oxygen  gas,  estimation  of,  466 
Oxygen  in  water,  estimation  of,  254-^268 
Oxygen  in  waters,  Mohr*s  method  of 

estimating,  255 
Oxygen  in  waters,  Winkler's  method 

of  estimating,  255 
Oxygen  in  waters,  Schtitsenberger's 

method  of  estimating,  255 
Oxygen  in  waters,  Boscoe  and  Lunt's 

method  of  estimating,  258 
Oxygen  in  waters,  iodometrio  method 

of  estimating,  262 
Oxygen  process  for  water,  comparison 

with  combustion  methods,  431 
Oxygen  process  for  water,  480 

Palladium  asbestos  for  gases,  525 

Paper,  iodized  starch,  121 

Paper,  lacmoid,  35 

Paper,  litmus,  81 

Paper,  turmeric,  32 

Paper,  turmeric,  alkaline,  32 

Pavv  s   copper  solution   for  sugars. 

Percentages,  method  for,  26 
Permanganate,    alkaline,    for    water 
analysis,  437 


Permanganate  analyses,  calculation  of, 

109 
Permanganate  for  oxygen  process  in 

water  analysis,  438 
Permanganate  of  potash,  gasometric 

titration  of,  108 
Permanganate,  precautions  in  using,  108 
Permanganate,    preparation    of   stan- 
dard solution.  106 
Permanganate,  titration  with  double 

iron  salt,  106 
Permanganate,  titration  with  iron,  106 
Permanganate,  titration  of  ferric  salts 

by,  109 
Permanganate,  titration  of,  with  lead 

oxatote,  107 
Permanganate,  titration  of,  with  oxalic 

add,  107 
Permanganate,     titration     of,     with 

hydrogen  peroxide,  108 
Permanganate,  verification  of  standard 

solution,  106 
Permanganate,  verificatiotf  of  standard 

solution  by  hydrogen  peroxide,  108 
Phenaoetolin,  34 
Phenacetolin,  preparation  of,  84 
Phenol,  titration  of,  848 
Phenolphthalein,  84 
Phenolphthalein,  preparation  of,  84 
Phenolphthalein,     disadvantages      in 

usmg,  34 
Phosphates,  earthy,  in  urine,  366 
Phosphates  in  urine,  866 
Phosphates  of  Ume,  titration  of  ^  276 
Phosphoric  acid,  aUcalimetric  titration 

of,  280 
Phosphoric  acid  in  combination  with 

alkaline  bases,  estimation  of,  274 
Phosphoric  acid  in  minerals,  estimation 

of.  279 
Phosphoric   acid,    separation   of,    for 

titration,  270 
Phosphoric  acid,  titration  of  by  molyb- 

date,  281 
Phosphoric  acid,  uranium  method  for, 

£73 
Pinchcocks  for  burettes,  13 
Pipette,  the,  14 
Plate,  silver,  assay  of,  285 
Porrier's  blue,  §5 
Por.ter-Clark  process  for  softening 

water,  429 
Potash  and  soda,  caustic,  titration  of, 

50 
Potash  and  soda,  indirect  estimation 

of,  126 
Potash  and  soda,  mixed,  57 
Potash  and  soda  in  urine,  873 
Potash,  estimation  of,  50—58 
Potash,  estimation  of  in  neutral  salts, 

free  from  soda,  55 
Potash,  estimation  of  in  presence  of 

soda,  56 
Potash  solution,  normal,  43 
Potash  in  waters,  estimation  of,  417 
Potassio  carbonate,  normal,  42 
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Potassb  ferriovanide  as  indicator,  111 
Potaadc   iodide,    how    to    free   from 

iodate,  114 
Potaanc  permangaDate,  preparation  of 

standard  solution,  106 
Potassic    permanganate,    titration    of 

standard  solution,  106 
Predpitatos,  liquid,  for  susjpending,  132 
Preserratiou  of  solutions,  27 
Pressure    and    temperature    in    gas 

analysis.  464 
Prooeases,  direct  and  indirect^  28 
Processes,  titration,  termination  of,  28 
Propvlio  hydride  gas,  estimation  of. 

Pump,  Sprengel,  for  water  analysis, 

P3rrites,  burnt,  anal3rBi8  of,  805 
Pyrites,  estimation  of  sulphur  in,  805 


Bed  liquors,  examination  of,  60 
Reduction  and  oxidation  analyses,  105 
Reduction  agents,  105 
Regnault  and  Reiset's  gas  appara- 
tus, 492 
Residual  titration,  29,  50 
Residues,  water,  combustion  of,  388 
Rosolic  acid,  35 

Sachsse's  mercuric  iodide  for  sugar, 

296 
Sal  ammoniac,  analysis  of,  71,  75 
Salt  cake,  61 
Salt  raw,  analysis  of,  68 
Salt  solution,  deoinormal,  124 
Salt,  standard,  for  silver  assay,  288 
Salts,  alkaline,  titration  of,  60 
Salts,  metallic,  various,  titration  of, 

alkalimetrically,  101 
Samples  of  water,  collection  of,  881 
Saturation  analyses,  80 
Scheibler's  apparatus  for  CO',  97 
SchiLtsenberger's  method  of  estima- 
ting oxygen  in  waters,  256 
Septem,  the,  28 
Sihcates,  iron  estimated  in,  199 
Silicates  of  potash  and  soda,  titration 

of,  68 
Silver  and  chlorine  analyses.  128 
Silver  and  sulphocyanic  acid,  127 
Silver  and  thiocyanic  acid,  127 
Silver    assay,     Mulder's    improved 

method,  285 
Silver,  assay  of,  by  Gay  Lussac's 

method,  285 
Silver,  alloys,  assay  of,  286 
Silver  chromate,  solubility  of,  124 
Silver,  estimation  of,  by  standard  sodic 

chloride,  285 
Silver  plate,  assay  of,  285 
Silver  solution,  decinormal,  128 
Silver  solutions  used  in  photography, 

asaa^  of,  290 
Silver,  titration  of,  by  starch  iodide, 

284 
Silver,  titration  of,  by  thiocyanate,  284 


Slags,  manganese  In,  209 

Soap,  anal^siB  of,  64 

Soap  solution  for  water  hardness,  880, 

488 
Soda  and  potash,  indirect  estimatioii 

of,  125 
Soda  and  potash  in  urine,  873 
Soda  and  potash,  mix^  57 
Soda  and  potash  solutions,  puiificatian 

of,  44 
Soda  ash,  titration  of,  59 
Soda  lyes,  examination  of,  00 
Soda  solution,  normal,  48 
Sodio  carbonate,  normal,  41 
Sodic  chloride,  dednornuJ,  124 
Sodic   hyposulphite,   Schatsenber- 

ger^s,  255;258 
Sodic  sulphide,  titration  of,  60 
Sodic  thiosulphate  solution,  decinormal. 


preparatu>n  of,  115 
Ida-    •• 


Soldaini's  copper  solution  for  i 

802 
Solids,  total  in  water,  esdmation  of, 

405 
Solutions,  alkaline  and  acid,  prepeia^ 

tion  of  normal^  40 
Solutions,  correction   of   volume    for 

t-emperature^  20,  21 
Solutions,  metaUic  add,  titration  of,  by 

copper,  45 
Solutions,  normal,  28,  40 
Solutions,  normal,  definition  of,  28 
Solutions,  normal,  based  on  molecular 

weights,  24 
Solutions,  preservation  of,  27 
Solutions,  standard,  correction  of,  46 
Solutions,  standard,  factors  for,  47 
Solutions,  standard,  used  by  weight, 

6,22 
Soxhlet's    critical    experiments    on 

sugar  titration,  297 
Spie^fetoisen,  estimation  of  manganese 

Sprengel  pump  for  water  analysis. 

Standard  alkaline  nitrite  for  water 

analysis,  379 
Standard  ammonic  molybdate,  282 
Standard  ammonic  phosphate,  275 
Standard  baryta  solution,  44 
Standard  caldc  phosphate,  277 
Standard  copper  solution  for  sugar, 

295 
Standard  indigo  solution,  240 
Standard  potassic  phosphate.  275 
Standard  salt  solution  for  silver  assay, 

288 
Standard  silver  solution  for  water,  380 
Standard  soap  solution  for  hardness, 

380,438 
Standard  solutions,  correction  of,  46 
Standard  solutioos,  factors  for,  26,  47 
Standard  solutions  used  by  weight,  6, 

22 
Standard  water  for  hardness  (Clark's), 

414,438 
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stannous  chloride  solution,  prepamtion 

of,  112 
Staroh  and  potassio  iodide,  permanent 

solution  of,  116 
Starch,  concentrated  solution  of,  116 
Starch  indicator,  prenaration  of,  116 
Starch,  inversion  of,  294 
Starch  solution,  preparation  of,  116 
Starch  paper  indicator,  121 
Starch  parte,  116 

Steel,  estimation  of  manganese  in,  209 
Strontium  in  neutral  salts,  66 
Sugar,  grape  or  glucose,  291—294 
Sugar  in  urine,  ^imation  of,  867 
Sugar,  malt  or  maltose,  298 
Sugar,  modifications  of,  291 
Sugar  of  milk,  inversion  of,  298 
Sugar  solutions,  classification  of,  for 

analysis,  298 
Sugar  test  for  water,  445 
Sugars,  titration  of,  by  S id er sky's 

method,  801 
Sugar,  varieties  of,  291 
Sugars^  critical   experiments  on    the 

analysis  of,  297 
Sugars,  mverted  by  acid,  298 
Sugars,  mixed,  titration  of,  304 
Sugars,  various   ratios  of   reduction, 

with  Fehling's  solution,  298 
Sulphates  in  urine,  866 
Sulphides,  alkaline,  titration   of,  60, 

807-309 
Sulphides  in  alkali,  detection  of,  59 
Sulphides,  sulphites,  and  thiosulphates 

in  same  solution,  estimation  of,  309 
Sulphides,  estimation   of  sulphur  in, 

807 
Sulphites,  alkaline  titration  of,  60 
Sulphites    in    presence    of    alkalies, 

destruction  of,  54 
Sulphites,  titration  of,  308 
Sulphocarbonates,  titration  of,  849 
Sulphocyanate,  decinormal,  127 
Sulphocyanic  acid  and  silver,  127 
Sulphocyanides,  alkaline  and  earthy, 

titration  of,  177 
Sulphur  in  coal  gas,  estimation  of,  306 
Sulphur  in  pyrites,  estimation  of,  305 
Sulphur  in  sulphides,  estimation  of,  307 
Sulphuric  acia,  normal,  42 
Sulphuric  acid,  combined,  titration  of, 

810 
Sulphuric  anhydride,  titration  of,  87 
Sulphurous  acid,  ratio  of,  in  solution, 

to  specific  gravity,  809 
Sulphurous  acid,  titration  of,  308 
Sulphurous  anhydride  gas,  estimation 

of,  466 
Sulphuretted   hydrogen  in  coal   gas, 

estimation  of.  815 
Sulphuretted  hvorogen  in  water,  esti* 

mation  of,  816 
Sulphuretted  hydrogen,  titration  of, 

814 
Superphosphates,  titration  of,  278 
Syringe  for  cleaning  gas  apparatus,  518 


System,  decimal,  origin  of,  18 
System  of  weights  and  measures  for 
Tolumetry,  18 

Tannic  acid,  titration  of,  816 
Tannin,  estimation  of,  by  antimony, 

Tannin,    estimation  of,    by  gelatine, 

820 
Tannin,  titration  of,  816 
Tanning  materials,  percentage  of  tannin 

in,  820 
Tanning  materials,  preparation  of  for 

titration,  317 
Tartar  emetic,  titration  of,  134 
Tartrate  solution,  alkaline,  for  sugar, 

295 
Tartrates,  titration  of,  88 
Temperature    and    pressure    in    gas 

analysis,  464 
Temperature,  variations,  influence  of 

on  solutions,  20,  21 
Test  mixer,  17 

Thiocarbonates,  titration  of,  849 
Thiocyanate,  decinormal,  127 
Thiocyanic  acid  and  silver,  127 
Thioeulphate  and  iodine,  titration  by, 

118 
Thioeulphate  solution,  preparation  of, 

Thiosulphates,  sulphides,  ai^d  sulphites, 
mixtures  of,  809 

Thomas's  gas  apparatus,  511 

Tin,  titration  of,  321 

Tin  ore,  titration  of,  323 

Titrated  solutions,  preservation  of,  27 

Titration,  backwaid,  29,  50 

Titration,  residual,  29,  50 

Tourmaline,  estimation  of  boric  acid 
in,  335 

Tungsten,  titration  of,  350 

Turbidities,  estimation  of,  by  colori- 
meter, 131 

Turmeric  paper,  alkaline,  32 

Turmeric  paper,  32 

Two-foot  tube  for  water  examination. 


Uranium  method  for  phosphoric  acid, 

278,  366 
Uranium  method,  Joulie's,  279 
Uranium,  standard  solution  of,  274 
Uranium,  titration  of,  323 
Urea,  titration  of,  by  hypobromite  and 

sodic  arsenite,  365 
Urea  estimation,  apparatus  for,  861 
Urea  estimations,  corrections  for,  359 
Urea,  estimation  of,  by  hypobromite, 

860 
Urea,  estimation  of,  by  mercury,  857 
Urea  estimations,  experiments  on,  363 
Urea,  Lie  big's  method  of  titration, 

367 
Uric  acid,  estimation  of,  368 
Urine,  albumen  in,  estimation  of,  372 
Urine,  analysis  of,  352 
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Urine,  bar3rta  solution,  for  removingf 
phosphates  and   sulphates   from, 

Urine,    estimation    of    chlorides    in, 

358-866 
Urine,  free  acid  in,  871 
Urine,  potash  and  soda  in,  873 
Urine,  estimation  of  total  nitrofiwn  in, 

878 

Vanadium,  titration  of,  332 
Variations  of  temperature,  infliuence 

of,  on  solutions,  20 
Vinegar,  estimation  of  mineral  acids 

in,  82 
Vinegar,     titration    of,    by    copper 

solution,  45 
Volumetric    analysis,    general    prin- 
ciples, 1 
Volumetric  and  gravimetric  analysis, 

distinction  between,  2 
Volumetric  analysis  without  weights, 

5,  6 
Volumetric  methods,  classification  of,  3 
Volumetric  methods,  various,  reasons 

for,  4 

Water  analysis,  calculation  of  results, 

448 
Water  analysis,  interpretation  of  results 

of,  419. 
Water  analysis,  reaffents  for,  874,  485 
Water  analysis,  table  of  results,  420 
Water  free  from  anunonia,  preparation 

of,  375  -«,r    *~ 

Water,  hardness  of,  estimated  without 
soap  solution,  66 


Water  deposits,  microscopical  ezamiDAr- 

tion  of,  444 
Water  residues,  combustion  of,  388 
Water,  softening  by  Clark's  process, 

428 
Water,  sugar  test  for,  445 
Water,  estimation  of,  total  solids  in. 

405,444 
Waters,  carbonic  acid  in,  93 
Waters  potable,  analysis  of,  373 
Weighing  standard  solutions  instead  of 

measuring,  6 
Weights  and  measures,  systematic,  for 

Tolumetry,  18 
Wildenstein's  filter,  818 
Williamson    and     BusselFs    gas 

apparatus,  489 

Zinc,  ammoniacal  solution,  preparation 
of,  325 

Zinc  containing  iron,  analysis  of,  330 

Zinc  dust,  analysis  of,  381 

Zinc  dust  for  reducing  ferric  com- 
pounds, 190 

Zinc  dust,  purification  of,  for  reducing 
purposes,  190 

Zinc  dust,  titration  of,  881 

Zinc,  as  ferrocyanide,  estimation  of, 
828 

Zinc  ores,  analysis  of  by  Vieille 
M  o  n t  agn  e  method,  32^ 

Zinc,  as  oxalate,  estimation  of,  831 

Zinc,  as  sulphide,  titration  of,  824 — 827 

Zinc  oxide  and  carbonate,  analysis  of» 
832 

Zinc,  titration  of,  823—881 
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